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PREFACE 


For many years the volumes of the TRANSACTIONS contained all the 
papers presented before the Institute during a year. As the number of 
papers read increased it became necessary to print more than one volume. 
In order to bring papers on the same or related subjects together they 
sometimes were segregated without reference to the year in which they 
were read. For example, Vol. LXII, published in 1920, contained the 
iron and steel papers read at meetings held in September, 1918, February, 
1919, and September, 1919. Up to 1920, the Institute published a 
monthly Bulletin in which much material was printed that was not 
republished in the Transactions. The Bulletin has been replaced by the 
magazine, Mining AND Meratuurey, which does not contain the full 
text of all papers presented before the Institute and does include much 
that does not go into the Transactions. Papers, discussions and 
committee reports are also printed as pamphlets and circulated in that 
form. All papers in one or more major divisions of the field of work of 
the Institute are sent to members who request such service, and individual 
yamphlets on application. 

The Institute has also published a number of special volumes, some- 
times included among the TRANSACTIONS and sometimes not. Among 


- such special volumes may be mentioned the Posepny and Emmons 


volumes on ore deposits, the Raymond Memorial volume and the pyrom- 
etry volume. The increased interest in petroleum technology led to a 
symposium on petroleum and gas at the February, 1924 meeting and the 
papers read were printed in a 264-page volume entitled, “Production of 
Petroleum in 1923.’ A similar volume was issued for 1924. Last year 
the papers presented covered not only production but production engi- 
neering, transportation, refining and petroleum economics and resulted in 
a volume of 784 pages which has been sent to all members who signified a 
desire for it. 
There has been, through the years, a distinct drift toward special 
volumes. The Petroleum Division has developed to the stage where a 
separate volume best meets the needs of the Division. This is not sent 
to other members unless they so request. It seems probable that the 
other Divisions will eventually need similar service and only selected 
papers of value for permanent reference will be published in the 


TRANSACTIONS. 
lil 


iv * PREFACE 


This volume contains the Howe Memorial Lecture, and the papers 
presented at the Salt Lake City Meeting, September, 1925, the Annual 
Meeting in New York, February, 1926, and the Institute of Metals 
Meeting at Syracuse, October, 1925, in the fields of non-metallic minerals, 
milling and concentration, non-ferrous metallurgy, iron and steel, and the 
Institute of Metals. Papers on mining methods, mine ventilation, coal 
and coke, and on mining geology read at these same meetings will appear 
in the next volume, which is being held to include papers on these subjects 
presented at the Pittsburgh meeting, October, 1926. 


H. Foster Bain. 
Secretary 
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Salt Lake City Meetjng, 1925 


THE 1382nd meeting* of the Institute was held at Salt Lake City, Utah, 

Aug. 31 to Sept. 3. It was one of the largest meetings held outside of 
New York City; 470 members and guests registered and many more were 
present at the sessions. 

Preliminary to the meeting the Petroleum Division held sessions at 
Casper, Wyoming, Aug. 28, 29 and 30. The program included an inspec- 
tion tour of the Salt Creek oil field and a trip to Rawlins, Wyo., via 
Independence Rock on the Oregon Trail and the Lost Soldier and Wertz 
oil and gas fields. 

The Annual Banquet was held at Hotel Utah, and was followed by a 
dance. W. Mont Ferry, president of the American Silver Producers’ 
Association, presided at the banquet. The principal address was made 
by President J. V. W. Reynders. Governor George H. Dern of Utah, 
the second speaker, discussed the engineer in politics. Former Senator 
Charles S. Thomas also addressed the members. 

The Utah section and the mine operators of Utah made the meeting a 
very pleasant one for the visiting members. Golf, swimming, motoring, 
dancing, luncheons, dinners and teas filled all the spare time. There 
were six field excursions by train and motor, the members visiting 
Bingham, Murray, Midvale, Ironton, Tintic, Park City and Tooele. 
Two hundred and forty took part in the trip to Bingham, where the 
Magna and Arthur plants of the Utah Copper Co. and the Garfield copper 
smelter of the American Smelting & Refining Co. were visited. This 
trip took the party to the open-cut workings of the former concern. 

A party of members visited the lead smelter of the American Smelting 
& Refining Co. and that of the United States Smelting, Refining & Mining 
Co. at Murray, and inspected the concentration plant for complex ores 
and the arsenic recovery plant at Midvale. 

Other trips took various groups of the members to the smelter of the 
Columbia Steel Corporation at Ironton, Utah; the silver-lead mines of the 
Tintic Standard, Chief Consolidated and other companies, and the silver- 
lead and silver-lead-zine orebodies of Silver King Coalition, Ontario, 
Park City Mining & Smelting, Keystone, and the Park-Utah companies, 
at Park City. To those who took the Park City trip luncheon was 
served underground at the Silver King Coalition mines. 

Luncheon was served at the International smelter to those who visited 
Tooele. A feature of this trip was the opportunity afforded to observe 


* For news story of meeting see Minine anp Merauiurey, (Oct., 1925) 508. 
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the treatment of complex custom ores for the separation of lead, zinc and 
iron contents by differential flotation. 

On the evening of Sept. 4, two small parties were organized, one to 
visit the parks of Southern Utah and the other Yellowstone Park. 

The lot of the visiting ladies at the meeting was made pleasant 
by luncheons at the Country Club, motor driving, and a special recep- 
tion at Hotel Utah, and by other entertainment arranged by the 
Woman’s Auxiliary. 
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Notes on Geology of Tintic District. G. W. Cran 


Iron Fields of the Iron Springs and Pinto District, Iron County, Utah. Duncan Mac 
VICHIE 


Ore Occurrences of the Park City District. Forrest Matanz 


Metallurgy 


A. B. Youna, Chairman 


New Byproduct Coke Plant of the Columbia Steel Corporation. C. T. Krranny 
Blast Furnace Plant of the Columbia Steel Corporation. P. W. Jackson 
Application of Cottrell Process in Lead and Copper Smelting. A. L. Lappe 

The Development of Differential Flotation on Complex Sulfide Ores. Lions Booru 


W. W. Norton, Chairman 
The Use of Pulverized Coal in Copper Refining Furnaces. Roy §. Minter and 
E. 8. BARDWELL 
Use of Pulverized Fuel. H. J. Savacr 
Chief Consolidated Volatilization Plant. G. W. Wiaron 
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Lead Smelting in Utah. B. L. Sackett, Carros BarDWELL, Srmon Jacosson and 
N. H. Jensen 

Evolution in the Preparation of Ores for Lead Blast Furnaces. D. W. Jussup 

Anaconda Electrolytic White Lead. R. G. Bowman. Production of Ferric Sulfate 
and Sulfuric Acid from Roaster Gas. G. L. Oupricut, H. E. Knyns and F: 8. 
WATMAN. : 


Petroleum 
[Casper Meeting, Aug. 29 and 30] 
F. Jutius Fous, Chairman 


Sketch of Geology and Formations of Central Wyoming. J. G. BarTRAM 

The Naval Oil Reserves. Max W. Bau 

Shutting in Rangely Gas Well. J. A. Hotmes 

Lost Soldier Oil Field. E. W. Kramprert 

The Billy Creek Field. W. H. Gets 

Problems of Pumping Deep Wells. L. C. Uren. 

Core Drilling in Geologic Exploration as Applied in Wyoming and Montana. J. G. 
Bartram and J. H. Witson 

Graphic Method of Work Done by Producing Wells. J. C. Linpsay 

Drilling Wildcat Wells in Wyoming. E. G. Srncuarr 

Cleaning Oil Wells by Compressed Air. A. A. Bearp and R. A. BonnEL 

Use of Gas Meters for Determination of Pay Strata in Oil Sands. C. V. MrniiKan 

Cleaning Oil Wells by Heated Oil. W. J. Knox 

Application of Mining Tax Laws to the Petroleum Industry. M. O. Danrorp 


Satt Creek FirLtp Symposium 


History of Production of Salt Creek Field. E.L. Estaproox and C. M. RapEr 
Discussion: 

G. O. Smita, W. H. Guts, A. W. Peaxs, D. B. Dow 
Water Shut-off Methods in the Salt Creek Field. R. O. ARmMstrrone and C. M. 


RADER 
Waters of the Salt Creek Field. H. W. Youne and E. L. Estaproox 
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Institute of Metals Division Meeting 


Tur annual joint meeting* of the Institute of Metals Division and the 
American Foundrymen’s Association was held at Syracuse, N. Y., Oct. 
5-9. The registration was about 150. A feature of the meeting was the 
Round Table discussion at which 80 members, divided into groups, 
discussed a number of pertinent subjects. The following papers were 
presented: 


Notes on the Fatigue of Non-ferrous Metals. H. F. Moorz 

Endurance Properties of Non-ferrous Metals. D. J. McApam, Jr. 

The Cracking of the Nickel Silvers in the Course of Annealing. E. O. Jonzs and E. 
WHITEHEAD 

Special Nickel Brasses. OntvER SMALLEY 

Amorphous Cement and the Formation of Ferrite in the Light of X-ray Evidence. 

® Francis B. Foury 

Mechanical Properties of the Aluminum-copper-silicon Alloy as Sand Cast and as 
Heat Treated. Samurnt Dantens and D. M. Warner 


* For news story of meeting see Minine anp Mutatuurey, (Nov., 1925) 570. 
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Ne w York Meeting 


Tue 133rd meeting* of the American Institute of Mining and Metallur- 
gical Engineers was held at New York, Feb. 15 to 18, 1926, with a total 
registration of approximately 1300. 

Prof. William Campbell, of the School of Mines, Columbia University, 
New York, delivered the Henry M. Howe Memorial lecture. The title 
of his lecture was ‘‘ Twenty-five Years in Metallography.” 

Paul D. Foote, U. 8. Bureau of Standards, Washington, D. C., deliv- 
ered the annual lecture of the Institute of Metals Division. The title 
of his lecture was “‘The Relation between Metallurgy and Atomic 
Structure.” 

Aside from business and distinctly social gatherings there were in all 
26 technical sessions, two formal lectures, three group luncheons, four 
group dinners, and numerous small conferences and committee meetings. 
The Petroleum Division led with seven technical sessions. The Institute 
of Metals Division held four sessions, gave a dinner, and presented the 
Howe lecture by Prof. Campbell. The Mining Methods Committee 
held two sessions and a luncheon; the Coal and Coke Committee, two 
sessions; the Milling Methods Committee, one session and a dinner; 
the Industrial Relations Committee, the same; Mine Ventilation Com- 
mittee, two sessions, and the Non-ferrous Metallurgy, Non-metallic 
Minerals, Mining Geology and Ground Movement and Subsidence 
committees, one each. The Committee on Education met at a well- 
attended luncheon. 

At the annual business meeting on Feb. 16, the following ticket was 
elected, and the reports of the President, Treasurer and Secretary were 


presented: 


Samuel A. Taylor, Director and President; B. O. Mahaffey, Director and Vice- 
President; Carl A. Meissner, Director and Vice-President; L. K. Armstrong, Director; 
W. Spencer Hutchinson, Director; H. A. Guess, Director; Seeley W. Mudd, Director; 


Reno H. Sales, Director. 


E. De Golyer was elected First Vice-President; Charles F. Rand, 
Treasurer; H. Foster Bain, Secretary, and T. T. Read, Assistant Secre- 
tary, at the meeting of the Directors ‘on Tuesday evening. 

The Section Representatives held two sessions on Monday morning 
and afternoon, respectively, at which written reports were submitted by 
each division, and the representatives enlarged orally upon the chief 
points in their reports. President 8. A. Taylor presided. 


* For news story of meeting see Mininc anp Merauiurey, (March, 1926) 105. 
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The Woman’s Auxiliary held their annual meeting on Tuesday morn- 
ing and afternoon. Various features of general interest and entertain- 
ment for each day that the Institute met characterized the program for 
the ladies. a: : 

A joint session of the Metropolitan sections of the American Society 
of Civil Engineers, the American Institute of Mining and Metallurgical 
Engineers, the American Society of Mechanical Engineers and the Ameri- 
can Institute of Electrical Engineers was held on Thursday evening, Feb. 
18, in the Auditorium. The topic discussed was “‘The Effect of the Diesel 
Electric Locomotive on the Problem of Railroad Electrification.” 

A buffet luncheon was served each noon at the Institute Headquarters. 
These luncheons were largely attended by members of the Institute, 
their guests and the members of the Woman’s Auxiliary. 

The Annual Smoker was held in the banquet hall of Mecca Temple, on 
Monday evening. 

The Annual Dinner-dance was held at the Waldorf-Astoria on Wed- 
nesday evening. It was attended by 607 members and guests. The 
President’s Reception preceded the dinner. At the latter Wilbur A. 
Nelson presided as toastmaster. The James Douglas gold medal was 
presented to James M. Callow. The Robert W. Hunt medal was pre- 
sented to Charles L. Kinney, Jr. Announcement was made of the award 
of the J. E. Johnson, Jr., prize to S. P. Kinney. Addresses were made by 
J. V. W. Reynders, retiring President; S. A. Taylor, President of the 
Institute; G. S. Davison, President of the American Society of Civil 
Engineers; Scott Turner, Director of the Bureau of Mines; H. Foster 
Bain, Secretary of the Institute, and T. C. Denis, the latter responding 
for the Canadian Mining Institute. 

The annual excursion on Feb. 18, was a sightseeing expedition by 
motor car to Bear Mountain. The members crossed the new Bear 
Mountain Bridge on foot, closely examining the beautiful structure, and 
after luncheon at Bear Mountain Inn, J. V. W. Reynders spoke briefly 
of some of the engineering difficulties encountered in the construction of 
the bridge. : 

Through the courtesy of Ole Singstad, chief engineer of The Holland 
Tunnel, two parties of members were conducted through the tunnel and 
its ventilation and other engineering features were’ explained to them. 


TECHNICAL SESSIONS 
Petroleum 


GENERAL SESSION 
F. Junius Fous, Chairman 


World Production of Petroleum in 1925. E. L. Ds GotyvER 
Taxation and the Oil Industry. A. D. Brokaw 
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Technologic Progress in the Oil Industry. F. Juntus Fous 
Research and the Oil Industry. Dr. Van. H. Mannina 


PropucTion ENGINEBRING SyMPOsIUM 


F. Juxrus Fous, Chairman 
Spacing of Oil Wells. Frank M. Brewster af 
Core Drilling Technology: 

1. Diamond Drills. R. D. Loneynar and:P. W, Donovan 

2. Special Type Drills. J. E.Enuiorr ° 

3. Basket Cores. E. Carn Brown 
Mereasing Production by Shooting. H. B. Hint 
Increasing the Extraction of Oil by Water Flooding. Josmra B. Umpiesy 


REFINING SYMPOSIUM 
Dr. T. G. DeLBRinaE and Dr. C. H. Osmonp, Chairmen 


Factors Affecting the Cracking of Petroleum. CHARLES L. PARMELEE 
Discussion: 
Cross Process. Dr. Roy Cross 
Dubbs Process. Dr. Gustav EGLorr 
The Gasoline Problem. R. C. Hotmns 
Jenkins Process. L. H. Weiiina 
Comparative Value, as Motor Fuel, of Cracked Gasoline vs. Straight Run Gasoline. 
ArtHur E. WELLS 
Economic Incidence of Cracking. Brnsamin T. Brooks, Rotanp B. Day, 
ARTHUR KNappP 
Basic Changes in Refining Processes. WauTerR MILLER 
Special Discussions: 
A. Distillation by Pipe Stills. J. A. Primrose 
B. Fractionation. W. A. Peters, JR. 
C. Treating. A. E. Minter 
Liquid Sulfur Dioxide Process. Dr. L. EpELEANU 


D. Wax Separation. Max B. MILLER 
E. Economic Effect of Basic Changes in Refinery Operation. Waurrer MILLER 


Anti-knock Gasolines and Special Engine Development. Dr. 8. W. Sparrow 


Discussion: 
Economic Effect of the Anti-knock Motor Fuels. A. L. Cuaypmn, H. L. 


HorRNING 
TRANSPORTATION SYMPOSIUM 


Doveuas 8S. BusHneLu, Chairman 


Transportation of Petroleum. CHARLES FITZGERALD 
Evaporation Losses in Storage and Transportation. J. H. Wiaains 
An Investigation into the Cause of Breakage in Crude Pipe Line Transportation Sys- 


tems. Nertson B. DELAVAN . 
Corrosion of Pipe Lines and Protective Covering. F. Ray McGrew 


PRODUCTION SYMPOSIUM 
Dr. JAmes H. Garpner, Chairman 


Review of American Production. F. Junius Fous 
California. G. C. Guster and E. W. Wacy 


bee 
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Kansas-Oklahoma. Burr McWuirr 

Gulf Coast. Louis FrezDMAN 

Texas, Outside Gulf Coast. Dr. F. H. Lannn 

Arkansas and Louisiana. D.T. Rina 

Rocky Mountain District. FRap E. Woop 

Appalachian Fields. Grorcr TURNBULL 

Mississippi Valley Fields. Gar F. Mourron, Hucu D. Miser and W. N. Logan 

Alaska. P. 8S. Suir 

Mexican Oil Fields. Vauentrin R. Garrias and R. V. WaETseL 

Venezuela and the West Indies. Epw1n B. Horxins and H. J. Wasson 

Colombia and Peru. L. G. HunrTLEy 

Argentine. F. T. OSTRANDER 

Russia. Basin B. Zavorco 

Near East. E. L. Porcn, Jr. 

Australasia. F. G. Cuapp 

Suggested Nomenclature and Correlation of the Geological Formations in Venezuela. 
A, Haminron GARNER 

Possibilities of Future Production from the Pre-Chattanooga Series of Northeastern 
Oklahoma. Lursmr H. Wurre 


PETROLEUM Economics SYMPOSIUM 


F. Juzius Fous, Chairman 


Petroleum Statistics and the Economic Situation. ARTHUR KNAPP 

The Relation between Price and Stocks of Gasoline. JosrEpH HE. Pocus 

Forecasting Petroleum Production. J. Mrtvinim Sanps and C. CampspEeLL OsBorN 
Discussion by JosprH E. Pocun 

The Trend of Prices in the Petroleum Industry. JosppH E. Pocus 

Some Economic Aspects of the Community Oil Lease. Fay Wricut 


Mintna Merruops 


Mining Petroleum in France and Germany. Grorar §. Rice and J. A. Davis 
The Ranney Process of Mining Oil. Leo Ranney 


Mine Ventilation Committee 


Groren 8. Rick, Chairman 


Address by the Chairman 

Operating Characteristics of Centrifugal Fans and Use of Fan ge PIE Curve. 
Louts W. Hupnr 

Theoretical Rating Compared with Operating Performance of Centrifugal Mine Venti- 
lating Fans. A. S. RicHARDSON 

Economic Design of Mine Airways. <A. 8S. RicHarpson 

The Holland Tunnel. Ot Sinesrap 

Permissible Limits of Toxic and Noxious Gases in Mine and Tunnel Ventilation. 
R. R. Sayvprs 

Discussion of Theory of Mine Ventilation. Presented by A. C. Garten 

Some Important Factors in Metal Mine Ventilation. G. E. McEntroy 

Report of Sub-committee on Coal Mine Ventilation. Frank Haas 
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N. on-ferrous Metallurgy 


K.P. Maruewson, Chairman 

Improvements in the Series System of Electrolytic Copper Refining Recently Devel- 
oped by the Nichols Copper Co. M. H. Mrrriss 

The Conductivity of Electrolytes Used in the Electrolytic Separation of Silver and 
Gold. F. F. Cotcorp, E. F. Kern and J. J. Munrican 

Leaching Mixed Copper Ores with Ferric Sulfate; Inspiration Copper Co. G. D. Van 
ARSDALE in ae 

Effect of Zine Oxide on the Formation Temperatures of Some Ferrous Slags. Horace 
THare Mann 

Treatment of the Telluride-bearing Gold Ores of the Wright-Hargreaves Mines, Ltd. 
W. A. Muetter, J. E. Grant and C. L. Hears 


Milling and Concentration 


GALEN H. CLEVENGER, Chairman 


Mechanism of Filtration. Artraur W. Hrxson, Lincotn T. Work and Isaac H 
ODELL, JR. 

Classification in Witwatersrand Mills. Bennett R. Bates 

An Investigation of Crushing Phenomena. A. M. GaupIn 


Non-metallic Minerals 


Dr. H. Riss, Chairman 


Mining and Preparation of Eastern Molding Sands. R. M. Birp 

The Use of Standard Tests of Molding Sands. H. Riss 

American Glass Sands, Their Properties and Preparation. CHARLES R. Frrrke 
Washing and Sizing Sand and Gravel. Epmunp SHAaw 

Preparation and Use of Industrial Special Sands. W. M. Weicren 

Pyro- and Hydro-treatment of Magnesite and Dolomite. Huan M. Hrenton 
Borate Deposits Near Kramer, California. Hoyr Sropparp GALE 


Institute of Metals Division 


A. E. Warts, Chairman 


Effect of Reheating upon the Al-Cu-Ni-Mg and the Al-Cu-Fe-Mg (Piston) Alloys. 
SAMUEL DANIELS 

Endurance Properties of Non-ferrous Metals—II. D. J. McApam, Jr. 

The Lead Antimony System and the Hardening of Lead Alloys. R. 8. Dan, L. 


Zickrick and F. C. Nrx 
A Preliminary Study of Magnesium Base Alloys. Brapiey Sroucuron and M. 


Miyake 
Dr. Zay JerrRigs, Chairman 


Equilibrium Relations in Aluminum-copper Alloys of High) Purity. oH. EH. iDrx, JR:; 


and H. H. RicHArDSON j 
Modification and Properties of Sand-cast Aluminum-silicon Alloys. Roser 5. 


ArcHER and L. W. Kempr 
The Microstructure of Aluminum. K. L. MEISSNER 


Samunt A. Taytor, Chairman 


Relation between Metallurgy and Atomic Structure. Paun D. Foorn 
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C. 8. Wiruerety, Chairman 
The Hardness of Copper. Samunt L. Hort and T. R. ScHERMERHORN 
The Effect of Lead and Tin with Oxygen on the Conductivity and Ductility of Copper. 
Norman B. Prnuine and Groren P. HALLiwELu 
Exudations on Copper Castings. W.H. Bassmrr and J. C. BrapLEy 
The Microscopical Structure of Copper. H. B. PuLsIrER 


S. Skowronskt, Chairman 


Some Examples of Copper Made Brittle by Hot Reducing Gases. T. 8. FULLER 

Action of Reducing Gases on Heated Copper. W. H. Bassrrt and J. C. Brapiuy 

The Annealing of Commercial Copper to Prevent Embrittlement by Reducing Gases. 
8. B. Leiter 

The Estimation of Oxygen and Sulfur in Refined Ce W. H. Bassert and H. A. 
BEDWORTH 


Mining Geology 
E. F. Burcuarp, Chairman 


Magmas, Dikes and Veins. WatDEMAR LINDGREN 
Geology of the Yoquivo, Chihuahua Mining District. C. W. Haun 


Geology and Ore Deposits of the Asientos-Tepezala District, Aguascalientes, Mexico. 


G. E. ANDERSON 

Geology of the Zaruma Gold District of Ecuador. Paun BILLINGSLEY 

Lead and Zine in Eastern Canada. Frmepmrick J. ALCOCK 

Electrical and Electromagnetic Prospecting. Hans LUNDBERG 

Ore Deposition and Enrichment at the Magma Mine, Superior, Arizona. M. N. 
SHort and I, A. Errnrncer 


Iron and Steel 


Dr. J. A. Matruews, Chairman 
The Current Theories of the Hardening of Steel Thirty Years Later. ALBERT 
SAUVEUR 
A Photomicrographic Study of the Process of Re-crystallization in Certain Cold 
Worked Metals. Vsrvotop N. Krivopox 
A Process for the Prevention of Embrittlement in Malleable Cast-iron. L.H. Marsu- 
ALL 
An Introduction to Ultra-violet Metallography. Francis F. Lucas 
The Effect of Annealing upon the Hardness of Cold-worked Ingot. Iron. CHarums Y. 
CLAYTON 
Braviby StoueHton, Chairman 


Influence of Temperature, Time and Rate of Cooling on Physical Properties of Car- 
bon Steel—II.  Francts B. Fonny, Coarnms Y. Crayton and W. E. RemMMErs 
Effect of Air Gap in Explosion System on Production of Neumann Bands. FRANCIS 

B. Foury and J. E. Crawsnaw 
The Iron-tungsten System. W. P. Syxrs 
Delta Iron in the Iron Chromium Alloys. E. C. Barn 


1 oO 1" : . : . 
Eeonomic Significance of Cyanide Accumulation in the Blast Furnace. RicHarp 
FRANCHOT 


Oren HEARTH 


J. V. W. Reynpers, Chairman 
Making Rimmed Steel. Cart Prirce 


Combustion in the Open-hearth Furnace with Special Reference to Automatic Control. 


Kk. HuEssENER 
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Elimination of Metalloids in the Basic Open-hearth Process. J . L. Kuwarts and C. H. 
Herry, Jr. ; 

Chemical Equilibrium of Manganese, Carbon and Phosphorus in the Basic Open- 
hearth Process. C. H. Herry, Jr. 


Howe Memorial Lecture 


J. V. W. Reynpmrs, Chairman 
Twenty-five Years of Metallography. Wriuram CAMPBELL 


Coal and Coke Symposium 


Cuester M. Liner, Chairman 
Report of Coal and Coke Committee. Presented by H. N. Eavenson 
Data on Use of Loading Machine in Bituminous Mines. Granam Bricut 
Evaluation of Coal. R. H. Swrretser 
Air Sand Process of Cleaning Coal. Tuomas Frasmr and H. F. Yancy 
Relation of Origin and State of Carbonization of Coal to Problems of Low-temperature 
Carbonization. S. W. Parr 
R. H. Swentspr, Chairman 
The Mt. Union Sand-flotation Plant for the Preparation of Bituminous Coal. T. M. 
CHANCE 
Relation of Ash Composition to the Uses of Coal. A. C. Frmupner and W. A. Srtyia 
Explosibility of Coal and Other Dusts in a Laboratory Steel Dust Gallery. V. C. 


ALLISON 
The Selection of Coals for the Manufacture of Coke. H. J. Rosz 


Mining Methods* 


R. M. Raymonp, Chairman 


Top Slicing in Old Fills at El Bordo Mine, Mexico. R. J. Mrecurn 
Mining Methods in Grass Valley District, California. J. A. Funron and A. B, Foorr 
Sharpening and Handling Drill Steels at Franklin. C. M. Hateur 


SYMPOSIUM ON EXPLOSIVES 


Some Drilling and Blasting Methods for Mining Coal in the United States. THroDORE 


MARVIN 
Liquid Oxygen as an Explosive. Frepmrick W. O’Nem and Herman VAN FLEET 


Industrial Relations 


C. E. Dopan, Chairman 


The Organization of Industry. Grorcr E. Ropers 
Employe Ownership in Industry. J. M. SHaw 


Ground Movement and Subsidence 


H. G. Moutton, Chairman 
Report of Subcommittee on Coal Mining to Committee on Ground Movement and 


Subsidence. Presented by H. N. HAvENSON 
Subsidence Around a Salt Well. C. M. Youne 


* See also Mining Methods, Petroleum Division, page xxiv. 
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Necrology 


The following is a list of members who died in 1925. It is compiled 


from reports to the Secretary’s office. 


YAR OF DaTE oF  YBAR OF DATE oF 
ELECTION Nama DratTH ELECTION NaME DEATH 
1920" ‘Anamer Covnmr CUany-cases oa May 1880 Hunt, F. F.. Si ae ADE LO 
TOL7Z 9 AnpDR, ALPRED) 6 oc aaeeen ve eee Sept. 11 1902 KerHLER, CuAnina Ronchi e oe Apr. 28 
TGtG BABOOOR, Ge bi cus ctieis wih estehee fs Sept. 3 1917 Ketty, ‘CHARLES BRACH........ Sept. 20 
LOUSS BAORMRT AC OM eres ee cece see ADIs ce 1923 KemMMERER, Manton &........- Dec. 29 
1922 Buirrnur, Louis heirs « ae. May 31 1917 Kamp, JOR cco. ccheat oie ea Apr. 17 
1923 Bracn, CHarutes Lorine, Jr....May 2 1917 Leonarz, ALBERT...............May 4 
TSOSSEBRING LU s Atecisne snake nie cat ane Nov. 17 1891. “McCormack, [G: Biss. be eecee Nov. 28 
LOLGs BRINGS, | ELON Yr) cece eine ves Sept. 22 1905 Merriman, MANSFIELD........- June 7 
OOO MIBBOWN CON GL sce once ernie od Jan. 15 1902 Mersra, GBORGE............---: Apr. 22 
LOTS BUCHANAN, |G. Gil coe hnceineas SoADr4 9 1903 Mrniumk, Wier G........-.-.. Feb. 10 
1916 Byrrs, WHEATON BRApDIsH...... May. 7 1916 Mottno, OnmGaRio............./ Apr. 28 
1890 CHanpumr, Cuas, F............ Aug. 26 1907 NaKkamura, KEIJIRO............ Jan. 2 
1882 CLARK, Ae petro apte ee Pests eos Mar. 2 1920 NEEL, Hiram A.. vei O ote easel Der des 
LOM CRaBrRaM, SERDD)... os. +r cheer Feb. 14 1900 OsBoRNE, FRANCIS Deen .May 19 
USSOmCROOKMR AS Tj... tcancnn thao. « Oct. 21 1905 Ppranrson, Wriuram B........... 

1921 CRONIN, JAMMS.,....0.......... Mar, 1921 Pxrcx, FREDERICK B..........-. 

1903 Crospy, WiLLIAM O............ 1911 PrtTreBonr, EpeGar Rice 

LOOAMPIDDANTIO Wi. id. siecnuor seer ne 1891 Reynoups, GrorGE B.......... 

1901 Davis, Srawanr A 1876. Resmy,. Lewis A... wee. se ee 

1887 Day, Davin T..... 1876 SknpeBsl Re eee es Sees 

LOOQT LmEny Wie bbvowckier Seat cas heaeey 1879 Scairs, Witiram Lucien 

1893 Emmons, N. H., 2d 1883 SHocktpy, WILLIAM H.......... 

T880" FARRWED, AUSTIN wesc se ous 1914 TacKMANN, HENRY...........-- 

1905 Framus, Minett B............. 1879 Tuomas, Epwin.. Coe fo eee 

1921 Gannett, Rocer W............Nov. 1913. TxHompson, J. FRANK.o..ele 

1920 Guass, ANDREW.. Ne re a ei L9O%.3 UREN Wil dicc.ca es,3 valntemeeee 

1918 GormtaNaron, C. A............ Feb. 25 1903 VaLENTINE, Matvern R 

1921 Gray, Bunny M.3............ aviars 21 1872) .cVAN Amspanm Wi EL. iwc cee 

1919 GrepENnrintp, Ray Ce aN Oct. 28 1923 vAN DER VEEN, R. W.......... 

1921 Hagan, Epwarp R............Sept. 13 1919 Van Horny, 8S. E.. ieee 

1915 Hanrorp, JapuzB..............Sept.25 1919 WaRREN, WESLEY W........... 

TOMO MEECAMIDDON, ble Die. ae warns eike es Dec. 29 1894 Wursmra,-H. A... 2.5. ec eee 

Som RUARD MN kite Estates: sioseae.cie © July 11 1882 “OWirws, lp wan Jo. sev cele 

1882 Harpman, JoHn B............. Apr: °3 18Sh Wanye Wes coaaeteieeie ac 

1921 Harrune, Hersert C..........Apr. 29 1882° “WiaitraMs SBONG. eee oe tee 

1918 Haynus, Exwoop...............Apr. 13 1919 Wotr, J Gos eh Maura aver 
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Biographies 


_ Biographical sketches have been publishéd in Mining and Metallurgy 
as follows: - 


DatTE OF Issun 
1925 Paar 
1925 
1925 
Apr 9, ay 250 
WIEAMON SB RADISH “BYMREt den. © dewdce fe woh. ce os «Fee aes May 7, 1925 June 305 ; 
(Gamers h se CANDLE hens iy nis aacevleonels Ms cane Peek Ses Aug. 26,1925 Noy. 578 z 
\AAEIASEG CTS OT HPUEE oe gu ah a ee a ee March 2, 1925 April 206 r 
TEMAS TNS iste LGa ey Wrz Gok Vee aoe ep a ne on ee Feb. 14, 1925 April 208 
SEANAD GREP N EN RTC RRP ais) oo Sion elites) aie nl aay'e atiace, prc eaves puaasa 6 March 3, 1925 ay 251 
Milo Tis MDE ae SBE SARIS, 2h Si ein” Bae One ge oe oe a March 162 
LOW ARTERY SIONS TTE CIE BY ks SO a ge April 15, 1925 June 302 
NavtHANIEL Henry Emmons, 2d...............-...0-20005 May 25, 1925 Nov. 579 
RUGWCr CREAN RUMED iss ieee mieten cists tes one = ain de eee Oct. 28, 1925 Dee, 623 
IVEANE iii Ley VER REREAN Gs cite c dood Dele te ice tt while ome June , 1925 July 353 
ENO GH MV UNE NA Ls Oman. er oh eI a relma eine oa April 22, 1925 June 305 
Win EEnr MON SVN EE ME 2s orayitee «Sean sun al ncvasexnsalewe Feb. 10, 1925 March 160 
ii Poa asi > coral SAN 2 ole, ee ee, See AAR Se ee ae A a Oe oe Nov. 2, 1925 Dec. 623 
GAR ICKY PvP PHBONE J, csite oes as eh ee eee July 27, 1925 Nov. 578 
PRIOR CAIDA BESS EULESS ce ie ie Ue arity 2 Ny REN! Sear crs hole Mra etsee te April 238, 1925 June 305 
RR ER AI RRL TOME ON ate ee tein SieenrensreetS ov coco e ics a srviae wa gree Jan 10, 1925 July 353 
Wire henry. WAN A RSDADIG Ee 2.5.4 aka can aac ste ee ocaice March 16, 1925 June 304 
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Effect of Zinc Oxide on the Formation Temperatures of 
Some Ferrous Slags 


By Horace THarp MAnn,+OKMULGEE, OKLA. 


(New York Meeting, February, 1926) 


A FEW years ago, it was generally thought that from 15 to 18 per cent. 
of zine oxide was the upper limit of a workable lead blast-furnace slag. 
With slags above this zinc-oxide content, the furnaces gave so much 
trouble because of hearth, wall, and crucible accretions that the campaign 
was very short. The time lost in cleaning out the frozen furnaces, for 
it was seldom possible to blow them out, and blowing in was so great 
that it was considered uneconomical to attempt the running of high-zinc 
slags, even if this were metallurgically possible. It is true that there are 
references to one or two slags much higher in zinc than the foregoing,! 
but the average smelterman regarded these as freaks and not to be con- 
sidered for regular furnace work. 

One or two plants, notably the plant of the United States Smelting 
Co. at Canyon City, Colo., ran charges higher in zinc. At this plant, 
the zine-oxide content of the charge was frequently 20 per cent. and 
higher but the slags from these furnaces seldom ran over 10 to 12 per 
cent. zinc oxide. The furnaces were run with a large volume of air under 
a relatively low pressure, a low smelting column, and a very hot top; as 
a result, a large amount of zinc was volatilized. Even with the low 
smelting column and hot top, accretions caused much trouble and barring 
down was a daily occurrence. 

At the time most of the theories on lead blast-furnace work were pro- 
mulgated or worked out, it was necessary to run a furnace with a cold top 
in order to avoid an excessive loss due to fines and fume. At the same 
time, the smelting conditions had to be such that the lead and silver would 
be reduced and would enter the bullion. The slag had to be liquid but 
the charge must not give excessive accretions either in the hearth or on 
the walls of the furnace. This forced the operators to run the furnaces 
with a comparatively low blast, which, in turn, caused a small fuel con- 
sumption per unit of time with the accompanying result of a low 
working temperature. 


1 Henry F. Collins: Metallurgy of Lead. Griffin & Co., London, 1910, 156 (slag 
No. 13). 
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The low temperature and the construction of the furnace necessitated 
slags and bullion that did not hold much material in solution; the cooling 
of the slag and bullion, after passing the tuyeres, would have caused 
excessive segregation, and this material would have soon formed accre- 
tions, which would have ended the furnace campaign. At the same time 
the carbon of the coke was depended on for all of the reduction. If 
metallic iron was needed for the decomposition of sulfides and silicates, 
it was obtained by reducing a portion of the iron oxides of the charge 
with carbon. As a result, when attempts were made to force the fur- 
nace, either a hot top developed or excessive reduction was obtained; 
the metallic-iron sows were evidence of the latter. 

The introduction of pot roasting, and later of sinter roasting, removed 
much of the trouble. The lumped product of these roasters materially 
lowered the dust losses from the furnace. At the same time, the coarse 
material permitted a better penetration of the blast, thus giving more 
uniform smelting conditions over the entire furnace. This change, 
from fine to coarse material, also permitted better furnace regulation. 
As a result, the melted material entered the crucible with a much more 
uniform temperature and there was much less segregation. 

The general installation of the Cottrell process and of bag houses 
aided in recovering, in a large measure, the losses due to dusting, hot 
tops, and roasting. With this accomplished, it became possible to roast 
or sinter any ore and to use a much stronger blast, with the attendant 
advantage of a higher smelting temperature. The siphon tap was 
enlarged, so that accretions could be readily removed. Metallic iron 
was generally added to the charge to aid the reduction, rather than 
attempt to balance conditions so that just the proper amount of iron 
would be reduced from the charge. 

With the increase in the temperature of the smelting zone, slags with 
a higher formation temperature and a high running temperature could 
be made, a hotter crucible could be maintained, and the general working 
conditions much improved. If an occasional hot top developed it was 
not a serious matter. In fact, at one plant the furnaces are operated 
with hot tops.? As a result, the “type slags” of the older lead metal- 
lurgy, which had comparatively low working temperatures, have 
practically disappeared. 

In a few localities, the metallurgists experimented with slags high in 
zinc; the lead ores there being fairly high in zine that could not be sepa- 
rated readily, if at all, mechanically. Likewise, it was not considered 
advisable to erect a hydroelectrolytic zine plant for the treatment of 
these high-zinc lead ores for the recovery of the zine. In other plants, 


it was not considered advisable to use the electrolytic process on all the 
complex ores. 


? Private communication to Prof. Carle R. Hayward. 
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: In these localities, they have succeeded in making slags with a zine- 
oxide content as high as 38 per cent. without serious furnace troubles. 
One plant made a slag having a zinc-oxide content of 20.9 per cent. 
for 6 months and other slags up to 33 per cent. zine oxide for long enough 
periods to show that they were commergial slags. An American 
plant ran its furnaces for over eighteen months on charges that produced 
slags having a monthly average above 18 per cent. zine oxide and one 
month they were over 24 per cent. zine oxide.® “ The composition of these 
slags is given in Table 1. 


TABLE 1 
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Economic CONSIDERATIONS 


A question which naturally arises at this point is, why is it desirable 
to make slags with such a high-zine content from the standpoint of the 
value of their contained zinc? One of these slags contains 30 per cent. 
of zine which, at $0.05 per lb. gives to the zinc in a ton of slag a gross 
value of $30. At the present time, the answer is purely an economic one. 
The market will absorb practically all of the lead that the mines of the 
world can produce at a price that permits profitable operations. The 
general tendency, taken over a number of years, is a falling off in 


3R. G. Hall: Smelting Practice at Namtu. Eng. & Min. Jnl.-Pr. (1923) 115, 
EY 

40. A. Woodward and J. C. Hughes: Lead Smelting Practice at the Port Pirie 
Works of the Broken Hill Associated Smelters Pty. Ltd. Aust. Inst. of Min. & 
Met. (1922) New Series No. 47. : 

5 Private communication to Prof. Carle R. Hayward. 

6 Private communication to Prof. Carle R. Hayward. 

7and8R, G, Hall: Smelting Practice at Namtu. Eng. & Min. Jnil.-Pr. (1923) 
115, 757. 

90, H. Woodward and J. C. Hughes: Lead Smelting Practice at Port Pirie Works 
of the Broken Hill Associated Smelters Pty. Ltd. Aust. Inst. of Mng. & Met. (1922) 
New Series No. 47. 

10 Gilbert Rigg: Roasting and Lead Smelting Practice at the Port Pirie Works 
of the Broken Hill Associated Smelters Pty. Ltd. Inst. Mng. & Met. (1920) 29, 377. 
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the average lead content of ores, indicating that the consumptive demand 
is increasing more rapidly than production. This is not the case with 
zine. The production of zinc is regulated entirely by the consumptive 
demand. Nothing shows this more plainly than the great fluctuations 
in the yearly production which in the United States in the last twelve 
years has increased from 181,000 to 607,000 metric tons.'' Normally 
the United States produces about 25 per cent. of the world’s supply, 
yet in two years, because of high prices, the production of this country 
nearly doubled, the high figure being equal to about 60 per cent. of the 
world’s normal supply. This was done. without the opening up of any 
considerable number of new mines of any great size. As soon as the 
demand decreased, production was curtailed and in 1921 was about 18 
per cent. of the normal annual production for the world. 

Such districts as Leadville, Butte, etc. have extensive deposits of low- 
grade zinc ores that can, and will, be worked whenever there is sufficient 
demand to make their treatment profitable. At present, the richer ores 
are being worked, the grade being regulated by the price of zinc. These 
low-grade ores cannot compete with the high-zine pure ores of the large 
zinc-producing districts of the country. Many of the western mines 
that can make a concentrate containing 50 per cent. zine or better could 
hardly compete with the mines of the Mississippi Valley and New Jersey 
if it were not for the silver that the western ores usually carry. Until 
these conditions change, one may expect complex ores of lead and zine 
or of lead, silver, and zinc that cannot be separated by mechanical means, 
or where a hydroelectrolytic plant is not feasible, to be smelted for their 
lead-silver content provided that there are sufficient lead and silver to 
make operations profitable. Without doubt, some time these slags will 
be treated for their zine and, at the same time, the iron will probably 
be extracted. Several processes have been patented for extracting the 
zinc from slags of this sort, but they have been unable to compete with 
mines producing desirable concentrates. Until such time as the mines 
are unable to produce high-grade products the low-grade products will 
be of little value. 


PROBLEM 


In this problem an attempt was made to determine the formation 
temperatures of ferrous slags, containing from none up to as high as 60 
per cent. zinc oxide, over as great a variation in the percentages of silica, 
iron, and lime, as one would be apt to encounter in practical smelting of 
lead ores high in zinc. As there were four variables, few determinations 
were made that did not have a direct bearing on the limited field of this 
problem. To attempt to work out all of the possibilities would take 


11 Mineral Industry (1915) 24; (1922) 31, 741. 
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several years’ time and the writer doubts if this work would be justified 
by the practical application of the problem. 

The formation temperatures of the various slags were obtained by 
determining the temperature at which ‘“seger cones” (made from the 
synthetic slags) became liquid, by means of a platinum-platinum 10 per 
cent. iridium thermocouple with a potentiometer, up to the temperature 
limit of the couple, and with a Scimatco optical pyrometer above this 
temperature. These cones were of the usual form, having an equilateral 
triangular base 3 in. on a side and a height of lin. They weighed from 
0.8 to 1.1 gm., depending on the composition. 

The materials used for making the cones were crushed quartz as the 
source of silica, calcium carbonate as the source of lime, zinc oxide, ferrous 
oxide, and a 10 per cent. solution of dextrine in water. The silica was in 
the form of quartz crystals crushed to pass a 100-mesh Tyler standard 
screen having openings 0.147 mm. (0.0058 in.) ; an analysis of this material 
gave 99.90 SiO2. In this work, the crushed quartz was considered as 
containing 100 per cent. silica. None of the slags contained over 38 
per cent. silica so that the greatest possible error from this source is 
0.038 per cent. 

Calcium carbonate was used to furnish the lime (CaO). This cal- 
cium carbonate was a precipitated product containing 56.00 CaO which 
was equivalent to 99.96 CaCO;. The principal impurities were 0.01 
per cent. MgO and 0.005 per cent. of FeO. The use of calcium oxide was 
attempted, but this was impractical because the alkalinity of this sub- 
stance destroyed the adhesive properties of any ordinary bonding 
material. To develop the natural bonding property of the calcium oxide, 
it was necessary to add a large excess of water to the slag mixture and 
allow this wet charge to stand for about 6 hr. and then evaporate the 
excess of water, or to keep the charge moistened for three or four days. 
Either method was objectionable because of the rapid oxidation of the 
wet ferrous oxide. It is possible to bond the lime with hot paraffin, 
but this is never resorted to unless absolutely necessary, because of the 
great inconvenience in working with the hot materials. 

The zinc oxide was a precipitated material containing 80.28 per cent. 
Zn, which is equivalent to 99.93 per cent. ZnO; this was considered 
as pure. 

The ferrous oxide contained 77.49 per cent. Fe, which is equivalent 
to 99.70 per cent. FeO and in this work was considered as pure ferrous 
oxide. This material was slightly magnetic probably because of the 
presence of both metallic iron and the magnetic oxide. If the magnetic 
properties had been due to either metallic iron or magnetite alone, the 
analysis would have been higher or lower, depending on which was 
present. This was not considered a serious defect, for lead blast-furnace 
charges usually have both metallic iron and the higher oxides of iron in 
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- them. It made the synthetic slags resemble actual conditions 
more closely. ' : 

The proportions for each slag were weighed to the nearest 0.1 mg. 
when the amount was 500 mg. or less and to the nearest milligram for 
quantities in excess of 500 mg. The total weight taken for each slag was 
between 5 and 10 gm. The dry materials were placed on a watch glass 
and thoroughly mixed with a spatula. This charge was then moistened 
with a 10 per cent. solution of dextrine in water to a consistency similar 
to that of glazier’s putty. The incorporation of the bond required a 
thorough mixing and working so that each charge was mixed twice. No 
attempt was made to determine the percentage of solution necessary to 
give the correct consistency to the plastic material. Silica and ferrous 
oxide required a much smaller quantity of solution than calcium carbon- 
ate and zine oxide. The total solution required varied for each slag. 
With pure iron silicates, it was difficult to get the proper consistency: 
one drop of solution in a 5-gm. charge made it too dry to work or too wet 
tomold. Any person making up a series of cones will find it much simpler 
to determine the quantity of solution required by a few preliminary trials 
than to determine the factors and calculate it for each slag. If the 
individual charges are of any appreciable size, however, it would be advis- 
able to determine the moisture factor; but for charges of 10 gm. and under 
it is easier and quicker to determine the proper moisture content by the 
way the material feels when worked with a spatula. 

The wet material was pressed into a seger cone mold, which had been 
coated with a thin film of oil. The cones were removed from the mold 
and placed on an oiled glass plate to dry. No trouble was experienced 
in removing the cones from the mold if it had been oiled and the material 
was not too wet. 

It was found that dry glass was not suitable to receive the cones, as 
they stuck to the glass and, when drying, frequently cracked, or else 
were broken in their removal. The higher the iron content of the slag, 
the greater was the difficulty resulting from the cones sticking to the 
glass plate. 


Furnace 


The furnace used was a gas-fired muffle furnace. The combustion 
chamber was 14 in. wide by 14 in. high by 15in. deep. This chamber was 
lined with a kaolin brick “KO” obtained from the Babcock & Wilcox 
Co., East Liverpool, Ohio. The gas ports and flue were lined with a 
bauxite brick, obtained from the same company. The top of the com- 
bustion chamber was carborundum tile. Two courses of brick were 
placed outside the lining, the first being of firebrick and the second an 
insulating brick. The burner was a Maxon Premix No. 1 with a water- 
cooled nozzle. The muffle was of carborundum 614 in. wide by 414 in. 
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high by 12}4 in. deep, inside. It was supported at the front on a bauxite 
brick and at the back by a “refrax” brick. Refrax bricks were used for 
baffles to distribute the gas. The position of the baffles was changed 
until the desired heat distribution was obtained. As this changes for 


poipanaenphst” 
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Fig. 1.—FURNACE CLOSED. 


each design, no attempt was made to locate the position of these exactly 
on the drawings. With this furnace and burner, it was possible to get 
1600° C. in the muffle. The writer several times heated firebrick until 
they were plastic. The method and details of construction are shown 
in Figs. 1 to 6. 

The cones for the melting tests were mounted on a 14-in. layer of 80- 
mesh carborundum spread on a piece of high melting-point fireclay brick. 


Fia. 2.—MUFFLE OPEN, CONES READY FOR FURNACES. 


This brick was 6 by 414 by 11g in. The carborundum was bonded with 
a mixture of dextrine and molasses in water; this bond gave better results 
than either dextrine or molasses in water. The dextrine did not seem to 
have sufficient adhesion to hold the cones well; the molasses softened 
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Fic. 3.—MUrF.LE CLOSED AND PYROMETER INSERTED. 


Fig. 5.—Mur 


FLE OPEN FOR *SE OF OPTICAL PYROMETER, 
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to a very inconvenient extent when placing the mountings in the furnace. 
Each cone was placed on the carborundum while the latter was moist. 
Sufficient pressure was applied to make the cone penetrate the carborun- 
dum to a depth of about 14» in. so that each cone was seated in a slight 
depression. No other material was used for mounting. 

On each brick were placed fifteen cones in three rows of five each. 
After mounting, the assembly was set away to dry preferably for 48 hr. 
They can be dried in 2 or 8 hr. on the top of a hot furnace but the writer 
experienced less trouble with the crumbling of the carborundum and 
falling of cones when the assembly was dried slowly. After drying for 
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td Fireclay 


48 hr., the assembly was placed on the top of a furnace, where the tem- 
perature was 90 to 100° C., for 2 hr. The cones were then ready for 
the furnace. 

Melting Tests 


The furnace was first heated to a temperature in the mufile between 
1300° C. and 1400° C.; this usually took about 3 hr. If the furnace had 
been out of use over 10 hr., about 414 to 5 hr. were required to heat up. 
If cones were placed in a cold furnace, the temperature of the air above 
the firebrick cone support would be much higher than the temperature 
of the brick, so that the point of the cone would be at one temperature and 
the base at another. This difference was found to be as much as 200° C. 
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Under this condition, it was impossible to get even an approximate 
determination of the temperature at which the cone fused. When the 
temperature in the muffie had reached 1300° to 1400° C., the gas was 
turned off and the muffle opened and allowed to cool as rapidly as possible 
to a temperature below the estimated softening point of the lowest 
melting cone in the sets that were to be run. Two firebricks, each with 
15 cones, were put in the muffle; this placed the front row of cones about 
414 in. from the front of the muffle. The muffle was then closed and the 
furnace allowed to stand until the temperature of the firebrick and muffle 
were practically the same. In the preliminary heating of the furnace, 
the cooling of the muffle, and the equalizing of the temperature of the 
firebrick cone supports and the muffle, the aim was to have as great a 
reserve of heat as possible at a temperature just below the estimated 
softening point of the cones, so that when equilibrium was established 
the temperature would be near the melting point. Attempts were made 
to run the furnace on a reduced gas input and in that way keep tempera- 
tures uniform. This was not successful because the smallest gas input pos- 
sible with this burner heated the muffle more rapidly than the brick and 
it was not possible to get a uniform temperature. If for any reason the 
muffle cooled to a lower temperature than was desired, it was found 
advisable to heat the furnace until the temperature in the muffle was as 
close to the formation temperature of the cones as possible. The gas 
was then shut off and all temperatures allowed to equalize before the final 
heating was started. 

When all temperatures were practically uniform and as near the esti- 
mated softening temperature of the cones as possible, the gas was turned on 
and the furnace heated as rapidly as possible. Observations were made 
at 10° C. intervals until the first cone showed signs of softening or melt- 
ing, after which the observations were practically continuous until the 
close of the run. The muffle was then opened, the brick removed, the 
gas turned off, and the furnace cooled preparatory to the next run. 


Atmospheric Conditions 


It is possible, in furnace work, to have a reducing, a neutral, or an 
oxidizing atmosphere. All three were tried. A reducing atmosphere 
was maintained by running the gas burner with an excess of gas and allow- 
ing some of the gas to escape around the openings at the front of the 
muffle; this kept the outside air from entering the muffle. In the muffle 
was placed a large quantity of gas carbon. These conditions produced 
a moderate reducing atmosphere. To obtain an oxidizing atmosphere, 
no special conditions were necessary. The neutral atmosphere was the 
more difficult to obtain. The burner was run with just as near a neutral 
flame as possible and a sufficient quantity of gas was allowed to escape 
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through the openings at the front of the muffle so that there was an out- 
flow of gas through all openings. 

_ When the conditions in the muffle were reducing, there was a reaction 
between the zinc oxide and the carbon compounds in the gas and from the 
coke. The vaporized zinc escaped with the gas at the front of the muffle 
in sufficient quantities to make the fumes of zinc oxide distinctly visible. 
For this reason, the use of a reducing atmosphere was abandoned. An 
oxidizing condition was not wanted, for it would oxidize a part or all of 
the ferrous oxide to some higher oxide. In all the work, it was attempted 
to keep the atmosphere in the muffle as nearly neutral as possible. In 
this way the reduction of the zinc oxide and the oxidation of the ferrous 
oxide were prevented. 


Temperature Measurements 


All temperature measurements up to 1500° C. were made with a 
platinum and platinum-10 per cent. iridium thermocouple and a poten- 
tiometer. This thermocouple was standardized against the melting 
points of lead, antimony, and copper. The couple was protected by 
quartz tubing, which at the higher temperatures had a very short life. 
For temperatures above 1500° C., a Scimatco optical pyrometer was used. 
This instrument was standardized in the usual way with amyl acetate 
and then the two instruments were compared. The variation was about 
20° C., the optical giving the higher temperature. During the course of 
the work, the two instruments were compared at the start and close of 
each day’s work. The comparisons were made at temperatures of 1200° 
C. or higher and no appreciable variations from that found at the start 
of the work were observed. 


: Temperature Range during Melting and Viscosity 


The preliminary idea was to obtain the temperature range from the 
point of incipient fusion, as shown by the rounding of the edges of the 
cone and its conversion into a liquid. This was not possible because of 
the great variation in the behavior of the cones. A few cones acted in 
the normal manner of seger cones: the edges and point softened, then the 
cone bent until the point touched the support, finally it liquefied. Most 
of the cones gave no indication as to their condition until they were 
liquid. A cone would be standing and show no signs of fusion, yet with 
a temperature change of 10° C. or less it would be completely liquefied. 
It did not bend at all but merely collapsed as if its support had been 
removed. A few cones seemed to shrink without any sign of fusion and 
then suddenly collapsed. 

The plan of determining the viscosity was abandoned, for most of the 
slags, as soon as they become liquid, evolved gas very rapidly and zinc was 
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given off copiously. The viscosity of the slag, after it had lost a portion 
of its zinc oxide, was of no interest. This was not true of the slags that 
did not contain zine but their viscosity is fairly well known. 


DISCUSSION 


The formation temperatures are plotted in Fig. 7. The horizontal 
axis gives the calcium-oxide content of the basal slags; these basal slags 
are connected by a light solid line. At the point of each basal slag is a 
minor horizontal axis. This has two scales, one showing the percentage 
of zinc oxide in the basal slag after each addition of zinc oxide. Each 
division is equivalent to 6.66 per cent., the total being equivalent to 50 
per cent. of zinc oxide in the basal slag. The second scale is for the 
replacement of lime (CaO), iron oxide (FeO), and silica (SiOz) by zine 
oxide and each division represents the replacement of one eighth of the 
total material present in the basal slag by an oxygen equivalent quantity 
of zinc oxide. The temperature scale is the same for all curves. 

The iron silicates show a minimum, in all but one case, on the addition 
of 9 per cent. zinc. This gives an increase in the ratio Si02/ZnO varying 
from 1.57 to 3.56 as the silica or acidity of the slag increases. This 
increase is not regular. These slags are of little interest in non-ferrous 
metallurgy as they have a high specific gravity and therefore trouble 
would be experienced in separating the bullion and matte from the slag. 

The addition of zinc to the basal slags containing lime shows a mini- 
mum in eight cases out of sixteen. The formation temperatures make 
very irregular curves. The general tendency is for the formation tem- 
perature of the slag to rise sharply with additions of more than 10 per 
cent. zinc. The irregularity of these curves is to be expected when one 
considers that two of the four elements present can act as either an acid 
or a base, depending on conditions which are practically unknown at the 
present time. Also the basic slags low in lime are good solvents and the 
possible solutions and combinations are great. 

The replacement of lime (CaO) by zine oxide gives rather irregular 
results. Some slags show a minimum, others show a maximum and then 
a& minimum, others show two minimums, while others give an almost 
smooth curve rising as the temperature rises. At first glance, one is 
surprised at the smallness of the effects produced by replacing the lime by 
zinc oxide with that produced by replacing the other materials. In 
these slags the lime is low so that when all of the lime is replaced the slag 
seldom contains over 20 per cent. zinc oxide; while with the replacement 
of the silica and iron, and the addition of zinc oxide to the basal slag, it 
usually reaches a total of 50 per cent. or more. 

The effect of substituting barium and magnesium for a part or all of 
the lime was not investigated. We know that zinc-barium slags, in 
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general, have lower formation temperatures than zinc-calcium slags. 
But barium increases the specific gravity of slags and most of these slags 
have a specific gravity very close to if not above the economic limit. — 
The magnesium, if present in any considerable amount, raises the melting 
temperature so that its use is to be avoided if possible. 

Attempts to classify the results so far have proved failures. If 
the minimums are considered, there is no apparent relation between the 
percentage of silica and the percentage of zinc: dxide, other than that the 
ratio silica to zine oxide becomes progressively less as the lime content 
increases; in a measure this ratio decreases as the acidity of the slag 
increases. All attempts to work out a constant that will even approxi- 
mate the results obtained have so far failed. 


Replacement of Iron Oxide by Zinc Oxide 


Taking the thirteen curves that show a minimum, the ratio of silica to 
zinc oxide varies between 1.24 and 3.18. This ratio increases as the lime 
content of the slag increases and as the acidity increases; the increase is 
not regular. After the minimum point is reached, the formation tem- 
perature rises making a fairly smooth curve. The temperature at which 
the calcium silicate with a high percentage of zinc fuses was not deter- 
mined. It is well above the temperature at which the firebrick 
became plastic. 

These curves show that the iron requires close regulation. Most 
blast furnaces are driven at just about their limit so that any change in 
the composition of the charge which requires a great increase in the 
quantity of heat supplied per unit of charge usually slows down the fur- 
nace. This decrease in tonnage increases the cost of treatment per ton to 
such an extent that it is seldom permissible. If the change is too great, 
the charge must be changed or the furnace will freeze. 


Replacement of Silica by Zinc Oxide 


With the exception of two slags, No. 8 and No. 19, the ratio of silica to 
zine oxide for the minimum is between 2.58 and 2.61. These curves also 
rise very rapidly once the minimum is passed, and indicate that the charge 
mixing for the furnace will have to be done very carefully if furnace 
troubles are to be avoided. 


CONCLUSIONS 


The difference between the formation temperature and the running 
temperature was small in most cases. Few slags were encountered that 
would cause any appreciable trouble in furnace operations due to a 
pasty stage. 
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18 EFFECT OF ZINC OXIDE ON FORMATION OF FERROUS SLAGS 


The addition of zine oxide to the basal slags, in excess of about 10 
per cent., generally increased the formation temperature of the slags. 
This increase is not regular for a given slag and is not uniform between 
the various slags. 

The effect of the replacement of the lime by zinc oxide is irregular and 
small. The formation temperatures, in general, are lowered on the 
addition of small quantities of zinc oxide and then increase as the per- 
centage of zinc oxide increases. . 

The replacement of the silica by zinc oxide, in general, causes a lower- 
ing of the formation temperature and then an increase. This increase 
is greater with the more acid slags. 

The replacement of the iron oxide by zinc oxide gives the more uniform 
results. In general, there is, first, a lowering followed by a rise in the 
formation temperature. This rise in most cases is rapid so that the 
ratio of iron to zinc in the charge will require careful regulation. 

As a whole, this work shows that there are a large number of combina- 
tions that can be run on the modern furnace and produce a high-zine slag, 
but that any furnace running on any of the slags high in zine will require 
careful handling if serious troubles are to be avoided. 

Slight changes in either the percentage of silica or iron oxide require 
great changes in the ratio of fuel to charge. If the charges are not pro- 
portioned carefully and mixed thoroughly, the furnace will be burdened 
with material that has a slag-formation temperature higher than that 
which the furnace can produce. 


a - Sof 
Composition or Stacs 


Formation 
eo Per i Temperature, 


Degrees C. 


Slag No. 1—10RO.28i02 | 


. 


14.30 85.70 0.0 0.0 1150 
13.0 77.9 0.0 9.1 1136 
11.9 71.4 0.0 lest 1146 
11.0 65.9 a / 9311 1160 
10.2 61.2 0.0 28.6 1168 
9.5 57.2 0.0 33.3 1180 
: 8.9 53.6 0.0 37.5 1190 
8.4 50.4 0.0 41.2 1190 
7.9 47.6 0.0 44.5 1198 
Teo 42.8 0.0 50.00 1206 
Slag No. 2 
14.5 81.6 4.0 0.0 1170 
Slag No. 3—10RO.SiO2 
14.62 77.38 8.00 0.00 1139 
14.6 77.0 7.0 1.4 1150 
14.5 76.7 5.9 2.9 1163 
14.4 76.4 5.0 4.2 1153 
14.4 76.0 3.9 5.7 1151 
14.3 75.6 3.0 Foi 1152 
14.2 75.3 2:0 8.5 1153 
14.2 75.0 1.0 9.8 1148 
14.1 74.7 0.0 11.2 1144 
14.5 66.8 7.9 10.8 1133 
14.3 56.5 7.8 21.4 1139 
14.0 46.6 awh Bile 1145 
13.9 36.7 7.6 41.8 1134 
13.7 27.3 7.5 51.5 1130 
13.6 18.0 7.4 61.0 1131 
13.4 8.9 es 70.4 1220 
13.2 0.0 Ve 79.5 1500 
12.3 75.1 7.8 4.8 1160 
10.4 72.9 7.5 9.2 1173 4 
8.4 70.8 Tas 13.5 1180 
6.5 68.9 71 17.5 1217 
4.8 67.0 6.9 21.3 1220 
3.1 65.2 6.8 24.9 1212 
1.5 63.8 6.6 28.1 1200 
0.0 62.1 6.4 31.5 1184 
= Slag No. 3—10RO.SiO2 
13.3 70.3 7.3 9.1 1142 
12.2 64.4 6.7 16.7 1156 
11.3 59.5 6.1 23.1 1164 
10.4 55.3 5.8 28.5 1160 
9.8 51.5 5.4 33.3 1166 
9.2 48.3 5.0 37.5 1180 
8.6 45.6 Ae 41.1 1190 
8.2 43.0 4.4 44.4 191 
723 Bony, 4.0 50.00 1189 
Slag No. 4—10RO.SiOz 
14.8 73.2 12.0 0.0 1143 
4.7 72.9 10.3 2.1 1139 
14.6 72.3 8.9 4.2. 1139 
14.5 71.8 7.4 6.3 1148 
14.5 7s 5.8 8.4 1125 
re: 70.8 2'9 1p 1124 
14.2 ; : ; 
14.2 70.0 1.4 14.4 1128 
14.1 69.6 0.0 16.3 1118 
yee ce its 218 1122 
14.2 Gf : : 
13.8 43.2 eS Sir 1143 
13.6 33.8 lity il 41.5 1157 
13.4 24.9 10.9 50.8 
i ie rl a 


Per Cent, 
SiO 


Slag No. 4—10RO.SiO2 (Continued) 


Formation 
Temperature, 
Degrees C. 


13.1 16.3 10.7 59.9 1182 
12.9 8.0 10.5 68.6 1235 
12.7 0.0 10.3 77.0 1500 
12.5 lat 11.6 4.8 1152 
10.4 69.0 11.3 9.3 186 
8.5 66.8 11.0 t3e7 1190 
6.6 65.1 10.7 17.6 1180 
4.8 63.4 10.4 21.4 1190 
3.1 61.7 10.1 25-1 1193 
1.5 60.2 9.8 28.5 1190 
0.0 58.6 9.6 31.8 1180 
Slag No. 4—10RO.2SiO2 
13.5 66.5 10.9 9.1 1148 
12.2 61.1 10.0 16.7 1172 
11.4 56.3 9.2 23.1 1180 
10.6 52.3 8.6 28.5 1172 
9.9 48.8 8.0 33.3 1170 
9.2 45.8 7.5 87.5 1175 
8.8 43.1 7.0 41.1 1190 
8.2 40.7 6.7 44.4 1179 
7.4 36.6 6.0 50.0 1240 
Slag No. 5—10R0O.2SiO2 
14.9 69.1 16.0 0.0 1100 
Slag No. 6—8RO.2Si02 
ee 82.8 0.0 0.0 1105 
15.6 7533 0.0 9.1 1077 
14.3 69.0 0.0 16.7 1105 
13.2 63.7 0.0 23.1 1131 
12.3 59:2 0.0 28.5 1132 
11.5 55.2 0.0 33.3 1137 
10.8 51.7 0.0 87.5 1142 
10.1 48.7 0.0 41.2 1147 
9.6 46.0 0.0 44.4 1152 
8.6 41.4 0.0 50.0 1155 
Slag No. 7—8RO.28i02 
17.4 78.6 4.0 0.0 1080 
17.4 78.4 8.5 Le 1090 
17.3 78.3 3.0 1.4 1067 
17.2 78.1 2.5 212 1083 
17.2 77.9 2.0 2.9 1090 
Thy) Vita 1.5 3.6 1095 
17.2 77.5 1.0 4.3 1100 
Tpit 77.4 0.5 5.0 1102 
ily Pee) 0.0 5.7 1082 
ee 67.9 4.0 10.9 1065 
17.0 57.5 3.9 21.6 1075 
16.8 47.3 3.8 32.1 10380 
16.5 37.4 Bes 42.3 1120 
16.4 27.6 3.8 52.2 1125 
16.2 18.3 Sty 61.8 1163 
16.0 9.0 3.6 71.4 1160 
15.9 0.0 3.6 80.5 1400 
14.7 75.8 3.9 5.6 1112 
12.2 73.2 3:7 10.9 1110 
9.8 70.8 3.6 15.8 1112 
7.6 68.5 3.5 20.4 1136 
5.5 66.5 3.4 24.6 1165 
3.6 64.4 3.3 28.7 1197 
1.7 62.6 3.2 32.5 1210 
0.0 60.7 3.1 36.2 


Formation 
Temperature, 
Degrees C, 


15.8 71.5 3.6 9.1 1090 
14.5 65.5 3.3 16.7 1105 
13.4 60.4 3.1 23.1 1139 
12.4 56.2 2.8 28.6 1147 
11.6 52.4 onan wp 3368 1152 
10.9 49.1 2:5» 2° 37.5 1157 
10.2 46.2 214 41.2 1168 
9.7 43.7 2.2 44.4 1168 
Sey 39.3 2.0 50.0 1171 
0 ee i a a a es 
Slag No. S—8RO.2Si02 
ee eee ee Be eg ee ee Lee Se 
17.6 75.4 8.0 0.0 1115 
17.6 74.0 7.0 1.4 1115 
17.5 EY 5.9 2.9 1123 
nr Ae 73.5 4.9 4.2 1122 
17.3 734 3.9 5.1 1110 
17.2 72.8 2.9 Tiel 1110 : 
17.2 72.4 1.9 8.5 1122 z 
Te 72.2 0.9 9.8 1112 : 
17.0 71.8 0.0 11.2 1112 
17.4 64.4 7.8 10.3 1112 
17.2 54.4 7.8 20.6 1118 
17.0 44.8 TT, 30.5 1123 
16.8 35.6 7.6 40.0 1128 ) 
16.6 26.3 7.6 49.5 1134 ; 
16.4 17.4 7.5 58.7 1150 
16.3 8.6 7.4 67.7 1174 ’ 
16.1 0.0 Hee 75.6 1500 : 
14.9 71.7 ToT, 5.7 1122 
12.3 69.3 7A 11.0 1115 
10.0 66.9 7.2 15.9 1108 
7. 64.8 7.0 20.5 1118 
5.6 63.8 6.7 24.9 1128 
3.6 60.9 6.5 29.0 1134 
1.8 59.1 6.3 32.8 1133 
0.0 57.4 6.2 36.4 1133 
Slag No. 8—8RO.2Si02 
Ti ie: 9.1 1115 
ee 62:0 6.7 16.7 1136 
13.5 57.3 6.1 23.1 1145 
12.6 53.2 5.7 28.5 1152 
1127 49.7 5.3 33.3 
11.0 46.5 5.0 37.5 1152 
J 10.3 43.8 4.7 41.2 1171 
9.8 41.4 4.4 44.4 1171 
8.8 37.2 | 4.0 50.0 
Slag No. 9—8RO.2Si02 
eee wnnsee,_, eT ee 
12.0 00.0 1143 
ive hog 10.4 2:1 1100 
17.5 69.3 8.9 4.3 1119 
8.80 7.4 6.4 1109 
17.42 68. : 6.4 eae 
yas 68.4 5.8 te ee 
17.2 67.9 4.4 10.5 ee 
we 67.5 2.9 oe ee 
17.0 67.1 1.4 14.5 aes 
16.9 66.6 0.0 8-5 nee 
17.6 60.7 11.9 28 1121 
17.4 51.5 11.8 3 1118 
17.2 42.5 11.6 28.7 1136 
17.0 33.7 11.5 8 1131 
16.8 25.0 11.4 49.8 1131 
ae ae Wt 64.2 1190 
aR 58 11.0 72.6 1500 
16.4 0.0 11.0 a8 ee 
15.0 67.6 5 ibe 1155 
12.4 65.3 11.52 ae 1160 
ee el 10:5 20.7 1184 
516 59.2 10.1 25.1 1187 
3.6 ee! a8 oes 1187 
1.8 55:6 442 ‘7 1171 
0.0 54.1 9.2 36 
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EFFECT OF ZINC OXIDE ON FORMATION 


Composition or SLAGS 


Formation 
Per Cent. Per Cent. Per Cent. Per Cent. Temperature, 
SiO. FeO CaO ZnO D 5 
Slag No. 9—8RO.2Si0Oz 
: 10.9 9.1 1120 
ins 8 10.0 16.7 1131 
: 0 9.2 23.1 1128 
13h, 54. : 28.5 1145 
12.7 50,2 8.5 8.5 1145 
11.8 46.8 8.0 33. 1142 
11.1 43.8 7.5 37.5 1142 
10.50 41.3 7.0 41.1 14 
9.90 39.0 6.5 44.4 1161 
8.9 35.1 6.0 50.0 1155 
ee ee aa eee 
Slag No. 10—8RO.2Si0O2 
18.0 66.0 16.0 0.0 1123 
17.8 65.4 13.9 2.9 1123 
Wey 64.8 11.8 5.7 1110 
17.5 64.3 9.7 8.5 1137 
17.4 63.6 7.8 11.2 1145 
17.2 63.2 5.8 13.8 1137 
ijt 62.6 Be 16.5 1163 
17.0 62.1 1.9 19.0 1173 
16.8 61.6 0.0 21.6 1168 
17.8 57.2 15.8 9.2 1163 
17.6 48.5 15.7 18.2 1175 
ae 40.0 15.5 27.0 1168 
17.3 Siz 15.4 35.6 1176 
ea 23.5 15.2 44.2 1200 
17.0 15.5 15.1 52.4 1165 
16.8 ae 14.9 60.6 1222 
16.6 0.0 14.8 68.6 1500 
15.2 63.6 15.4 5.8 1185 
12.5 61.4 14.9 1452 1190 
10.1 59.3 14.3 16.3 1200 
7.8 57.3 13.9 21.0 1190 
5.7 55.4 13.5 25.4 1195 
By 53.8 13.0 29.5 1195 
1.8 51.9 12.6 Bay 1208 
0.0 50.6 12.3 ae il 1202 
Slag No. 10—8RO.2SiO2 
16.4 60.0 14.5 9.1 1160 
15.0 55.0 13.3 16.7 1170 
13.8 50.8 12.3 23.1 1170 
12.9 47.1 11.4 28.5 1170 
12.0 44.0 10.7 33.3 1181 
11.3 41.2 10.0 37.5 1189 
10.6 38.8 9.4 41.2 1189 
10.0 36.7 8.9 44.4 1189 
9.0 33.0 8.0 50.0 1195 
Slag No. 11—6RO.2Si02 
a a eee 
21.70 78.30 0.00 0.00 1122 
19.7 71.2 0.0 Ont 1106 
18.1 65.2 0.0 16.7 1120 
16.7 60.2 0.0 23.1 1134 
15.5 55.9 0.0 28.6 1152 
14,5 52.2 0.0 33.3 1156 
13.6 48.9 0.0 87.5 1176 
12.9 46.0 0.0 41.1 1180 
12.1 43.5 0.0 44.4 1184 
10.9 39.1 0.0 50.0 1186 
Slag No. 12 


Slag No. 13—6RO.2Si02 ® 


WOWANH RRND SSOOOOOOOS 


Slag No. 13—6RO.2SiO2 


*.. 


_ 
WOMOMOWANWARDIDOOHOONTENHO 
PP ROWNATNN OWARUMWNH OCH ORO 


RWWWHHH NRob dhe 


Formation 


Temperature, 


Degrees C. 


a ee ee ee 


22.20 69.80 8. 
22.1 69.5 ie 
22.0 69.2 5. 
22.0 68.9 4. 
21.8 68.6 3. 
2187, 68.3 2. 
21.6 68.0 ue 
21.6 67.7 0. 
21.5 67.4 0. 
22.0 60.4 ids 
21-7 51.2 vie 
21.5 42.3 es 
21.3 33.4 ‘ie 
21.0 24.8 ids 
20.8 16.4 fe 
20.6 8.2 ie 
20.4 0.0 ifs 
18.6 67.0 fe 
15.2 63.8 ihe 
12.1 61.2 ke 
9.4 58.7 6. 
6.6 56.6 6. 
4.3 54.4 6. 
2.1 52.5 6. 
0.0 50.8 5 
20.2 63.4 we 
18.5 58.2 6. 
ale ise 53.6 6. 
15.9 49.8 5. 
14.8 46.6 5. 
13.9 43.6 5. 
13.1 41.1 4. 
12.4 38.8 4. 
ie 34.9 4. 


15.3 


ee 
CWRODOD 
Or 00 Ord) 


31.5 


eho 


He CLOT OV OT Or D> 
NOM WANONONHW 
ANWNDOOKONONor 


NOW UOTHNWRANDOOROWMWORS 


CORNOWNNW AW 


Slag No. 14—6RO.2Si02 


(=) 


ab Rwwhdbe 
SREYIWOOWARO 
OR RUWOR TH 


j=) 
Oo 


WOMOMNOWNIDONWNUABAWOAMPNOWHBANOS 
DNIWEPWOONRHODERHOORPWHEORWNH OS 


PwOWWNHH BRAWN HReEH 


q sa 7 
Composirion or SLAGs 


wee * 
bs 7 Formation 
Per Cent. Per Cent. Per Cent, Per Cent. Temperature, . 
; SiO. FeO CaO Zn0 Degrees C. ng 
Pe oe 
Slag’No. 14—6RO.2Si02 o 
20.5 59.5 10.9 9.1 1112 4 
18.7 53.6 10.0 16.7 1120 
if se 50.4 9.2 23.1 1112 
16.1 46.7 8.6 28.6 1110 
15.0 43.7 8.0 33.3 1136 
14-1 40.9 Tals 37.5 1147 
; 13.2 38.6 et 41.1 1147 “4 
12.5 36.4 6.7 44.4 1150 
11.3 B27 6.0 50.0 1153 
 — —————— ——— 
Slag No. 15 
, Ren we el Oe ee eee 
22.7 61.3 16.0 0.0 1060 
ee 
Slag No. 16—4RO.2Si02 
Peewee = ere PE Se ee eee 
29.2 70.8 0.0 1179 
26.6 64.3 9.1 1151 
‘ 24.3 59.0 16.7 1144 
22.5 54.4 23.1 1142 
20.8 50.6 28.6 1147 
19.5 47.2 33.3 1149 
18.2 44.3 37.5 1160 
17.2 41.6 41.2 1170 ; 
16.2 39.4 44.4 1192 
14.6 35.4 50.0 1168 
> Slag No. 17 
29.7 66.3 4.0 0.0 1140 
: 29.7 66.3 2.8 0.7 1110 
‘ 29.7 66.2 2.8 Re 1105 
| 29.6 66.0 2.4 2.0 1100 
29.6 66.0 1.8 2.6 1110 
29.5 65.7 1.4 3.4 1108 
29.4 65.6 1.0 4.0 1108 
29.4 65.6 0.5 4.5 1116 
29.2 64.6 0.0 5.4 1122 
29.5 57.5 3.9 9.1 1035 
29.3 48.7 3.9 18.1 1035 
28.9 40.2 3.9 27.0 1075 
28.7 31.9 3.9 35.5 1085 
28.5 23.7 3.8 44.0 1108 
28.1 15.7 3.8 52.4 1147 
27.9 Fests 3.7 60.7 1500 
27.7 0.0 3.7 68.6 1500 
24.4 62.4 3.8 9.4 1060 
19.9 58.9 3.5 17.7 1045 
15.6 55.8 3.4 25.2 1052 
12.0 52.8 3.2 32.0 1119 
8.6 50.3 Ze 38.0 1147 
5.3 48.4 2.9 43.4 1162 
2.6 46.1 2.8 48.5 1184 
0.0 44.2 2.7 53.1 1199 
Slag No. 17 
27.1 60.2 3.6 9.1 1085 
25.9 57.6 3.5 13.0 1080 
24.8 55.2 3.3 16.7 1080 
23.8 53.0 3.2 20.0 1070 
22.9 51.0 3.1 23.0 1059 
22.1 49.9 3.0 26.0 1120 
21.3 47.4 2.8 28.5 1120 
19.7 44.3 2.7 33.3 1126 
18.5 41.5 2.5 37.5 1120 
16.6 36.8 2.2 44.4 1100 
14.9 32.1 2.0 50.0 1118 


Formation 
Temperature, 
Degrees C. 


we: 
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Per Cent. 
ZnO 


Slag No. 18—4RO.28i0 
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Slag No. 18—4RO.2SiO2 
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Gy ers) aieierie) ie) cs. 


BRR Oo MINI HH 


Slag No. 19—4RO.2Si02 
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Per Cent, 
SiOa 


Per Cent. 
FeO 


Composition or SLAGs _ 


Formation 


Per Cent. Per Cent. 
CaO Zn0 Spa 


$e 


Slag No. 19—4RO.2SiO2 = 


TF 


29.0 54.9 11.4 4.7 1040 
27.8 52.2 10.9 9.1 1055 
26.5 50.0 10.5 13.0 1062 
25.3 48.0 10.0 16.7 1055 
24.3 46.1 9.6 20.0 1067 
2304 44.3 9.2 23.1 1055 
21.6 41.3 8.6 28.5 1081 
19.0 36.0 7.5 37.5 1085 
eS Oe eee 
Slag No. 20—3RO.2Si02 
ee ee ee ee eee 
30.8 53.2 16.0 | 0.0 1082 
30.5 52.7 13.8 3.0 1070 
30.2 §2.3 11.8 5.7 1060 
30.0 51.8 Sat 8.5 1080 
29.7 51.4 v fey 11.2 1087 
29.5 51.0 5.7 13.8 1095 
29.3 50.4 3.8 16.5 1097 
29.0 50.0 2.0 19.0 1097 
28.8 49.6 0.0 21.6 1107 
30.6 46.2 15.8 7.4 1075 
30.1 38.6 15.6 14.7 1060 
30.0 32.5 15.5 22.0 1075 
29.8 25.8 15.4 29.0 1080 
29.6 19.2 15.4 35.8 1100 
29.2 12.8 15.2 42.8 1120 
29.0 6.3 15.1 49.6 1174 
28.8 0.0 15.0 56.2 1550 
25.3 49.0 15.0 9.8 1080 
20.4 47.1 14,2 18.3 1136 
16.0 44.6 13.4 26.0 1147 
12.1 42.3 nba 32.9 1163 
seve 40.2 12.1 39.0 1180 
5.5 38.3 LUG 44.6 1210 
PAST) 36.6 11.0 49.7 1215 
0.0 35.2 10.6 54.2 1195 
y fi 

Slag No. 20—3RO.2Si0O2 
28.0 48.4 14.5 9.1 1075 
26.8 46.3 13.9 13.0 1060 
25.7 44.3 13.3 Way 6 1060 
23.7 40.9 12.3 23.1 1070 
22.0 38.0 11.5 28.5 1075 
20.5 35.5 10.7 33.3 1095 
19.2 33.3 10.0 37.5 1080 
18.1 31.3 9.4 41.2 1085 
17.2 29.5 8.9 44.4 1100 
15.4 26.6 8.0 50.0 1100 

Slag No. 21—3R0O.2SiO2 
35.70 64.30 0.00 0.00 1105 
32.5 58.4 0.00 9.1 1080 
29.7 53.6 0.00 16.7 1120 
27.4 49.5 0.00 23.1 1140 
25.4 46.0 0.00 28.6 1163 
23.8 42.9 0.00 33.3 1193 
22.3 : 40.2 0.00 37.5 1215 
21.0 37.8 0.00 41.2 1215 
19.8 35.8 0.00 44.4 1215 
17.8 32.2 0.00 50.0 1215 

Slag Number 22 

36.0 60.0 4.0 0.0 1095 


oe 


bee 


-——s Comrosrrron or Stacs 


Per Cent. Per Cent. P Formation 
FeO a 2 oT areenepae 


Slag No. 23—3RO.2Si02 


36.40 55.60 8.00 0 
36.3 55.4 6.9 sd a 1098 
36.1 55.2 5.9 2's 1100 
36.0 54.9 5.0 4.1 1095 
35.7 54.6 4.0 Bed 1085 
35.6 54.5 2.9 “AN 1090 
35.5 54.2 ee 2° 8i4 1105 
35.3 54.0 1.0 9.7 1115 
35.2 53.6 0.0 11.2 1125 
S6c1 48.2 7.9 wag 1065 
35.8 40.8 7.9 15.5 1067 
$5,416 33.9 Wit, 23.0 1095 
35.0 26.9 7.7 30.4 1139 
34.8 19.9 7.6 Su 1160 
34.6 13.2 7.5 44.7 1195 
34.1 6.6 7.5 58.1 1500 
33.9 0.0 ae 58.7 1500 
29.7 51.6 7.4 113 1057 2 
23.7 48.2 6.9 21.2 1063 t 
18.5 45.2 6.5 29.8 1085 
13.9 42.5 6.1 37.5 1139 
9.9 40.2 5.8 44.1 1200 
6.1 38.2 5.5 50.2 1221 
3.0 36.2 5.2 55.6 1230 
ee ee ee a eee BD Ts O02 pe Aa 
Slag No. 23—3RO0.2Si02 
I ee 
Says 56.5 7S 9.1 1063 
30.3 46.3 6.7 16.7 1063 
28.0 42.7 6.2 23.1 1075 
26.0 39.8 5.7 28.5 1085 
24.3 2yfeal 5.3 Baro 1120 
22.7 34.8 5.0 37.5 1145 
21.4 33.7 4.7 41.2 1140 
4 20.2 30.9 4.5 44.4 1141 
; 18.2 27.8 ‘0 50.0 1152 
Slag No. 24—3RO.28i02 
SS rl i Oe 
36.8 51.2 12.0 0.0 1080 
36.6 50.8 10.4 2.1 1070 
36.3 50.5 8.9 4.3 1067 
36.1 50.2 7.4 6.3 1065 
35.9 49.9 5.8 8.4 1065 
35.6 49.6 4.4 10.4 1078 
35.4 49.3 2.9 12.4 1095 
35.2 49.0 1.4 14.4 1100 
35.0 48.7 0.0 16.3 1100 
i 36.5 44.5 11.9 Heil 1055 
- — 36.2 37.8 11.8 14.2 1045 
; 35.9 31.3 iy 21.1 1060 
35.7 24.8 11.6 27.9 1085 
} 35.4 18.5 11.5 34.6 1110 
4 35.1 12.3 11.4 41.2 1144 
34.8 6.1 11.4 47.7 1220 
j 34.6 0.0 11.3 54.1 1500 
29.9 47.5 11.1 11.5 1045 
23.9 44.3 10.4 21.4 1055 
13071 41.5 ony 30.1 1045 
14.0 39.1 9.2 37.7 1043 
10.0 36.9 8.6 44.5 1080 
6.3 34.9 8.2 50.6 1123 
3.0 33.1 Wh 56.2 1195 
0.0 31.6 7.4 61.0 1247 
Slag No. 24—3RO.28i02 
33.5 46.5 10.0 9.1 1070 
30.7 42.6 10.0 16.7 1075 
28.3 39.4 9.2 23.1 1090 
26.3 36.6 8.6 28.5 1104 
24.6 34.1 3.0 33.3 1118 
23.0 32.0 7.5 37.5 1128 
21.6 30.1 Tat 41.2 1138 
| 20.4 28.5 6.7 44.4 1138 
18.4 25.6 6.0 50.0 1149 
Slag No. 25 
Sas 46.7 16.0 0.0 1053 
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DISCUSSION 


G. E. Datsry, East Berlin, Conn.—I had occasion to run a small 
circular blast furnace on brass ashes containing considerable metallic 
zinc. Much of this zine was volatilized and the balance of it went in 
the slag. The slag would run about 41 per cent. FeO. The zine oxide 
ran from 24 to 31 per cent., roughly, and the lime around 11 to 15 
per cent. 

I noticed that as long as we kept the furnace crowded and working 
fast we had no great difficulty, but if we hung up for a short time we could 
not get going again. Apparently the slag did not have a sharp freezing 
point. It ran smoothly for a time, then suddenly you would see coming 
out of a tap hole something like a mush of crystals floating in the liquid 
portion of the slag. What those crystals were, Ido not know. I attrib- 
ute this mush to a compound of zinc. The slag reminded me of a wiping 
solder, 40 per cent. Sn, 60 per cent. Pb, solidifying. 

H. D. Hrpparp, Plainfield, N. J—Some of these slags here are marked 
as having no silica. JI am curious to know how a product of the earth 
can be without silica. In a slag like this does the iron act as an acid? 


H. T. Mann.—I cannot say exactly. You might form a zincate or 
possibly a ferrite, but which it was I do not know. 


C. R. Haywarp, Cambridge, Mass.—I believe the figures on Fe and 
FeO that were questioned in the table have been confirmed. Perhaps 
that should be made a part of the record. 


K. P. Maruewson, New York, N. Y.—I have only had occasion to 
note the very high zine slags of the Burma Corporation. These are 
referred to in No. 7 and No. 8. They were very hot and ran nicely 
through the furnace. There was seldom any trouble with sudden 
freeze-up. 

Years ago in Colorado we had experience with zincky slags, using a 
variety of ores. We had great trouble unless the iron was quite high 
in the slag. We ran successfully slags containing up to 12 per cent. Zn, 
even with considerable magnesia in the ores. 

The lead in the Burma slags was a little high, but the zine was very 
high, often as high as 26 to 28 per cent. I think they could have made 
the slags cleaner in lead if they had left sufficient sulfur to form a matte. 

The secret of success in running high-zine slags is to have no sulfur in 
the charge. If sulfide of zine is present you will have a pasty slag. 
In fact, I remember that years ago in Colorado we would some- 
times get crystals of sphalerite in the slags. Zine sulfide would go 
through unaltered. 


C. 8. Wirnerety, New York, N. Y. (written discussion).—I wish 
to put before you some theoretical matter pertaining to impurities in 


general and zine in particular, found in the lead and copper blast 
furnace slags. 
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In the past metallurgists have been in the habit of classifying all 
slag ingredients, other than silica, iron and lime, as equivalents of these 
three fundamental constituents. This principle may logically be roughly 
applied to such substances as magnesia for lime or manganese for iron; 
but in many, probably most, cases the sulkstance under consideration 
cannot logically be considered a substitute for silica, iron or lime. Into 
this latter category I would place zine and alumina. 

I maintain that it is a more rational view to consider the extra- 
fundamental ingredients of the slag to be in the form of compounds 
dissolved by a primary slag made up of the fundamental ingredients, 
silica, iron and lime. This can be compared to the dissolving of scorified 
impurities in borax as commonly practiced in fire assaying. Based upon 
this line of reasoning one should first determine in what combination the 
extra-fundamental ingredient appears and then select a proper primary 
or solvent-slag for carrying it. 

Several years ago it was thought that ferruginous slags were the 
best for carrying zinc; recent practice has shown that other slags also 
high in zine can be used to advantage. Nevertheless, slags high in iron 
are good solvents of zinc; which leads me to believe that in such slags 
the zine is combined with iron. 

There are two zinc-iron compounds that may be considered, namely 
zine-ferrate (or ferrite) ZnO.Fe,O; and zinecate of iron FeO.ZnO. Since 
the iron in slags is practically always found in the ferrous state, the zincate 
of iron appears to be the more probable compound. Upon this assump- 
tion I present the following calculations: 

Assume that the slag is fairly free of other ingredients and therefore 
the ZnO, SiOz, FeO and CaO total, say 90 per cent. 

For the compound FeO.ZnO the following ratios obtain: wt.Zn to 
wt.ZnO equals 1:1.245, wt.ZnO to wt.FeO equals 1:0.883, wt.ZnO to 
wt.FeO.ZnO equals 1:1.883. Hence in the slag produced the amount of 
solvent-slag equals 90 per cent. minus 1.883 X per cent. ZnO. Let us 
select for solvent-slag the composition 38 per cent. SiOs, 42 per cent. 
FeO, 20 per cent. CaO, and take for example a furnace slag containing 
20 per cent. ZnO. Then the following can be calculated as shown: 


Percent wuneater 20° U:S8s jie ee 2 es ee) 87,66 
Pericent. solvent-slag 90=37.66)= a0. 2... o.8 se ee eee aeee 52.34 
Percent. FeO in solvent, 52.34 X 0:42 =. i on53.4-56)-02-- 60s 21.98 
RencentaheOunezinca ten 20) << O.SS otal cs crt cusicys 17.66 

ipceepee come COM cnet. Sea ae pee eee tee es 39.64 
[Por Oaks SHO ates < Oe rion )ob ooo toe oe ener eaiciad One 19.89 
Roe cen tea oe 0. 20 iemrctestins ns hs sos Sienna see y 10.47 


20.00 


90.00 
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By using the foregoing assumptions and method of calculation the 
following table was compiled: 


pe cai pe cant Sone per Oe 

0 34.20 37.80 18.00 
5 30.62 38.26 16.12 
10 27.05 | 38.72 14.23 
15 23.47 39.18 12.35 
20 19.89 . 39.64 10.47 
25 16.31 | 40.10 8.59 
30 12°75 40.57 6.70 
35 9.16 41.02 4.82 
40 5.58 / 41.48 2.94 


It will be noted that in the iron zincate hypothesis when the iron 
assumed to be combined with the zinc is deducted the remaining slag 
need not be highly ferruginous. 

I do not claim that a compound of zine and iron is the only zinc 
compound that can form in a slag; recent practice indicates strongly 
to the contrary. Whatever the compound formed if it of itself does not 
constitute a workable slag, it must be dissolved in a solvent-slag to 
run it out of the furnace; on this basis should the slag composition be 
determined. 

C. R. Haywarp, Cambridge, Mass. (written discussion).—The 
discussion presented by Mr. Witherell is of considerable interest and his 
reasoning is entirely logical. The same theory was suggested several 
years ago by J. E. Johnson, Jr., in connection with iron blast-furnace 
slags.! He pointed out that several slags with widely varying alumina 
content had the same ratio of lime to silica which tended to show that 
the alumina was dissolved in the calcium silicate. 

A. L. Watxrer, New York, N. Y.—In almost all the slags I have 
noticed having a high-zine content, the lead content was also high. Was 
the effect of zinc on the lead content in the slag considered in this paper? 

C. R. Haywarp.—This paper was presented wholly on a thoretical 
basis, taking chemically prepared materials. No attempt was made to 
add lead to it. It was felt that the scope of the paper should be kept 
wholly within the theoretical range, leaving the matter of lead content, 
etc., to future work. 

A. L. Watker.—I did not mean to state that a 3 per cent. slag was 
not the best slag that could be produced; as has been said, a metallurgist 
must also be a financier. My experience in the Southwest 40 years ago 
where we made a vast amount of slag containing 2 to 3 per cent. of copper, 
illustrates the point. It was the most profitable slag we could produce. 


Trans. (1912), XLIV, 123. 
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Recovery of Copper by Leaching, Ohio Copper 
Co. of Utah 


. vat d 
By Arvip E. ANDERSON AND Frank K, Cameron, Bincuam, Uran 


(Salt Lake City Meeting, September, 1925) 


THE weathering of copper-bearing ores with the formation of a water- 
soluble salt and the recovery of the metal by leaching and evaporation or 
precipitation, are processes long known, which have at various times been 
utilized with more or less commercial success. It is commonly assumed 
that the technical principles involved are quite simple and their applica- 
tion to a particular case easy. If these assumptions were true, we should 
anticipate a long list of uniformly successful leaching operations, which 
is not the case, and one would be justified only in calling attention to 
either unique or peculiar features of any particular enterprise; whereas, 
in studying the problems of the recovery of copper from the old workings 
of the Ohio Copper Co. in the light of available descriptions of other 
leaching projects, we have not found the assistance hoped for to guide 
us to the best realization of our own opportunities. It appears desir- 
able, therefore, to call attention to these guiding principles, together with 
a description of the facts of accomplishment. 

Justification lies in the fact that the leaching and precipitation of 
copper at the Ohio Copper Co. mine in Bingham Canyon, Utah, is 
successful. This success is measured by an average monthly production 
of 600,000 lb. of copper at an average operating cost, to date, of 3.85 cents 
per pound at the company’s workings, or 6.32 cents per pound after 
paying shipping and smelter charges on the finished copper. A total of 
17,076,099 Ib. of copper had been shipped to the smelter from the 
beginning of operations, August, 1922, to April 1, 1925. Probably these 
results can be bettered with further study and realization of the factors 
involved and the devising of methods of meeting them. It is now an 
assured fact that the enterprise will have a relatively long and con- 
tinuously profitable life and that its reserves will not, nor cannot, be 
suddenly and permanently depleted. 

It is particularly noteworthy that the financing of this enterprise 
has been entirely from its earnings. The few hundred dollars necessary 
for the first experiments and production were obtained by the sale of 
used, and no longer needed, equipment from a mill belonging to the 
company; and all funds since required throughout the growth and devel- 
opment of the enterprise, from a few troughs with a production of 2000 
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or 3000 lb. per month to the present output, have come from receipts 
in hand. 

It will be pertinent to quote here from a report of the General Manager 
to the Board of Directors, covering operations for the fiscal year 1924, 
as follows: 


The total number of gallons of water treated in this period was 672,408,000, 
which is equivalent to 2,801,700 tons. The average copper content was 4.0302 lb. 
to the ton of water; and the total copper content, therefore, was 11,639,345 lb. The 
recovery, based on the daily estimates of the plant, was 11,290,165 lb. which repre- 
sents 97 per cent. of the copper contained in the heads. In the tailing water was, 
therefore, 349,180 lb., and of this amount, we recovered, in the outside plant, 206,365 
Ib. making a total recovery in pounds of copper of 11,496,530 lb. and the amount lost 
in the tails was 132,815 lb. These two recoveries, both from the inside and the 
outside plant, show a recovery of 98.77 per cent. of the copper contained in the heads. 

During the same period, our shipments to the smelter consisted of 18,127,200 lb. 
The average moisture content was 28.67 per cent., which made a deduction of 5,208,- 
088 lb., leaving the dry weight 12,919,132 lb. The average copper content was 88.99 
per cent. and the gross copper shipped to the smelter was 11,496,530 lb. The copper 
deduction made by the smelter was 381,201 lb., leaving the net pounds paid for by the 
smelter, 11,115,329. 

The average price paid by the smelter was 12.876 cents per pound and the amount . 
realized therefrom was $1,431,217.26. The total cost per pound, including smelter 
charges, was 5.815 cents per pound; the operating profit for the period, per pound, was 
7.061 cents; and the total operating profit therefrom, for the year, is $784,759.56. 

The total number of pounds of copper extracted from Jan. 1, 1923, to and including 
Dec. 31, 1924, is 15,546,873; and the total operating profit for this same period 
is $1,048,840.43. 


HisTorY OF OPERATIONS 


In August, 1922, pumping was started, distributing 250 gal. per min. 
of water from Bingham Canyon Creek upon the surface of a large fill of 
broken rock overlying a portion of the caved zone. The solution reach- 
ing the Mascotte tunnel contained 0.45 per cent. copper, demonstrating 
that recovery of the copper values would be commercially feasible; the 
following January, the pumping capacity was increased to 400 gal. per 
min. At that time, the copper was precipitated in a row of boxes, using 
“country scrap”? or whatever iron was available locally. These facili- . 
ties were inadequate and insufficient, but results were soon sufficient, 
financially, to permit of a widening of the Mascotte tunnel and the 
installation therein of two rows of launders of improved design, one on 
each side of the haulage track; a larger and more efficient precipitation 
was promptly realized with improved profits. In the spring of 1923, 
with the installation of a larger pump, the water was increased to 600 gal. 
per min. In November, 1923, water from the Bingham Mines became 
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available, which, with a reuse of a portion of the tailing solution, gives a 
supply of 1200-1400 gal. per min. at the surface, delivered by a relay 
system of pumps. 

The leachings reach the Mascotte tunnel through some one or other 
of the old ore chutes, depending on where it is applied at the surface, 
and is laundered to the precipitation boxes. In the earlier operations, 
leakage losses were serious; these losses were stopped by guniting the 
precipitation launders. , file 

Production in January, 1923, was 120,000 Ib.; in October of that year 
it had reached 351,801 lb., the recovery having increased from 41.9 to 
99.2 per cent. For 1924, the production was 11,496,530 lb. of copper, 
a recovery of 97.3 per cent., and the copper content of the product shipped 
from Lark averaging 88.99 per cent. 

Early in the operations, it was recognized that the “country scrap”’ 
was an inefficient precipitant. Since June, 1923, a detinned scrap iron 
prepared by the Metal & Thermit Corpn. in California has been used; 
this has proved highly efficient, more than justifying the greater 
initial cost. 


THE OREBODY 


The orebody of the Ohio Copper Co. has recently been described in 
detail in publications of Varley, Oldright, and Wormser.'! The veins, 
on which mining operations originally depended were more or less 
completely worked out and the original stopes and intermediate regions. 
broken down, so that the property now consists of a ‘‘caved area,” or 
more properly, a zone of broken rock surrounded on the sides, bottom, 
and much of the top by consolidated or mainly unbroken rock. The 
caved zone may be roughly described as a truncated cone, distorted, 
inverted, and standing at an angle of about 40° from the vertical. It is 
thought to be quite completely and uniformly filled with broken material 
of approximately 4 in. diameter on the average. The upper transverse 
dimensions of the cone are approximately 1400 by 600 ft. The axis. of 
the cone is approximately 1200 ft. and the zone is estimated to contain 
38,000,000 tons of rock. The truncation of the cone at the bottom has 
about one-fourth the area of the top, is horizontal, and from it chutes 
lead to the Mascotte tunnel, about 700 ft. lower. All this material 
carries copper, both in the caved zone and the surrounding consolidated 
rock. A vast number of assay figures on the old maps of the company 
give 0.88 per cent. as the average; but an inspection of these assay maps 
suggests a higher figure as more probable. The assay of the heads at the 


1 Address by Varley and Oldright, Bureau of Mines, before Utah Metal Mining 
Institute, Salt Lake City, May 5, 1923; Oldright, Minine anp MrraLiurcy (1923), 4, 
Pages 1-4; Wormser, Eng. & Min. Jnl.-Pr. (Oct. 20, 1923) and (July 26, 1924). 
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mill formerly operated by the company averaged 0.88 per cent., hence 
this figure is regarded as the most reliable. 

The rock itself is a porous quartzite, or sometimes a monazite, easily 
crushed or shattered, with sulfides of copper or copper and iron irregu- 
larly disseminated, sometimes in streaks or stringers, more often in small 
particles, always with more or less evidence of copper sulfate on surfaces 
and frequently malachite and azurite. 

The original mineral, which alone concerns us, is chalcocite Cu.S, as 
it has been shown by Zies, Allen and Merwin? that, at temperatures 
below 200° C., the reactions between the various sulfides of copper, iron, 
zinc and lead with copper sulfate yield chalcocite as the final stable 
phase persisting. These facts may be summarized conveniently, 
as follows: 


Pyrite (FeS2) — covellite (CuS) —chalcocite (Cu2S) 

Pyrohotite (Fe;Ss) > chalcopyrite (CuFeS:) and bornite (Cu;FeS,) 
Bornite (CusFeS.) — chaleocite (Cu2S) 

Chalcopyrite (CuFeS2) — covellite (CuS) —chaleocite (Cu.S) 
Sphalerite (ZnS) — covellite (CuS) —chalcocite (Cu.S) 

Galena (PbS) — covellite (CuS) -chalcocite (Cu2S) 

Covellite (CuS) —chalcocite (Cu2$) 


It is possible that at some particular time or spot one or more of these 
other minerals might be present as well as chalcocite, but sooner or later 
they will disappear with the formation of the last. It is also possible 
that gold, silver, arsenic, antimony, lead, zinc, nickel, cobalt, bismuth, 
etc., might be present.* Weare without confirming evidence as to these, 
at least in significant amounts, and the only solutes appearing in leachings 
of this ore are copper, iron, magnesium, calcium, sodium, aluminum (as 
Al.03), silicon (as SiOz), sulfur (as sulfuric acid). 

Chalcocite, Cu.S, is quite readily attacked by oxygen at ordinary 
temperatures in the presence of water, and whatever reactions may 
intervene, the result may be summarized in the equation: 


Cues + 50 a H.O— CuSO, + Cin (OH). 


The reaction is markedly exothermic, hence will proceed with rising tem- 
perature and increasing acceleration, provided it is not retarded 
or checked by: (1) Cooling, (2) exhaustion of the supply of oxygen or 
water, (3) accumulation of too high a concentration in the resulting 
solution of the soluble reaction product, CuSO; (4) mechanical interrup- 
tion by formation of a protecting film of the insoluble hydrate. 


* Econ. Geol. (1906), 11, 407; see summary by Clark, The Data of Geochemistry, 
U.S. Geol. Sur. (1924) Bull. No. 770, 673, 676. 
*See Analysis of Finished Copper, by Wormser, loc cit.; an analysis of the waste 
liquor from the portal of the tunnel at Lark is in the records of the University of Utah, 
showing the presence of these same constituents. 
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Each of these factors is of primary importance and must be given full 

consideration in determining that procedure in applying water and air to 
the orebody, which, in the summation of their effects, will make this 
summation a minimum. They will be discussed in detail later, but are 
cited here to emphasize the importance of the characteristics of the rock 
material forming the orebody. 
It has been pointed out by Oldright that the quartzite and the quartz- 
ite-monazite host, carrying the disseminated sulfides of copper or 
mixed sulfides of copper and iron in this deposit, are rather readily 
permeable to water. Not only is this true of cleavage cracks and parting 
planes, but, to a marked degree, throughout the consolidated rock mass. 
This is readily proved by soaking a weighed piece of the rock in water. 
When taken from the water, after the surface is wiped dry, it will be found 
to have markedly increased in weight (different pieces, however, natur- 
- ally showing wide variations in the percentage of absorption) and, on 
drying, there will practically always be more or less of a deposit of copper 
sulfate on the surface. This procedure can be repeated many times 
with the same piece of rock, each time bringing copper sulfate to 
the surface. 

The marked absorbent character of this rock material makes it appar- 
ent that we are concerned here not only with the copper appearing in 
appreciable cracks and crevices or surface coatings, but with the entire 
mass of disseminated copper minerals. The water absorbed so readily 
must be mainly in very thin layers, or films; whether in layers of molecular 
dimensions, as held by some authorities, or thicker, need not now concern 
us. It is of the utmost importance, however, to remember water has a 
selective power of absorption for gases and will absorb from air relatively 
much more oxygen than nitrogen. More important yet, in thin layers or 
adsorption films, the water appears to be, or actually is, under great pres- 
sures so that it absorbs many more times the oxygen than it would in 
ordinary circumstances; that is, today there is a great increase in the solu- 
bility of oxygen infilm water. Wedonotsuggest that the film water inside 
a wetted rock mass is saturated with oxygen; probably the mass is far from 
saturation, but it is very probable that if the individual rock masses are 
bathed with film water, instead of large masses, a much larger amount of 
oxygen will be carried into the rock masses than would otherwise be the case, 
and under the most favorable conditions possible fora continued oxidation 
of the contained minerals. In other words, a rationally controlled leach- 
ing operation in an orebody, such as that of the Ohio Copper Co., will con- 
tinue to form as wellas remove copper sulfate. Two practical consequences 
are apparent. The life of the enterprise is not determined by the amount 
of “soluble” copper present at any particular time, and it is not physi- 
cally possible suddenly and completely to deplete the ore reserve. Should 
this be attempted, very certainly, and probably quite quickly, the 
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mine would again be prepared to yield satisfactory returns to a 
rational operation. 

Copper sulfate, being a salt of which the base is relatively less strong, 
that is less ionized in aqueous solution than is the acid, the solution of 
this salt will have the properties of an acid solution and will dissolve 
copper oxide or hydrate. Hence, a solution percolating through such an 
orebody as we are considering must become acid, at least beyond the 
layer of application, and dissolve copper hydrate, which is one of the 
immediate products of the reaction between chalcocite, air, and water. 
The normal salt, chalchanthite, CuSO4.5H.O, according to Clark,‘ is 
deposited by evaporating cupriferous mine waters. He quotes a reported 
case in Chile, when chalcanthite is found as an impregnation in partly 
decomposed granitic rocks, associated with malachite, azurite, and 
chrysocolla. It has been our observation that the characteristic blue 
crystals of the normal salt, CuSO4.5H2O, can be obtained from a labora- 
tory evaporation of the leachings, but the surface coatings in the mine 
and plant workings more often have a greenish color and the general 
appearance of the basic salt, brocanthite, Cus(OH)»SOy. We have not 
attempted to prove the presence of brocanthite in any particular case, 
for it would have but an academic interest, and there is good reason to 
think the coatings we observe are of a wide range of basicity with bro- 
canthite a special case somewhere within this range. It will be interest- 
ing to determine, when opportunity serves, whether or not we are dealing 
here with one or more series of solid solutions. The fact is that leaching 
these products, either with pure water or a slightly alkaline solution, 
removes the acid more quickly than the base; and if the process is several 
times repeated, there is a moist insoluble mass that then absorbs carbon 
dioxide to form malachite, Cu2(OH)2COs3, or azurite, Cus(OH)2(COs)s. 
Both these basic carbonates are found in the ore masses in the caved 
zone. ‘They were most probably formed at times when this material 
was at or near the surface or in relatively dry workings of the old mine, 
for it is inconceivable that they could form in the presence of a solution 
of sulfuric acid. In fact, they are more or less readily dissolved by the 
leachings and are a part of the ‘“‘soluble contents” of the orebody. 

Of the other components (mineral species) or constituents (elements 
or radicals) in the orebody, iron alone seems at this writing to have any 
practical importance. Laboratory investigations on leaching the ore 
continuously with distilled water and with dilute acid solutions show iron 
to be removed continuously as well as copper; these observations are in 
harmony with those on the large-scale leaching of the caved zone. This 
leached iron 1s partly ferrous, partly ferric, indicating as origin not only 
sulfides but silicates and that leaching of the orebody will produce a 
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continuous degradation and disintegration of the orebody as well as 
decomposition of some of its components, which makes for a greater 
porosity and ease of removing copper. Its greatest importance lies in 
the possibility that it may form protective coatings of ferric hydrate, 
inhibiting the action of the percolating waters, and that it may affect 
the operations in the precipitating launders. 


LEACHING 


The leaching of a soluble substance, uniformly dispersed through a 
more or less uniform absorbing medium of small-pore dimensions, is a 
process that has been rather well studied. In the absence of disturbing 
factors, it is described by the equation: 


— = k(A — 2) 


where x represents the amount that has been leached fora given interval 
of time; gallons of water leached, or whatever standard of reference may 
be desired, represents by y; k, is a constant, characteristic of the par- 
ticular absorbent; and A represents the total amount of the soluble 
substance that can ultimately be recovered by leaching.® The correspond- 
ing graph is an hyperbola symmetric to the axis of abscissas. Usually, 
the disturbing factors are changes in the specific adsorptive capacity of 
the insoluble medium for the solute with concentration, hydrolysis of the 
solute, floculation or defloculation of the absorbing medium; phenomena 
that are disturbing only when the leaching has proceeded to a point when 
the value for x has more or less closely approached the value A. For 
various other reasons, mechanical and financial, it is seldom worth while 
to attempt a complete recovery of a soluble substance by leaching. 
Usually, also, it is comparatively simple to make a few experiments to 
discover the values of k and A with sufficient accuracy; the formula then 
becomes really useful for describing or predicting the results of leaching. 
One can determine, for example, with a desirable approach to accuracy, 
the amount of water that will be required and the time required, or the 
‘life’? of the project. 

Unfortunately, no such simple treatment of the problem of leaching 
the orebody of the Ohio Copper Co. is practicable, because of the dis- 
turbing factors to be now noted; but it is deemed desirable to present 
this method of approaching the problem as well adapted to bringing into 
consideration the nature and importance of the disturbing factors and as 
emphasizing that the recovery of copper from this orebody by leaching 


5 This is the well-known formula for reaction velocity, whether chemical, physical, 
or biological. It has been extensively used in leaching studies. For early examples 
see publications of the Bureau of Soils, U. S. Department of Agriculture. 
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is not, and cannot be from its very nature, a rapid procedure; rather it 
is a time-consuming one, probably of many years. 

The interstices of the orebody in the caved zone, where most of the 
leaching has been done, are large and irregular, compared with the capil- 
lary surfaces in the individual pieces of rock. The percolating waters 
bathe the surfaces only of the individual masses, whereas most of the 
soluble copper is within the fine pores of these individual masses, from 
which it can diffuse but very slowly, compared to the rate of flow of the 
percolating water. Moreover, copper is continually being converted to 
soluble sulfate in and upon these masses and at continually varying rates. 
It is impossible to determine, or predict quantitatively, how these simul- 
taneous phenomena will mutually affect the composition of the solution at 
any given time or position within the orebody, and hence to make use of a 
quantitative formula for computing the removal of the copper by leach- 
ing. Even more difficult is it to evaluate to the consequences of the dif- 
ferences in rate of solution of the several copper compounds, with the 
rate of percolation of the water. It is well recognized that a slow per- 
colation in thin water layers is the most efficient use of the given volume 
of water. However desirable it may be that the percolating waters flow 
over the individual ore masses in film form only, it can hardly be antici- 
pated that this state of affairs will ever be attained completely, and it 
certainly has not up to the present, for its importance has not been fully 
realized. It has been recognized that the distribution of a given amount 
of water over a large area in small streams is preferable to a concentration 
in a few large streams, hence the use of perforated launders. 

Within the past few months the problem of the best distribution of 
the water has been closely studied and in the light of large-sized prac- 
tical experiments. The water has been delivered in large streams 
into holes on the surface, into cracks, and fissures; upon a rather wide 
area prepared by deep blasting (20-30 ft.) under the overlying burden 
of soil and into consolidated rock adjacent to the caved zone, as well as 
upon the surface overlying the caved area in well-distributed volumes. 
As well as can be determined, it has been found that there was but little 
percolation of the water throughout the consolidated rock and, while 
there was a recovery of some copper, the heads were disappointingly low. 
Better results were obtained from the water entering by way of holes over 
the caved zone; but the best results came from a wide distribution over 
the caved zone. It is now planned to abandon temporarily efforts to 
leach the consolidated-rock regions pending the inauguration of a sys- 
tematic procedure for preparing this region for leaching, and to confine 
the leaching operations to the caved zone for the immediate future. 
To this end, a tunnel (Dederich on 100-ft. level) is now being driven 
through the upper part of the caved zone from which laterals and sub- 
laterals will be constructed so that, when completed, practically the 
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whole horizontal cross-section of the region or any desired part of it, can 
be wetted at once, thus permitting a desirable mobility in alternately — 
leaching and drying. The completion of this tunnel system will 
make possible the leaching of a much larger part of the caved zone than 
has been practicable. In fact, it is reasonably certain that a relatively 
small part only of the broken mass has been leached and that far 
from thoroughly. 

The percolating waters have two dominant duties, as well as several 
minor ones. They must dissolve copper sulfate and carry it to the 
precipitating plant; and they must carry oxygen from the surface for 
the continuing oxidation of the sulfides of copper within the ore mass. 
Both these functions are dependent on the manner of applying the 
water; and there is a decided division of opinion on this fundamental 
operation. It is held that mass percolation, where a large volume of 
water is applied quickly to a restricted area, by bringing a large volume 
of water in a given time into contact with the copper-sulfate coatings on 
the individual rock masses, dissolves them more completely; and that 
this method of application traps and mechanically drags into the orebody 
large volumes of air. To these views it can be objected that a relatively 
large part of the water is passing through the large interstices out of 
contact with the copper sulfate, and having no appreciable effect upon 
it; that the rate of solution of crystallized salts is so slow, compared to 
the rate of passage of the water being forced past it, that the solvent 
action effected is out of all reasonable proportion to the volume of water 
required for it; and that it is improbable that any large part of the 
trapped air is carried very far, being pretty thoroughly scrubbed out by 
the first few feet of broken rock, and returns to the surface without doing 
any useful work. Obviously, this method requires the maximum amount 
of pumping. 

Diametrically opposed is the view that the water should be applied 
in the film form, or as nearly in the film form as can reasonably be attained 
in a practical operation, which means distributing any given volume over 
a very wide area slowly but continuously. In this way, the water (for 
the most part at least) will enter and continue through the orebody in 
approximately film form, a very much larger area of ore surface will be 
bathed, and a larger amount of copper sulfate will come into contact with 
it and a much longer time for solution will be afforded. A much larger 
amount of oxygen (in distinction to air) will be absorbed by the films at 
the surfaces and carried in dissolved form far into the interior of the 
orebody and in the form most useful for oxidation of the minerals. 

It should be noted that spreading the water over so large a surface as 
to attain film form induces a rise in temperature, especially when the 
surface being wetted is relatively dry. An increased temperature above 
that of the entering water can be maintained by making the percolation 
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sufficiently slow. It has been pointed out that a high temperature is 
favorable to the rapid oxidation of the copper sulfides, from this point 
of view a film percolation is to be preferred. 

Copper sulfate in aqueous solution is hydrolized, the solution behaves 
as though it contained free sulfuric acid and will dissolve copper hydrate. 
The greater the concentration and the higher the temperature, the greater 
will be the amount of the hydrolysis and the more copper hydrate will 
be dissolved. Similar statements hold for the action on copper carbon- 
ates. Likewise, the solution will dissolve the hydrates of iron, which 
are practically always an accompaniment of the ‘oxidation of copper 
sulfides in nature, and by forming protecting films may retard the action. 
Obviously, as film percolation rather than mass percolation tends to 
dissolve and remove more copper and iron hydrates from the sulfides, it is 
to be preferred. 

The film method of percolation is to be preferred to mass percolation 
from every point of view, especially because it will bring more copper 
to the precipitating launders daily, or for a given volume of water, and 
also because it better promotes the conditions in the orebody favorable 
to the continued and rapid production of soluble copper sulfates. 

The time required for penetration of the caved zone by water applied 
in the mass percolation manner, as measured by its appearance in the 
launders in the Mascotte tunnel is about 48 hr. If, however, film perco- 
lation is followed, this time element will be longer (probably very much 
longer) depending on how near to the ideal film condition the practice 
may be. No sufficient knowledge exists of the various factors that 
particularize this case to justify any attempt at evaluating them; conse- 
quently it is useless to attempt any theoretical estimates of what this 
time will be. It may well be two or three weeks. Probably for a short 
interval, the first runnings will be pure or nearly pure water, but quickly 
high “heads” will be attained, which will persist for a relatively long 
period and then gradually diminish. Obviously, once the flow is estab- 
lished the volume delivered to the precipitating launders for a given 
interval of time will be the same, no matter what system is followed, and 
independently of the rate through the ore mass. 

Considering, now, an individual piece of the ore, over the surface of 
which the percolating water is moving, the water with dissolved oxygen 
penetrates more or less completely the entire mass; reaction with the 
contained sulfides sets in, and if not checked by too rapid a flow of cold 
water on the outside, a quick rise in temperature follows; the reaction 
proceeds at constantly increasing speed for awhile, and then gradually 
slows down as there is an accumulation of the reaction products. If the 
soluble products of the reaction be removed as they are formed and the 
undissolved products do not form a too impenetrable coating, the reaction 
continues until the sulfide mineral completely disappears—or what is 
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more likely, the supply of oxygen is exhausted. The temperature may 
rise to the boiling point of water, introducing another factor in percola- 
tion with which to contend. ' 

However, diffusion of the reaction products from the interior of the 
mass through the capillary and film water tothe flowing water on the 
surface of the mass is very slow and cannot add much to the content of 
the percolating water, at least in any individual case, although the aggre- 
gate be appreciable; consequently, the reaction slows down and stops. 
If the percolation is stopped and the clearly washed surface of the mass 
dries, evaporation at the surface begins; there is a capillary flow started 
from the interior to the surface that carries with it the dissolved sulfates, 
which will be deposited on the surface as evaporation proceeds as a more 
or less thick and dense film of basic copper and iron sulfates, with less 
conspicuous amounts of other substances in individual cases. How far, 
or rather how long, this procedure should be carried, in practice, is purely 
a matter of judgment of the operator at present. The movement of 
water, or of a dissolved substance, in a porous medium follows a law 
expressed by the formula y" = kt where y is the distance and ¢ the time.® 
The value of n is constant for any given absorbent medium, say an 
individual piece of rock, but the porosity appears to vary too much in 
different pieces, as well as the size of the different pieces, to permit any 
useful application of the formula. 

On resumption of leaching, water again penetrates the ore mass, 
carrying a new supply of oxygen, for the reaction with the remaining 
sulfides, and sulfuric acid for the solution of protecting films of hydrate. 
Thus, the cycle of operations can be continued indefinitely, but with 
slowly diminishing results until that time when it will be of no practical 
importance. It would be advantageous to know how far the phenomena 
just described have progressed in our orebody, particularly in the caved 
zone. ‘The driving of the Dederich tunnel and laterals affords an unusual 
opportunity to obtain samples to test this matter and accumulate data 
of great technical value, not alone for the Ohio Copper Co.’s enterprise, 
but for all copper-leaching projects. 

The laboratory problem is to determine not only the total copper in 
the sample, but that proportion of the total which is now soluble in 
water and soluble in dilute sulfuric acid. It is proving to be far from a 
simple problem. As a preliminary step, a column of broken ore was 
arranged by placing about 4500 gm. of rock from the broken zone in a 
series of funnels made by cutting off the bottoms of ‘‘ Winchester quarts,” 
or the ordinary bottles in which acid is sold. The funnels were arranged 
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one above the other so that the drip from one would fall upon the ore in 
the next funnel below and in such a manner that it would splash over 
the whole surface and percolate throughout the entire contents of the 
funnel. About 7500 ce. of distilled water were thus percolated through 
the entire column, the operation taking approximately 4 hr. The col- 
lected drainings were then sampled for analysis and the residue again 
percolated through the column. This operation was repeated twenty 
times; the concentration of the percolate, with respect to copper, increased 
with each cycle from 0.0442 per cent. after the first cycle to 0.113 per cent. 
after the twentieth, when the series of cycles was interrupted. The 
final solution contained 0.0032 per cent. ferrous iron and 0.006 per cent. 
ferric iron. 

At the same time, working with Dr. Thomas B. Brighton at the 
University of Utah, a sample taken from the Dederich tunnel was 
crushed to 14 in. or less and then carefully quartered and a subsample 
weighing 123 gm. was placed in a Soxhlet apparatus, thus subjecting it 
to continuous percolation with warm distilled water. This operation 
was repeated with successive portions of water at approximately 2-hr. 
intervals and the resulting solutions analyzed for copper. Copper was 
leached in progressively diminishing amounts for five successive extrac- 
tions, the total aggregating 0.2231 per cent. While copper could yet be 
extracted by water, the amount in the last extraction was sufficiently 
low to justify interruption of the procedure. 

As sulfuric acid is not appreciably volatile with steam, a moderately 
dilute solution of hydrochloric acid was used in the Soxhlet assembly 
and successive extractions analyzed for copper, the results aggregating 
0.234 per cent. 

Finally, the solid residue was removed from the instrument, the 
coarser particles further comminuted and the copper yet remaining, and 
amounting to 0.388 per cent. of the total sample, was recovered by diges- 
tion on a hot plate with nitric acid. Therefore, of the 0.795 per cent. in 
this sample, 0.457 per cent. was taken out by water and dilute acid, 
indicating a possible recovery by leaching of 57 per cent. of the copper 
present, even though no further oxidation should take place. 

The importance of these experiments lies in the confirmation they 
afford to the a priori considerations stated above; that the leaching of 
copper sulfate from this orebody must be continuous over a long period 
of time; that formation of copper sulfate is in progress; that the copper 
hydrate being formed simultaneously will be recovered by the acid per- 
colating solutions, but that neither operation is, in itself, a satisfactory 
procedure for the daily laboratory analyses of a number of samples, being 
time and labor consuming and, generally, cumbersome. 

_The water available at present for the leaching operations of the 
Ohio Copper Co. has two sources. The company has an agreement with 
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the town authorities of Bingham and all other interested parties to pump 
400 gal. per min. from the open drain through that town, returning an 
equal volume from its tailings; this is called the creek water. It is always 
acid in character, contains considerable organic matter, which is objec- 
tionable as a consumer of oxygen, and varies 7 composition from time to 
time. A typical analysis is given in Table 3. The pumping operations 
at the Bingham mines are interrupted at 45-min. intervals, however, so 
the average from this source is about 600 gal. per min. It is anticipated 
that this source of supply will be largely augmented in the near future. 
The water at present has an alkaline reaction due to dissolved carbonate 
of lime. It is quite constant in composition and a typical analysis is 
shown also in Table 3. We are without adequate information as to its 
probable composition when the augmented supply becomes available. 
To these must be added the tailings from the precipitating launders, 
which are quite acid in character and carry large amounts of dissolved 
iron. At present, part of these tailings are discharged through the 
Mascotte tunnel to Lark, where the small amount of copper they some- 
times carry is precipitated on iron scrap in a “‘scavenger”’ plant. Another 
part is mixed with the Bingham mines water. When these waters are 
brought together, there is a noticeable precipitation of ferrous hydrate 
or carbonate. Passing through the pumps, through 1600 ft. of piping 
to the surface, and through the launders, pipes and ditches on the surface, 
the precipitation continues, accompanied by absorption of oxygen, so 
that all the conduits are soon lined and the surfaces upon which the water 
is discharged are soon covered with a deposit of ferric hydrate. On 
standing, the ferric hydrate settles to a dense mass, which has much merit 
as a seal in the pipes and launders, but is otherwise a great nuisance. 


TaBLE 3.—Analyses of Waters Used for Leaching 


Creek Water, Bingham Mines Recirculated 
Per Cent. Water, Per Cent. Water, Per Cent. 

1 ae ase SCNT Oa Oe Crna arma 0.016 0.001 0.107 
Serene ae a Neen Ire Nae 0.012 0.001 0.005 
(Cis Weis nem Ryan eee nee eat CACO 9 ptt thy rete 0.0024 
CAO ARENA asec et ese ess 0.033 0.029 0.047 
DV lig CREPE IEE, Seba tates ek stesroces oh2 jot 0.020 0.006 0.021 
IBIASKOVAL 6 2! ctacta tn tab hC ose Ree OF006S Se eee aot 0.008 
Wa C Ore icra yatta ees iain Tee Pye els $4 (5 (1 Oe csi ernees 


When the tailings and Bingham mines waters are mixed, both the 
dissolved calcium bicarbonate and the ferrous sulfate are greatly diluted : 
unfortunately, at high dilutions, the reaction between these salts is very 
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slow, probably because of the very slow disengagement of the carbon 
dioxide. A laboratory investigation showed that about equal volumes 
of Bingham mines water and tailings produced a neutral solution, but 
after pumping air through such a mixture for intervals of about an 
hour, no apparent precipitation was obtained although it is readily 
apparent at all times about the mine workings. A precipitation was 
gradually obtained in the laboratory by heating such mixtures. Very 
serious consideration is being given to this “iron” problem, as it is 
undesirable to have the hydrate deposited in the orebody, even if it takes 
place at very shallow depths only ;it adds appreciably to operating costs to 
replace piping the effective cross-section of which is reduced by the 
deposit. No chemical treatment seems to be economically justified. 
Filtration through sand seems to be the practicable and best means of 
meeting the situation. Not only will the solid precipitates be retained 
mechanically, but sand is particularly efficient in selectively absorbing 
iron from its dissolved salts and permitting the freed acid to be carried 
on by the percolating waters.’ This remedy, to be fully effective, 
presupposes complete adoption of the film method of percolation and 
practical engineering difficulties may prevent this being done in its 
entirety until the completion of the Dederich tunnel. 

If, and when, the sand filtration method cannot be followed, it would 
be desirable to discard all the tailing waters, for their content of 
copper (about 0.4 lb. per 1000 gal.) is not sufficient to justify any treat- 
ment other than at the company’s scavenger plant. Unfortunately, 
this is not deemed practicable at present, as it appears unwise to leach 
with the Bingham mines water directly, for it is feared that in the first 
part of its path through the orebody, it will precipitate copper instead of 
dissolving it because of its alkaline character. A mixing with the tail- 
ings is apparently the cheapest and an effective method of giving the 
percolating waters an acid reaction from the start of the leaching opera- 
tion. Further experimental study of the question is under way. 

Confusion regarding these ‘‘iron”’ phenomena has developed wherever 
similar operations are carried on and has led to erroneous concepts of 
what may be occurring within the orebody. It is assumed that ferrous 
sulfate is hydrolized in solution, which is true; that oxygen is absorbed 
and converts the hydrolized ferrous hydrate to ferric hydrate, which 
is true; and that the ferric hydrate then precipitates, which is not true, 
as any one may quickly learn by trying the experiment under controlled 
conditions of the laboratory. The total content of sulfuric acid is not 
changed on the absorption of oxygen and ferric sulfate is much more 
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soluble than ferrous sulfate; consequently, there is no change in the con- 
tent of dissolved iron. What does happen, if time and oxygen are suffi- 
cient, is a complete conversion of the ferrous sulfate to ferric sulfate and 
this latter is hydrolized to the degree that the solution behaves in its 
solvent action on metals, oxides, or carbonatgs, as though it were a solu- 
tion of free sulfuric acid. If, now, the solution is neutralized by adding 
some relatively strong basic substance, as the calcium bicarbonate of 
the Bingham mines water, the weak base ferric hydrate will be formed 
and, being insoluble, it will precipitate. The descriptive phrase “hydro- 
lizing out of iron”’ A most unfortunate in concept and expression. The 
phenomenon of hydrolysis of electrolytes in aqueous solution is entirely 
different and distinct from the phenomenon of precipitation of an insolu- 
ble substance resulting from a reaction and there can be no justification 
for confusing the two. 

Ferric hydrate is an exceedingly weak base, weaker than cupric 
hydrate which, in turn, is weaker than ferrous hydrate. If, then, toa 
given solution of ferric sulfate, cupric hydrate or ferrous hydrate is added 
slowly and continuously, at first there will be solution.and disappearance 
of all solid phases, but in time ferric hydrate will commence to separate 
as solid phase, just as though any other base were being added, such as 
magnesium hydrate or sodium hydrate. As pure ferrous hydrate will 
turn red litmus to blue,* one would expect that a complete precipitation 
of ferric hydrate might be accomplished by adding enough ferrous 
hydrate, although obviously more than a stoichiometrical equivalent of 
magnesium or sodium hydrate, because ferrous sulfate itself is appreci- 
ably hydrolized with formation of an acid solution. Similarly, ferric 
iron may be precipitated from a sulfate solution by cupric hydrate. The 
precipitation of cupric hydrate by ferrous hydrate is a more complicated 
affair because of the difference in the state of oxidation; it is to be expected 
that there will be reduction of the cupric to cuprous hydrate with oxida- 
tion of the ferrous to ferric hydrate and precipitation of this last. 

It has been shown above that cupric hydrate and ferrous hydrate are 
present in the orebody. It is conceivable that a percolating solu- 
tion of ferric sulfate, either in traversing a long path or by moving slowly, 
might ultimately dissolve sufficient cupric or ferrous hydrate to cause 
precipitation of ferric hydrate, especially if this path had previously 
been scoured free from cupric sulfate. The probability of such a catas- 
trophe seems remote, but catastrophe it might well be if the precipita- 
tion were long continued, hence, the wisdom in not taking the chance 
and removing the possibility. The only certain and practical way yet 
suggesting itself is the use of the sand filter. 
a EE 
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PRECIPITATION 


The precipitation plant is located in the Mascotte tunnel about 2 
miles from the portal at Lark. It is arranged in two rows of launders 
on either side of the haulage track, each row aggregating 1600 ft. in length, 
or 3200 ft. in all. The rows are subdivided into sections of 320 ft. with a 
siphon at the end of each section to bypass the pregnant solution to the 
opposite row during washing or loading operations. The individual units 
are 16 ft. long with a cross section 32 by 32 in. They are gunited to 
prevent leakage. A false bottom is supported 17 in. above the floor of 
the launder; this bottom is a wooden lattice with 14-in. square openings 
and is built in sections for ease of handling. Immediately above the 
lattice, in the side of the launder, is a hole that is opened during washing 
or draining; at other times it is closed with a plug. The rows are set with 
a grade of 0.5 per cent. The pregnant solution (heads) is brought to the 
launders from the old ore chutes, where it appears in the tunnel, by a 
launder system aggregating about 1500 ft. The barren solution (tails) 
is discharged to a drain through the tunnel to Lark, but with a gate a 
few feet beyond the precipitating launders, where it is diverted, in part, 
into a sump from which it is pumped to the surface above the orebody. 
This sump receives also the Bingham mines water in transit to the surface. 

The scrap, or detinned iron, is received in compressed bales weighing 
about 75 lb. each. The Metal & Thermit Corpn., from whom it is 
obtained, remove the tin by treatment with caustic soda, leaving a metal 
with a surface very well adapted to copper precipitation. Usually it 
reaches the launders in excellent condition, but sometimes there is a little 
adherent caustic and rust. The bales are torn apart at the launders and 
the loosened scrap heaped upon the false bottom; it is the duty of the 
plant operatives to keep a full supply in the launders always. It seems 
to be necessary that the scrap be piled well above the surface of the solu- 
tion and apparently offering an excellent opportunity for rusting; twice 
the equivalent iron is lost as a copper precipitant, and with added con- 
tamination of the copper. The experiment was tried of running two 
series of boxes in parallel; in one series the scrap was kept completely sub- 
merged, while in the other it was piled above the surface as usual. After 
some days the copper precipitated was sampled. They showed no signifi- 
cant difference in grade or iron content but in both cases were somewhat 
above the grade usually recovered from the same boxes. The latter fact 
is probably due to the more than usual interest, and therefore care, of the 
plant operatives in the experimental boxes. It is probable that if solid 
oxides of iron were formed, they were floated on to succeeding launders. 
As the weight of scrap used and copper recovered were not recorded, it 
is yet to be determined if complete submergence is desirable or would 
justify the additional labor that would be required. 
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The Mascotte tunnel and all offsets where men are employed are well 
lighted by electricity. Extra and ample lighting is provided in the 
precipitation plant. An electric tram provides adequate haulage facili- 
ties and the ventilation in the plant is good. At intervals, 2-in. piping 
with hose attachments are provided for washing the copper and keeping 
the equipment clean. The equipment is first class and adequate, and 
the operations well done, due, in great measure, to the small labor 
turnover. Three shifts of fifteen men each are employed in the 
plant operations. 

The pregnant solutions reaching the head of the launders vary some- 
what in volume, from 1200 to 1500 gal. per min. The average rate of 
flow or advancement down the launder system is about 40 ft. per min., 
so that the minimum time of contact with metal is not less than 40 min. 
The gradient being fixed, the rate of flow is determined by the volume of 
solution handled and the effective cross section of the launders; this last, 
in turn, is determined by the amount of scrap submerged. The general 
policy is to crowd the submerged scrap as much as possible without 
causing overflows. Under any conditions, the velocity of transport is 
higher than the usual practice elsewhere, but it is thought to be an impor- 
tant factor for the production of a high-grade copper precipitate. 

The composition of the pregnant solution also varies somewhat, and 
probably always will. Naturally we may anticipate much higher heads 
as development at the surface makes possible a wider area of ore surface 
to be bathed by the percolating waters; it is thought that this will be 
advantageous not only in an increased production, but because increases 
in grade of product and efficiency in iron consumption are promoted by 
“high” heads. The composition of the solution for the last six months 
of 1924 is indicated in Table 4, the figures being averages of the 
daily analyses. 


TABLE 4.—Pregnant Solutions for 6 Month Period, 1924 


Head, | Insol., | CuSOu, | FeSOu, Fex(SO.)a, Cas. MgSOu, Als(SO.)s 

th Gal. Per Per er er er er er 

ange per Min. Cent. Cent. Cent. Cent. Cent. Cent. Cent. 

DULY oe sieve wie eo onekesons 1352 0.011 0.494 | 0.052 0.147 0.141 0.102 | 0.168 
PANTS US Us iaya.s.o oreietons 1402 0.012 0.477 0.035 0.125 0.141 0.087 0.332 
September........ 1343 0.013 0.454 0.060 0.086 0.141 0.097 0.157 
WM ctObDer. sic senso 1260 0.013 0.617 0.095 0,125 0.1438 0.135 0.157 
November........ 1324 0.012 0.412 | 0.049 0.150 0 148 0.197 0.077 
December.......-- 1407 0.012 0.324 | 0.033 0.168 0.156 0.281 0.107 


These figures appear to show that the use of the smaller volume of 
water not only brings higher heads to the precipitating launders, but also 
more copper. For instance, in October, with an average volume of 
1260 gal. per min. percolation, about 65 Ib. per min. of copper sulfate was 
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treated; while in August, with 1402 gal. and in December, with 1407 gal. 
per min., 56 and 39 Ib. of copper sulfate per minute were treated. The 
figure for August is associated with, and probably due to, the extra- 
ordinary concentration of aluminum sulfate. The figures are practical 
arguments for film percolation. Further, it appears that while the per- 
centage of total iron in the smaller and larger volumes does not differ 
significantly, so that the actual mass will be less with less water, a sig- 
nificant difference does exist in the state of oxidation, a larger proportion 
being ferric iron, when the larger volume of water is employed. This 
means that more scrap will yield less copper when the larger volume 
is employed. 

The average copper (Cu) content of the pregnant solution for the 
year 1924 was 0.204 per cent., that of the barren solution 0.0058 per cent. ; 
hence the recovery was somewhat better than 97 per cent. This must be 
considered a very gratifying result when the iron consumption is also 
considered. The record of actual shipments confirms the calculated 
recoveries quite closely and mechanical losses are small. 

The principal factors determining the rate of precipitation of the 
copper, aside from temperature, are the concentration of the solution 
with respect to copper and sulfuric acid.? Consequently, the precipita- 
tion regularly decreases as the solution becomes impoverished in copper 
content, and the acidity is decreased by solution of ferrous iron. These 
facts are shown in Table 5, which has been computed from the analyses of 
the solutions entering at the head of the sections indicated. 


TaBLE 5.—Percentage Recovery of Copper in Several Sectors; Averages for 
the Year 1924 


Average volume of pregnant solution, 1276 gal. per min. 
Average copper per 1000 gal. pregnant solution, 17.031 lb. 


SOCUIONS:: foe cny sec no Ee tae ae 1-2 3-4 5-6 7-8 9-10 All 
RG COV CL Vinrerai naacsn eee 37.2 29.2 17.9 Sah 4.3 97.3 


The relatively high velocity of the solution through the launders, and the 
agitation thereby produced, prevents occlusion or “‘sticking”’ of foreign 
substances in or upon the copper films as deposited. Moreover, it floats, 
or carries in mechanical suspension, the smaller and lightest particles 
from box to box. This flotation is selective, hence there is a marked and 
progressive segregation of ferric oxide in the lower launders. These 
facts have been charted, Fig. 1, where “grade” of the product has been 
plotted against percentage of copper in solution. As a matter of practice 
it has been found that a high velocity of the solution is more important 


* Tron does not precipitate copper from an alkaline solution but zine does; these 
facts suggest that the high concentration of acid is desirable because of the more rapid 
solution of the iron therein. 
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than long-continued contact of metallic iron and solution. In the earlier 
operations, when the launders were set so that the movement of the solu- 
tion was sluggish, poor recoveries were realized; but, the recoveries were 
promptly brought to their present high efficiency when the launders were 
brought to their present gradient. 

The speed with which the copper is precipitated may be a practical 
factor in the purity, or grade, obtained, aside from mechanical inclu- 
sions in the film. Theoretical and a priori considerations would suggest 
a better copper with slow deposition from dilute solution. Actually, 
plant results seem to be opposed in that the best grade of copper is 
obtained with high heads and rapid deposition, the grade always falling 
below 90 per cent. when the concentration of copper in solution falls 
below 0.06 per cent. Whether or not slow deposition is undesirable for 
good plant precipitation and the plant observations are a confusion of other 
and masking phenomena, isof practicable importance and must be worked 
out under controlled laboratory conditions. 

In its progress through the launders, the solution becomes progres- 
sively leaner in copper, but progressively dissolves iron to form ferrous 
sulfate. Ferrous iron is a fairly strong base, so the hydrogen ion con- 
centration is rapidly reduced. Gaseous hydrogen escapes from the 
solution and precipitation of metallic copper slows down. There must 
be some absorption of oxygen as well as evaporation in the passage 
through the launders; this oxidation is reflected in a higher and higher 
consumption of iron per unit of copper precipitated. The concentration 
may reach the point where a basic ferrous sulfate will separate as solid 
phase; some observations in the plant indicate that this has happened, 
although the major part of it must have floated off in the tailings. It 
has been suggested that in the nearly neutralized solutions of the lower 
launders the relatively ‘‘strong”’ base ferrous hydroxide causes a precip- 
itation of the relatively very ‘‘weak’’ base ferric hydrate formed by the 
absorption of oxygen and that this accounts for the accumulation of the 
latter in the copper recovered. In other words, metallic iron in a satu- 
ated solution of ferrous sulfate exposed to the air will completely dis- 
appear to form ferric hydrate and it is futile to attempt the recovery of a 
small amount of copper from such a solution. Technically the addition 
of more water and sulfuric acid is the answer; economically, the problem 
is whether a very high recovery of copper is justified, considering the 
iron consumption and equipment necessary. The answer may well 
vary for different installations and at the same installation with changing 
conditions in the price for copper, iron or labor. 

At the Ohio Copper Co.’s plant, the consumption of iron in the several 
sectors is to be determined with the precision necessary to justify any 
modification of the present practice, which has been developed empiri- 
cally. It is believed that contamination of the copper from precipitated 
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ferric hydrate is not serious, if it occurs at all, the ferric oxide in the 
lower grades being explained by the rust on the scrap, with selective 
flotation. In all grades, there is always some iron, usually an insignifi- 
cant amount, in the form of minute undissolved fragments of scrap, and 
a decidedly significant amount in occluded and adsorbed sulfates which 
cannot be removed by washing with water alone. 

The iron consumption for the entire operation is about pound for 
pound; that is, a pound of iron is dissolved for every pound of copper 
shipped. This result would probably compare favorably with those 
obtained elsewhere; nevertheless, a margin for improvement exists. 
It shows that about 88 per cent. of the iron is actually used in precipi- 
tating copper. Allowing 2 per cent. for rust and impurities, about 
10 per cent. is used in reducing ferric iron to the ferrous condition. No 
great improvement in the plant practice appears possible, hence any 
increased efficiency in iron consumption must be sought in an increase in 
the ratio of copper to iron in the pregnant solution with improved perco- 
lation. That this will be realized, is indicated clearly by the history of 
this enterprise. 


THE PRopuct 


Depending on its position, the concentration of the pregnant solution, 
and to less extent on other factors, the space below the false bottom of 
the individual launder becomes filled with copper in from 6 to 30 
days. Always several launders are about filled at the same time. The 
solution is then bypassed, by the siphons at the head of the section, and 
when the flow has ceased the plugs are drawn in the launders to be 
emptied, the scrap washed by means of the hose, and moved to a conven- 
ient place. The copper is agitated and washed by means of the hose, 
settled, the supernatant solution of ferrous sulfate drained off, and the 
copper shoveled into lorries and carried to the loading station at Lark, 
when it is shipped to its destination. On the whole, the operation is 
efficient. Washing the scrap recovers copper from it and improves its 
surface for further use, but entails a certain risk of carrying small frag- 
ments of iron and other undesirable components into the copper. Pos- 
sibly a diaphragm pump could advantageously be employed for loading 
the lorries. About three-fourths of the product, when dried, will grade 
90 per cent. copper or better; the remainder, from the lower launders and 
containing much iron, grades sometimes to a lower limit of 60 per cent.., 
but usually above 70 per cent. copper. 

By the time the product is loaded at Lark, it has settled and much 
water has drained from it. As shipped, it carries about 30 per cent. 
water, which has somewhat lessened at destination where sampling for 
settlement analyses are taken. Meanwhile, oxidation has taken place, 
the bright characteristic metallic appearance has given way to a dull 
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brown or almost black. On drying, in preparation of the sample for 
analysis, a further and more extensive oxidation occurs, which may 
amount to 5 per cent. or more, so that a product which should grade 90 
per cent. copper will grade only 86.5 per cent. This difficulty is a serious 
handicap in the marketing of cement copper apd working out an equit- 
able basis for settlements. Two problems are involved. One, the 
working out of a quick laboratory method of drying the sample, which 
will preclude further oxidation without reduction of any oxides that may 
already be present; attempts to dry the sample in an inert gas are prom- 
ising. The second problem is to free the product from moisture before 
shipment, without at the same time oxidizing it. 

To this end, it has been suggested that the product be dried in a 
current of stack gases, but it is necessary to use an excessive amount 
of heat to remove the moisture to the point where oxidation will not 
promptly set in and continue extensively unless stirring be employed; 
and with stirring, dust losses are high. 

Melting has been proposed. The product is excellent, for no refining 
is needed, and it appears to be a simple matter to reduce copper oxide to 
a negligible minimum and slag and skim off the iron, sulfur and silica. 
But the dust losses are again high in the melting and the product must 
be dried first. 

Recourse to briquetting at high pressures seems to promise a way out 
of the difficulty. The Salt Lake Iron & Steel Co. has put at our disposal 
100-ton hydraulic press and the Salt Lake Shop of the D. & R. G. W. R. R. 
has permitted certain experiments with its 600-ton press. 

The first experiments were made with rejects of the settlement 
samples, which were stirred up with an excess of water. The results 
were promising but the bricks were too high, in comparison with their 
cross-section, and broke or shattered too easily, generally along surfaces 
in which some foreign substance, usually a silicate mineral fragment, was 
embedded. On standing 24 hr., apparently due to readjustment of inter- 
nal stresses, the bricks became much tougher and resistant to breaking 
tests. Coming from the press, the bricks felt cold, but quickly came to 
room temperature and appeared to be perfectly dry. The water extruded 
in the pressing carried notable quantities of ferrous sulfate and some 
ferric sulfate. 

Bricks were then prepared at various pressures, up to 150 tons per 
square inch. The densities, when plotted against the pressures, fell on a 
smooth curve; but as subsequent investigation proved them to have no 
absolute significance, they are not presented. The curve was asymptotic 
and it appeared that the higher pressures would not be justified by the 
increase in density attained, considering the added expense of building 
a press for a quantity production with excessive pressures. At 150 tons 
per square inch, the plunger was bent and split and the die was distorted. 
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Special steels from two manufacturers have been secured, new dies and 
plungers made and tested, and it is no longer a problem to secure suitable 
material for them. 

The brick made at 150-tons pressure, although distorted and, when 
tested, showing but little greater density than bricks made at half the 
pressure, nevertheless appeared, generally, to be more desirable and less 
resistant to abrasion than any yet made. The density, a little more than 
6, was far short of the density of melted copper; hence a more detailed 
study of the bricks was made in various ways, which need not be detailed. 


Analyses of Product, Per Cent Copper 


Tig. 1.—CurvE SHOWING GRADE OF PRODUCT OBTAINED USING VARYING CONCEN- 
TRATION OF COPPER IN HEADING SOLUTION; ANALYSES OF PRODUCT OBTAINED FROM 
AVERAGE COPPER CONTENT OF CONTROLS RECEIVED FROM JUNE, 1924, ro Apri, 1925; 
ANALYSES OF SOLUTION, AVERAGE ANALYSES DURING THIS PERIOD. 


It was found that, for stability, the truncated cone is most desirable 
and that the height should be less than the diameter; the samples of 
copper tested so far were unsuited to the purpose, the individual particles 
being coated with an oxide film. A suitable die having been made, a 
barrel of the fresh product was shipped directly to the foundry, a brick 
made for the instruction of one of the laborers, who thereupon, himself, 
promptly made about 100 of the bricks, at a pressure of 40 tons to the 
square inch, without slip or mischance of any kind to bricks, die or 
plunger. This shows that the operation can readily be carried on by 
intelligent labor without special training; satisfactory steel is available 
for dies and plungers and excessive pressures are not required, for the 
bricks made were in every respect satisfactory. They were heaped pro- 
miscuously in a nail keg, which was placed in the tonneau of a small 
motor car and carried over roads and pavements, cartracks, etc., and 
showed no abrasion. They are very resistant to breakage on being 
dropped or struck with a hammer. They have.been drilled and sawed, 
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showing clear metallic surfaces after the tool. After standing for several 
weeks, the surfaces are yet bright, showing little or no evidence of oxida- 
tion. Placed in a clay crucible in a muffle, they melt cleanly, as would 
& copper bar, without any suggestion of ipa In fine, they appear 
to be in excellent form for shipping. 

Analysis of the product shipped to the ataase was made at the plant 
laboratory, which reported a copper content of 91.4 per cent. Two of 
the bricks, picked at random, were sent to’the laboratory which reported 
as follows: 


Cou, FE203, INSOL., Ss, MoIstTuRE, 

Per Cent. Prr Cent. Per Centr. PER Cent. Per CEnr. 
Before briquetting........ 91.48 1.90 0.70 0.27 43.80 
After briquetting.......... 94.43 1.64 1.00 18 .76 


Another brick, also picked at random, was sent to Crismon & Nichols, 
public analysts, who reported 95 per cent. copper. It may thus be said 
that an appreciable increase in grade is obtained by the briquetting in 
addition to putting the product into a dry form, resistant to oxidation, 
and well suited for direct shipment or to melting. Preliminary inquiries 
indicate that the difference in cost of installation would not be of material 
import between a suitable press or dryer equipment, while the operating 
cost would be greatly in favor of the press. 

The slight compressibility of water and its extrusion in the restricted 
space between the plunger and walls of the die, was foreseen; also that a 
part of the occluded iron would be thus removed. As ferrous sulfate dis- 
solves with contraction of the volume of water, pressure must increase 
the solubility. It would be interesting to determine the relations between 
the effect of pressure on the absorbed or adsorbed solute and solvent, but 
for the present we are obliged to be content with the assurance these 
experiments have given that it is quite practicable to prepare a cement 
copper for shipment with an iron content of less than 1 per cent. 


Costs 


Up to and including April 30, 1925, there has been shipped by the 
Ohio Copper Co. 17,076,099 lb. of cement copper at a total operating 
cost of $656,837.32. The smelting charges during the same period have 
been $422,919.22, bringing the total cost of making and marketing the 
product to $1,079,756.54. Consequently, on the pound basis, the figures 
are 3.847 cents for operating; 2.477 cents for smelting charges, and 6.323 
cents for making and marketing. 

The figure for operating cost includes all labor and materials in leach- 
ing, precipitating, mining and exploration, office, laboratory, and salaries 
at Bingham, Lark, and Salt Lake City. It varies from time to time with 
production or with the individual items. The cost of the iron per pound 
of copper produced is approximately 1.25 cents for the metal. More 
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than half the labor is expended in handling the iron, hence it seems safe 
to assess half the remaining operating cost to it, bringing the total cost 
of iron to 2.55 cents, or a little more than 66 per cent. of the total oper- 
ating cost of making copper under present conditions. Instinctively, 
the engineer will look here for an opportunity to cut costs. It has been 
shown that there is possible a small improvement in iron consumption 
with an increase in the copper content and decrease in the ferric-iron 
content of the pregnant solution and, doubtless, with the larger mass of 
scrap that will be required by an increased copper production, there may 
be a small decrease in the labor item; however, no important change in 
the present efficient handling of the scrap is foreseen, hence, no important 
lowering of the cost for iron. 

On the other hand, with an increased production of copper and an 
increased revenue in consequence, it is reasonable to anticipate that a 
much larger campaign of exploration and development will be inaugu- 
rated. All the evidence available, and it is significant in amount and 
character, is to the effect that there is an enormous territory contiguous 
to the present caved zone, with a copper content as high, or higher, which 
can be caved and prepared for leaching. Apparently much of this 
region can be so prepared economically; experts differ as to the extent 
to which such operations should be carried. From an engineering point 
of view, it would be desirable to resume a systematic exploration of the 
uncaved regions, for it must remain a speculative problem what the life 
and value of the enterprise may be until a more precise knowledge of the 
nature of the ore has been obtained, as well as the cost of mining, moving, 
and crushing it. 


Lire OF THE ENTERPRISE 


A visit to the Dederich tunnel, now some 590 ft. into the caved zone, 
will show that there is much copper sulfate to be removed. It is every- 
where apparent that the oxidation of sulfides is continuously in progress, 
for the temperature is uncomfortably high except at the outlet from the 
blower; particularly, it will be evident that no leaching has been effected 
in the part of the caved zone now accessible. Attempts to outline, in 
diagram, the probable paths of water already applied on the surface but 
add to the conviction that only a restricted portion of the caved zone has 
been leached and that the greater part is yet to be so treated. It is 
evident that the recovery of the copper is to be a gradual process through- 
out many years. If we accept an estimate of 34,000,000 tons of ore in 
the caved zone and make a conservative estimate of the average content 
of copper that may economically be removed by leaching, say 0.3 per 
cent., and that during the period of removal there will be an average 


production, annually, of 10,000,000 lb., the life of the operation will be 
20 years. 
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Norden and Crane’ have estimated the caved zone to contain 251,- 
218,248 lb. of copper, of which 136,107,463 Ib. can be recovered by leach- 
ing. Examination of the details of their estimate in the light of our 
present experience inclines us to the opinion that these engineers were 
ultra-conservative. They further estimate “proved” territory adjacent 
to the present caved zone to contain 322,427,696 lb. of which 214,414,418 
Ib. can be recovered by leaching, although expressing doubt of the eco- 
nomic feasibility of recovering part of this estimated poundage. To 
resolve these doubts, further exploration work is necessary. In addition, 
there is a much larger territory of unproved rock, some of which undoubt- 
edly contains sufficient copper to justify leaching, but it is pure specu- 
lation at this writing to state quantities. From an engineering point of 
view, the prospects amply justify an early and systematic exploration of 
the possible reserves and preparation of new territory for leaching. Other 
considerations must have their weight. The rapid development of large 
sources of copper in South America and Africa will undoubtedly have a 
marked effect on the market, probably in the direction of lower selling 
values, at least until the world market has been stabilized, and the selling 
price must be a factor in determining what can reasonably be expended 
in preparing new leaching territory. Fortunately the proved operating 
expenses, together with the economies in sight, assure a continued pro- 
duction by the Ohio Copper Co. against any probable competition and 
for a period to be measured in decades. 


DISCUSSION 


T. B. Briguton, Salt Lake City, Utah—There are near Lark 
6,000,000 or 7,000,000 tons of tailings from the Ohio Copper concentra- 
tors. These tailings contain an average of about 0.4 per cent. copper, 
partly in an oxidizedform. Since leaching of waste rock in the old stopes 
and fills has proved profitable, the question has been raised as to whether 
or not a leaching treatment of the tailings would pay. The material 
in the old ponds is striated and there are lenses of slimes, which are not 
easily permeable to water, so that any leaching in place in quantity is 
out of the question. When these claylike slimes are broken up and 
mixed with the sand tailings, water percolates through the mass 
quite readily. 

At the University of Utah, we have made a few tests to see what 
recoveries of copper might be expected if the tailings were broken up 
and leached. The total copper present averages about 8 Ib. per ton, 
but only part of it is water soluble. Long percolation with distilled 
water dissolves only about 1.5 lb. per ton and a short stirring with three 


10 Private communications; valuation report, January, 1924. 
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parts water to one part tailings causes only about 0.7 lb. per ton 
to dissolve. 

The only water now available for leaching is that from the precipitat- 
ing tanks of the company. ‘This flows from the Mascotte tunnel and is 
distinctly acid in character. Tests made with dilute sulfuric acid, made 
up 2 lb. of acid per ton of water, showed that approximately 2.7 lb. could 
be dissolved in 1 to 3 pulp by short stirring. Under the same conditions, 
the water from the precipitating boxes dissolves 2.8 lb. per ton. Some 
of this is held up by the water that will not drain from the tailings, so 
that only about 2.5 lb. can be obtained in the solution for recovery. 
Repeated percolation over several hours with fresh precipitation box 
water removes almost half of the total copper present, but not more 
than the above 2.5 lb. would be in solutions of such concentrations 
that it could be recovered at a profit by precipitation. 

Whether or not the recovery of 2.5 lb. of copper per ton of tailings 
will pay will depend on the cost of breaking up the bedded material, 
moving, leaching and dewatering it, and then precipitating the copper. 
Simple agitation with water does not produce a solution that settles 
clear quickly so either some type of filtration would be needed or settlers 
of considerable extent. 

A considerable part of the iron in solution is in the ferric state so that 
precipitation costs on detinned scrap would be above normal. While 
careful analysis of costs might show a possible profit, the margin, if any, 
is extremely small. To us, it appears that under present conditions, 
leaching of the tailings would not prove a profitable undertaking. 

In many places on the tailings beds a considerable part of the soluble 
copper has been carried, by the capillary rise of water, to near the surface. 
In some spots, the surface is distinctly blue; from such places copper 
salts are being steadily removed by wind action. So the recoverable 
copper present in the beds depends on the rate of oxidation of the sulfides 
and the rate of removal of copper salts by capillary rise and subsequent 
wind action. Given sufficient time, natural processes will remove a 
large part of the copper originally present and, when removal is pro- 
ceeding more rapidly than oxidation of new sulfides, the possible value 
of the old deposits will drop. So unless copper prices increase or handling 


methods considerably improve, the tailings ponds are likely to 
remain undisturbed. 


H. C. Goopricn, Salt Lake City, Utah.—Is there any difference in 
the amount of iron consumed and copper recovered in these various 
sections; that is, the first 640 ft. and the second 640 ft.? 


A. E. ANDERSON.— Daily analyses are made of the solutions leaving 
each respective set of sections. The average analyses of these solutions 
for several months indicate that the consumption of iron per pound of 
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copper precipitated is about 1 to 1, showing that the consumption of 
iron throughout the plant is quite uniform and ordinary analytical 
methods do not detect any greater consumption of iron in any particular 
set of sections. 


H. C. Goopricu.—Is there any difference én the cost on the tailing 
and upper ends of the operation? 


A. E. Anprrson.—The labor per pound .ef copper extracted is 
practically the same in each section. The unconsumed iron is separated 
from the copper by washing the precipitated copper through a false 
bottom into a settling chamber, using a hose placed at regular intervals 
throughout the plant. The chief iron-consuming constituents of the 
heading solutions are copper sulfate, ferric sulfate, and some free sulfuric 
acid. As the ferric iron and the free acid are the only compounds that 
would produce a high iron consumption per pound of copper precipitated, 
the lower boxes will contain less of these compounds and consequently 
the consumption of the iron will theoretically beless. As Ihave stated, the 
average analyses of solutions indicate a very uniform consumption 
of iron throughout the plant. The quantity of ferric iron and acid 
present in the original heading solution is so small that from a practical 
standpoint the errors introduced by sampling etc. more than offset 
this consumption and, therefore, we have the conditions as given. Of 
course if the ferrous iron were oxidized to ferric during the time the 
solutions were passing through the sections, one would expect to find the 
costs of producing copper to be higher in the lower boxes than in the 
upper but the rate of flow of solutions and the excess quantity of scrap 
iron prevents the oxidation of the ferrous iron and in very few instances 
have we found ferric iron in the tailing solutions. 


T. P. Bruuines, Salt Lake City, Utah—lIf the iron in the solution 
containing the copper were increased would the extraction decrease? 


A. E. ANDERSON.—The iron in the heading solutions is very constant, 
therefore I can give no data pertaining to this effect. 


T. P. Brtrncs—We had some experience using solutions from 
two sources and found that the solution low in iron gave recoveries of the 
copper around 99.0 per cent., while the solution high in iron gave very 
low recoveries. I thought that this low recovery was due to the presence 
of the iron. 

F. K. Cameron.—The fact that all the iron must be reduced before 
the copper will precipitate will probably account for the low recoveries 
when using a solution high in iron. The detinned iron added in the 
upper boxes was being consumed by the ferric iron and was not efficiently 
precipitating the copper; therefore, to obtain the good recoveries it 
requires more iron which probably, in your case, would mean more 
boxes, and not having them your recoveries were low. 
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Leaching Mixed Copper Ores with Ferric Sulfate; Inspiration 
Copper Co. 


By G. D. Van ArspALE, Los ANGELES, CALIF. 
(New York Meeting, February, 1926) 


This paper describes a series of experiments leading to the development of a method 
for leaching the mixed ores of the Inspiration Consolidated Copper Co., containing 
chalcocite and silicates of copper, by the use of solutions acidified with sulfuric acid and 
carrying ferric sulfate. Iron is added to the solutions and ferric tron is regenerated 
electrolytically to a percentage high enough to act as an efficient solvent. The decreased 
yield is partly compensated for by a higher current density. 


AN IMPORTANT problem in modern copper metallurgy, particularly in 
the Southwest, has been to obtain good recoveries from what are commonly 
known as mized ores; that is ores in which the copper occurs partly as 
oxide and partly as sulfide compounds. The dividing line between mixed 
ores and ores commonly accepted as concentrating is not definite. In 
other words, much ore now being concentrated carries considerable 
copper in non-sulfide form, on which recoveries are not so good as 
on ores carrying less of these constituents. While treatment by 
concentration may be commercially profitable on ores carrying oxide 
copper within certain limits, there are large deposits for which the 
application of concentration could not be considered, and yet which 
have not been considered amenable to leaching because they carried 
too much sulfide. 

The Inspiration Consolidated Copper Co. has large amounts of such 
mixed ores, and this paper is an account of the experimental work 
by which a method was developed for their treatment, and for which a 
large plant is now being erected by the Inspiration Co. It is not claimed 
that the method is a general solution of the problem of mixed-ore treat- 
ment but it is apparently well adapted for leaching the ores of the Inspira- 
tion Co., for which it was designed. The work done has covered 
preliminary laboratory and test-plant investigation, and a pilot-plant run, 
extending from March to the middle of December, 1923. Thoroughly 
consistent and satisfactory results were obtained continuously for more 
than six months in the pilot plant; and it is believed that the results 
and probable costs that can be had on a large scale have been definitely 
proved. The method, however, was designed for local conditions; and 
while the basic principles are general, there are ores on which it will not 
work and other ores for which considerable modification may be required. 


> 
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The definite problem submitted was to devise a method for leaching 
large tonnages of ore carrying approximately 1.25 per cent. copper, which 
was known to vary largely in the proportion of sulfide and non-sulfide 
copper. The main sulfide copper mineral in the ore is chalcocite and the 
principal non-sulfide chrysocolla. Other copper minerals may occur in 
small amounts; pyrite also is present but no pyrrhotite. When crushed, 
the ores leach very well by percolation, and the acid consumption is low. 
On a scale of operations of, say, 5000 to 7500 tons a day, it was assumed 
that, in regular working, deliveries of ore could be made carrying total 
copper between the limits of 1 and 1.3 per cent. As, however, no assur- 
ance could be given as to the probable proportion of oxide and sulfide 
copper in ore which could be maintained day by day, the condition had 
to be laid down that any method adopted would have to give reasonably 
good results on any combination of oxide and sulfide within certain limits 
and inside the above total. On this working scale none of the ore is 
expected in quantity to be free from sulfide, and in present Inspiration 
practice an ore of, say, 0.95 per cent. copper as sulfide and 0.25 per cent. 
as oxide is concentrated; so that for the leaching ore the limits in sul- 
fide and oxide percentages become a minimum and maximum of 0.1 
and, say, 0.9 per cent. sulfide and a minimum and maximum of 0.25 
and 1.1 per cent. oxide, provided present concentrating practice is 
followed. While a plant had to be prepared to treat any possible com- 
bination, it was believed that the orebody, as a whole, would have an 
average composition somewhere between, but not at, these limits, as it 
is a mixed orebody and not one on the edge of being a straight oxide 
or straight sulfide. 

These conditions at once eliminated, for this investigation, considera- 
tion of any scheme involving a combination of two methods for the sepa- 
rate recovery of oxide and sulfide respectively. For the problem under 
consideration, the adoption of such a combination method might mean 
good metallurgical yields at the expense of uneconomical copper from 
one or the other of two classes of compounds, in case its percentage in the 
ore was below the point at which the pounds copper recovered would pay 
the cost of the individual operation. 

In the preliminary survey it was recognized that the probability of 
eventual cheap electricity and future increasing fuel cost pointed strongly 
toward electrolytic precipitation. Precipitation with iron, including 
sponge iron, has attractive features, but for a large installation it requires 
both cheap fuel and a cheap source of iron; it also means difficulties in 
the disposal of large amounts of waste liquor and requires comparatively 
large volumes of fresh water per ton of ore. The desirability of a finished 
product also favored electrolysis. Precipitation by SOz, either from 
sulfate or chloride liquors, although doubtless feasible and attractive 
under certain conditions, could in itself be a part of a process for extract- 
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ing oxide copper only and was, therefore, not considered by the author 
for this investigation. 


CHOICE OF SOLVENT AGENT 


Chloride liquors as the solvent agent for copper have some advantages 
but many practical objections, so sulfate solutions were adopted. As to 
the actual solution of the copper the oxide portion was not expected to 
offer any difficulty, from previous work by the Inspiration staff. As it 
was decided to devise, if possible, a method for extracting both sulfides 
and oxides together, there remained two alternatives: one, to roast and 
thereby render the sulfides soluble in dilute acid; the other, to devise a 
solvent method for extracting sulfide copper direct without roasting. 
Roasting and leaching are feasible and comparatively simple metallurgi- 
cally, but this method necessitates a high installation cost for furnaces and 
a rather delicate control of the roasting operation, with its cost including 
fuel. It was, therefore, decided to investigate a direct solvent method 
for copper sulfide; ferric sulfate was the only reagent considered for 
this purpose. 

The literature on this subject was not very encouraging as to the use 
and regeneration of ferric sulfate. Its experimental use as a solvent is, 
of course, very old. Its regeneration by air did not appear very promis- 
ing, and regeneration by electrolysis was stated by all authorities to be 
possible, when accompanied by plating out of copper, only in very limited 
percentages; when higher percentages were needed a diaphragm cell was 
said to be indispensable. Nothing but standard apparatus was wanted, 
therefore a diaphragm cell was not to be thought of. Fortunately, it 
was found, notwithstanding these earlier statements, that it was possible 
to regenerate ferric iron electrolytically in concentration sufficient to act 
as an efficient solvent of copper sulfide, and at the same time to obtain a 
reasonable yield, in pounds of copper per kilowatt-hour, in a cell without 
a diaphragm. Another apparent difficulty was the statement, in the 
literature, that for compounds of the formula Cu.S only one half of the 
copper was readily soluble, that the remaining half required heat and along 
time. However true this may be, it was found that a reasonable sulfide 
extraction percentage could be had in not too long a time on ore crushed 
sufficiently fine. These facts, namely that an active and efficient ferric 
sulfate solvent can be regenerated in a non-diaphragm cell by electrolysis 
with a reasonable yield of copper, and that the solvent thus made, under 
proper leaching conditions, will give sufficient sulfide extraction, constitute 
the outstanding features of the method. 


CHOICE oF ANODES 


In the small-scale electrolytic experiments, both graphite and lead 
were used as anode materials. The characteristics of graphite are a low 
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voltage, a high anode efficiency of conversion of ferrous to ferric i iron, and 
durability i in the presence of sufficient ferrous iron; but to bbtaid the 
minimum voltages with graphite, it is necessary ie use agitation and 
an elevated temperature. Lead anodes gave higher voltages, a lower 
anode efficiency corresponding to less ferric i irgn made per unit of copper 
plated out, and was durable under the conditions of the tests; with lead, 
agitation and heating were not advantageous. A reasonably hch current 
density, say about 15 amp. per sq. ft:, was sufficient to counteract, 
to a commercial degree, the solvent action at the cathode by the ferric 
iron produced. 

The solution composition adopted was, of course, influenced by the 
desired leaching action. So far as the electrolysis was concerned, the 
limits within which the various solution constituents could be varied 
were found to be about as follows: Copper as sulfate from 2.5 to 3.5 
per cent.; total iron from 1.5 to 2.5 per cent.; ferric iron up to 1.0 per cent. 
or somewhat higher; free acid from 3.5 to, say, a maximum of 7.5 per cent. 
With the minimum or more of copper, that is the amount necessary to 
obtain good reguline copper, no important effect was observed on increas- 
ing this percentage. Reduction of voltage is had by the presence of 
sufficient ferrous iron and no harmful effect on electrolysis is brought 
about by increase of this constituent; ferric iron in considerable amounts 
increases voltage; increasing percentages of free acid reduce voltage. 

With either lead or graphite anodes, the cathode and anode efficiencies 
do not necessarily follow the same curves, and it is possible in several ways 
to establish conditions by which these efficiencies can be varied inde- 
pendently where this effect is desirable. This means that the production 
of ferric iron does not necessarily correspond to the amount of copper 
plated out. There is considerable advantage in being able to vary the 
amount of ferric iron relative to the copper plated out, for in this way 
the ferric-iron balance may be preserved notwithstanding consider- 
able variations in the proportions of oxide and sulfide copper in the ores 
being leached. 

A diaphragm is not needed to obtain reasonable yields in the presence 
of ferric iron, up to about 1 per cent. or even a little more. By a reason- 
able yield is meant a cathode efficiency of, say, not less than 60 per cent. 
and about 24 lb. copper per kilowatt-hour. Alumina is not harmful; 
and when present in the electrolyte in sufficient amounts has a beneficial 
effect on cathode efficiency in the presence of ferriciron. Up to about 0.5 
per cent. or more of copper can be plated out from solution, and the 
copper is of good physical character and of sufficient purity chemically to 
meet standard specifications. 

Size OF ORE 


In the preliminary survey on leaching, it was felt that a system should 
be devised that would involve percolation although leaching by agitation 
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and counter-current washing has attractive features. With a finely 
crushed ore, the time of contact of the acid solvent, it could be expected, 
would be reduced to a matter of hours with agitation, as against days by 
percolation with probably increased extraction. However, there are 
disadvantages in this method of leaching. Fine crushing costs more per 
ton, and the extra extraction obtainable may not be sufficient to balance 
this extra cost. The amount of fresh water needed per ton of ore is 
much larger and the volume of the various washes much greater than by 
percolation; for in percolation an ore charge can be drained to contain not 
more than from 10 to 15 per cent. moisture, while in agitation of finely 
crushed ore, settling can hardly be done to a less ratio than 1:1 of solution 
to ore. This means about ten times the volume of fresh water and of the 
several washes necessary for agitation treatment as compared with perco- 
lation. For a large plant, this large volume of water is an important 
consideration. Also dry crushing to a size fine enough to agitate is not 
an attractive proposition. In addition acid-proof agitators have not 
been built and operated in the large sizes that would be required; while no 
doubt they could be developed, one of the requirements of the method 
sought was that it should require nothing but standard and proved 
apparatus. Therefore, unless the test results showed that agitation had 
to be adopted, it was not considered desirable for the problem 


~ under consideration. 


The tentative conclusions, made asaresult of laboratory-scale leaching 
tests on representative ore, were as follows: All forms of oxide copper 
present in the ore were readily and completely soluble in the solutions 
used. Copper in the sulfide form present (chalcocite) gave 80 to 85 
per cent. extraction when treated warm (about 125° F.) with the solutions 
used and about 75 per cent. extraction to the same solutions cold, under 
parallel conditions. The degree of crushing was of little importance, with 
regard to oxide extraction, but was of primary importance in respect 
to sulfide extraction; that is, it was proved necessary to reduce the ore 
to a given fineness to obtain satisfactory sulfide extraction in a reasonable 
time with either warm or cold solutions. The reason for this was not only 
the different chemical reactions but also the quite different way in which 
the two minerals occur in the ore. The copper silicate is usually along 
fracture planes etc. of appreciable size and thus is much more accessible 
to the action of the solutions than the chalcocite; this was afterwards 
demonstrated by microscopic examination of ore leached on a large scale. 
It was also shown that below a percentage of, say, about 0.4 per cent. 
Fe’’’, the solvent action of ferric iron becomes feeble ; while at 0.75 to 
1 per cent. or above, ferric iron is an active solvent. Therefore, while it 
was theoretically possible and desirable, from the electrolytic standpoint, 
to obtain a complete reduction of ferric iron during the leaching, practically 
the minimum ferric iron in the solution from the ore would be about 0.5 per 
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cent. and preferably higher; and from the leaching standpoint the higher 
the better. The Inspiration ore is markedly different from that of the 
New Cornelia Co. in that the amount of iron dissolved per cycle is small; 
it is, in fact, less than the amount that would normally be carried from 
the system by the last wash waters when leaching with a solution carrying 
about 2.5 per cent. total iron. This means that no discard is necessary 
to prevent accumulation of iron; also that it is possible to standardize the 
solutions at any given percentage of total'iron, provided losses of iron are 
made up. 

These tentative conclusions were thoroughly investigated in a small 
test plant, when the results apparently showed that tailings containing 
not more than about 0.2 per cent. copper could be expected. A tentative 
flow sheet was then adopted and recommendations made for a large-scale 
test in a pilot plant. No substantial changes were made in this flow sheet 
as the result of the larger scale work, and the average recovery made in 
the pilot plant checked closely that predicted from the small-scale work. 


PILOT-PLANT OPERATIONS AND RESULTS 


The Inspiration company had a well-designed and very flexible pilot 
test plant and a competent staff experienced in leaching and electrolytic 
work, so it was decided to have further work done in the pilot plant, under 
the charge of the local staff, with the author as consultant. A few minor 
changes only were needed to adapt the pilot plant for the new 
method, and after these were made operations were started about March 
1, 1923. 

The first month was spent leaching high-grade ore for the purpose of 
making up the solutions. For about a month or six weeks afterwards, 
ore furnished by the mine carried higher percentages of sulfide than 
would be expected in regular operations on a large scale. During this 
period, also, conditions were not adjusted to furnish sufficiently strong 
ferric iron for leaching. When this was accomplished, decided improve- 
ment was shown. A little later, beginning about May 1, ore more nearly 
representative in grade and sulfide percentage was furnished and results 
were satisfactory. During July, seven lots were crushed finer, with the 
idea of possibly bettering the sulfide extraction, and later some tests 
were made on shortening the leaching cycle. Following this, uniform 
operating conditions were established, as nearly as possible, and opera- 
tion was continued for a sufficient time to make as sure as possible on this 
scale of all factors. Altogether, about six months of consistent and satis- 
factory results were had, which was considered a sufficient demonstration 
of the method. : 

The details of the leaching operations and results for these periods, 
with some comments on the results as obtained, are as follows: 
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Series 1 
Preliminary period for solution make-up. 
Conditions—finely crushed high-oxide ore. 
Average analysis of ore: Total copper, 2.16 per cent.; soluble copper, 1.94 per cent.; 
sulfide copper, 0.22 per cent. 


Heads Tails Extraction 
H:0 
yon | Bat) B85 eget) aot) esate BE | sa loan 
per, pay per, er, Den | per, | Cop- Per Pex Per 
Per ae Per er Pat | Per ae Cent. Cant. Cent. 
Cent. | Gent Cent. | Cent: | Gent | Cent. che 
1 2.20| 2.07| 0.13] 0.40] 0.30] 0.10! 0.16] 81.8/ 85.5] 23.1 
2 2.44) 2.28] 0.16] 0.46] 0.36/ 0.10} 0.12] 81.2) 84.3] 37.5 
3 3.44 3.34) 0.10 1.49| 1.39/ 0.10) 0.14) 56.7} 58.4 
4 3 .O0y):2.87 0:13.41 -93).1.8384.0 10), 0.32135 74 36.00 ek 
5 287i 2.72 20.154 2.08), 1.970.110) O35) 27.0 keh. Ol comb 
6 1.80 | 1.23) 0.57 | 1.22| 0.72) 0.50] 0.24) 32.2) 41.5) I2Z.3 
a 1.84| 1.23] 0.61) 1.80] 1.20] 0.60} 0.24 
8 1.46 | 1.22) 0.24! 0.69) 0.45) 0.24) 0.10| 52.7] 63.1 
9 1.30| 1.21] 0.09) 0.50} 0.43| 0.07] 0.09| 61.5] 64.4] 22.2 
10 1.30} 1.25| 0.08} 0.50) 0.46 | 0.04| 0.08| 62.4/| 63.1) 50.0 
IAVCT ALC ive waielerae's 2.16 | 1.94] 0.22] 1.10} 0.91} 0.19} 0.18} 49.1 52.4. 19.4 
| 


The results of this first series were very poor, and unexplainedly so. 
The leaching agent during most of the time was sulfuric acid, containing 
copper sulfate and ferrous sulfate, with but little ferric iron until the 
electrolysis was started; therefore little, if any, sulfide extraction was 
to be expected but the oxide extraction also was low. ‘The first lot out 
was reasonably good, but from this time up to lot 7 extractions were 
increasingly bad; lot 7 gave practically no extraction. It is difficult to 
see how an ore carrying oxide copper could have been exposed to the 
action of an acid leach for ten days and no copper be removed. It may 
be possible that some unobserved leaching condition, possibly due to 
a green crew, was responsible for these figures. The ore was finely 
crushed and channeling occurred, resulting in poor percolation and 
washing, but the conditions were uniform, so far as the author is aware, 
in the several tanks and should not therefore have shown uniformly 
decreasing extraction to such a degree. Precipitation of iron salts, carry- 
ing some copper, was observed on the ore in some places in the tanks, 
probably due to insufficient acidity, but this could hardly have been in 
sufficient amount to account for the results. 

Lot 8 was the first to have a complete treatment with electrolyte, and 
some improvement was noted. It was decided at this time to try coarser 
crushing, so a 3-mesh screen was installed and the ore crushed through 
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this size. The acid strength also was raised high enough to prevent 
precipitation of basic compounds from solution onto the ore. The 
following results were obtained on this series: 


Serres 2 
High-grade mixed ore. 
Conditions—low ferric iron, 3-mesh crushing. 


Average analysis of ore: Total copper, 1.81 per cent.; 5 soluble copper, 0.82 per cent.; 
sulfide copper, 0.99 per cent. 


Heads | Tails Extraction 
Lot No. Total | S°- | suifde| Total | So | gurade| setcble Sol- 
— pad ed Coy Cop- | Cop- Fol uble, ioe 
"Sine ogee PSon Peis ogelon Be) | on. | | Ca 
| 
iu! 1.58 | 0.87| 0.71] 0.58| 0.13 | 0.45 | 0.08] 63.3| 85.1| 33.6 
12 f asi 0.79 0.32) 0.20, 0.04 0 16 | 0.02] 82.0] 95.0) 50.0 
13 1.15) 0.90, 0.25 | 0.31| 0.17) 0.14 | 0.05| 73.0) 81.1| 44.0 
14 1.83] 0.91| 0.92) 0.81| 0.18 | 0.63 | 0.03| 56.3] 80.2) 31.5 
15 2.06 | 0.93, 1.13| 1.18] 0.34 | 0.84 | 0.08] 42.7] 63.4] 25.7 
16 2.21| 0.79| 1.42| 0.72) 0.08 | 0.64 | 0.03| 67.5| 89.9] 54.9 
17 2.22 | 0.92) 1.30] 0.99! 0.16 | 0.83 | 0.03| 55.4] 82.6] 36.2 
18 | 2.08; 0.61| 1.47] 0.99) 0.07 | 0.92 | 0.02| 52.4; 88.5) 37.4 
19 | 2.01| 0.92| 1.19 0.97; 0.16 | 0.81 | 0.04} 51.8) 80.5) 31.9 
20 1.57) 0.77) 0.88 0.49} 0.04 0.45 | 0.02) 68.8) 94.8} 43.8 
21 1.88 | 0.94) 0.94 0.65 0.17 | 0.48 | 0.05| 65.4; 81.9! 48.9 
22 1.65, 0.77) 0.88 0.77 | 0.16 0.61 | 0.06| 53.3] 79.2) 30.7 
23 2.22] 0.76| 1.26) 0.80 0.14 0.66 0.07 | 64.0! 85.4| 47.6 
AVCTA TCLS a tres eh. | 1.81) 0.82/ 0.99 | 0.72) 0.14 | 0.58 | 0.04| 61.2) 83.6! 39.7 


The results during this period were improved, but were far from 
satisfactory. The soluble copper extraction was fairly good and the size 
of the ore, as now crushed, gave good percolation and fairly good washing. 
The average percentage of sulfide extraction, and consequently the total 
extraction were still very low, although occasionally fairly good sulfide 
extractions were obtained. Toward the end of this series, it was found 
that through a misunderstanding, the wash waters, which were regularly 
advanced, were being added to the solution for leaching, instead of to the 
solutions for electrolysis, where they obviously belonged. When this 
procedure was changed, the increased ferric iron in the leach liquor at once 
gave improved leaching extraction from the sulfides. Also, at this time, 
the ferric iron in the solution from the tank house was allowed to increase ; 
this change, as could be expected, gave improved sulfide extractions. 
These improved results became increasingly apparent at the beginning of 


the next series, the results from which were as follows: 
VOL. LXx111.— 5. 
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SERIES 3 


High-grade mixed ore. 

Conditions—High ferric iron. 

Average analysis of ore: Total copper, 1.82 per cent.; soluble copper, 0.61 per cent.; 
sulfide copper, 1.21 per cent. 


Heads | Tails | Extraction 
Total | Sel | guifde| Total | Sole rere H20 | gat” | Buk. 
Cop- Bee ‘op- | Cop- Coe Cop- seg | se oi uble, fide, 
Lot. No. per, er, | per er, | uble, | Per ae Per 
Per er Tee | ot er | Per | Cent. | Gent. | Cent. 

Cent. | Gent. Cent. | Cent. | Cant | Cent. | Cent. / 
| | 

24 2.17) 0.383:°)1,84,|.0°65% 0710 0.55, 0.08 70.1 | 87.9} 58.9 
25 2.16| 0.89 | 1.27| 0.67| 0.10| 0.57 | 0.06 | 69.0 88.8 | 55.1 
26 1.67 | 0.52) 1.15| 0.43} 0.05} 0.38| 0.04| 74.3] 90.4| 56.9 
27 1.70} 0.61] 1.09) 0.47} 0 03 | 0.44} 0.02 | 72.4 | 95.1) 59 .6 
28 1.72| 0.75) 0.97) 0.57 | 0.12 | 0.45 0.09| 66.9| 84.0) 53.6 
29 To 1s) O59) 0592))-0 667.0221) 0245 0.12| 56.3) 64.4) 51.1 

| | | | 
Average......... 1.82) 0.61; 1.21 0.57 | Oe 0.47 0.06 | 68.1 | Shei Sieo 


The results from this series were quite encouraging. The oxide 
extraction was fairly good, although the washing efficiency had gone back 
somewhat, compared with the last series. The average sulfide extrac- 
tion, however, was decidedly improved. 

While the improvement was noted and while the feed was still high in 
total and sulfide copper, not much enthusiasm could be expected over 
tailings averaging 0.57 per cent. total copper. The method and flow sheet 
had been designed for an orebody averaging about 1.25 per cent. total 
copper, and some modification, for which experimental data were not at 
hand, would have to be made to leach efficiently ore with much higher 
sulfide than planned. As most of the lots received had not been repre- 
sentative, arrangements were made to hold the ore deliveries to the test 
plant as closely as possible to the general average of the ore as a whole, 
although on account of the uncertainty as to the probable percentage of 
oxides, no restrictions were imposed as to the relative amounts of sulfides 
and oxides. In either a small or large way it is difficult to mine ore 
conforming to any restrictions. For the purposes of the tests, it was 
necessary to draw oxide and sulfide from separate locations and mix 
these to the required grade of total copper before delivery to the test plant, 
and credit and thanks are due to the mining department for the trouble it 


took to secure representative ore for these tests in the midst of, and 
interfering with its normal operations. 


The following results were 
obtained from the next series of tests: 
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} Series 4 
| Representative ore. ; 
Conditions—high ferric iron, total leaching cycle 14 days. ‘ 
Average analysis of ore: Total copper, 1.38 per cent.; soluble copper, 0.82 per cent.; 
sulfide copper, 0.55 per cent. A, 
b 
Heads Taille Extraction 
& - Sol- H:0 

Cop ube Kons, oo ae ress nls Total ol- Sul- 

Lot No. Tr, Son? r, er, er, er, | Cop- | Per wie, ae 

Cent. | oer Gent. | Cent. | Cent. | Cent. | Per Cent. | Cent. | Cent 

Cent. 

30 1.13] 0.69} 0.44| 0.24] 0.08| 0.16; 0.07| 78.8) 88.4| 63.7 

31 1.31| 0.75| 0.56| 0.28| 0.07] 0.21) 0.05) 78.7) 90.7) 62.5 

32 1.74! 0.84/ 0.90! 0.30) 0.07| 0.23 | 0.06 | 82.8 91.7) 74.5 

33 1.21 | 0.61/| 0.60} 0.25) 0.03} 0.22) 0.03 72.3:| 95.1) 63.3 

34 1.39 | 0.77| 0.62/ 0.27) 0.05) 0.22) 0.05| 80.6} 93.5 | 64.5 

35 1.19 0.64. 0.55 | 0.24| 0.05| 0.21| 0.04| 79.8| 92.2) 61.8 

36? 1.54| 0.79| 0.75| 0.58) 0.22 | 0.36 | 0.09 62.3 | 72.2| 52.0 

37 1.34 0.67 0.67| 0.40, 0.04 0.36 0.04) 70.1) 94.0) 46.3 

38 1.48 | 0.78! 0.70| 0.24| 0.02} 0.22/| 0.02) 83.8 97.5 | 68.6 

39 1.21| 0.71| 0.50| 0.25 0.01 | 0.24| 0.01} 79.3} 98.6 | 52.0 

40 1.22 0.69. 0.53! 0.09| 0.01, 0.08 0.01) 92.6) 98.6 84.0 

41 1.16| 0.74| 0.42 0.15| 0.05| 0.10) 0.05! 87.1} 93.2 76.2 

42 1.12| 0.75| 0.37] 0.11] 0.01 | 0.10 0.01| 90.2| 98.7] 73.6 

432 1.17| 0.62| 0.55| 0.53 | 0.17 0.31| 0.05| 54.7) 72.5} 43.6 

44 1.16! 0.67) 0.49} 0.14| 0.02); 0.12 0.02] 87.9| 97.0| 75.5 

45 1.29 0.65 0.64) 0.17| 0.01 0.16| 0.01| 86.0} 98.4] 71.8 

46 1.21) 0.89 0.32} 0.17) 0.02 0.15] 0.02| 85.9) 97.7) 53.1 

47 1.19 0.90) 0.29) 0.11) 0.01 0.10, 0.01) 90.7} 98.8} 65.5 

48 1.23| 0.98; 0.25 0.13 0.02 | 0.11) 0.01} 89.4| 97.9| 56.0 

49 | 1.15| 0.97| 0.18| 0.11) 0.02/| 0.09} 0.02) 90.4| 97.9 50.0 

50° 1.35| 1.04| 0.31| 0.22| 0.09} 0.13) 0.08) 83.7 91.4) 58.1 

51 1.48| 1.13] 0.35] 0.11) 0.02 0.09) 0.02) 92.6} 98.3) 74.3 

52 1.57) 0.98 | 0.58 | 0.15 | 0.01 | 0.14} 0.01 | 90.7 | 99.0| 76.6 

53 1.55| 0.99| 0.56 | 0.24| 0.01 0.23 | 0.01) 84.5 99.0} 59.0 

54 1.42| 0.84| 0.58] 0.16 0.01| 0.15) 0.01} 88.9 98.9 | 74.2 

55 1.64) 0.96 0.68 0.20 Tr | 0.20| Tr. | 87.8] 99.9 70.2 

56 1.77| 0.99| 0.78 | 0.77 0.01 0.26) 0.01 84.7} 99.0 66.7 

572 1.68| 1.01| 0.67| 0.41 0.12| 0.29| 0.07 | 75.6 SSal oGe7 

58 1.79 | 1.06| 0.73 | 0.20 0.01 | 0.19) 0.01) 88.9 99.1) 74.0 

59 1.47| 0.85| 0.62| 0.14| ....| 0.14] ....| 90-4} 99.9 | 77.0 

60 1.73| 0.96| 0.77 | 0.17 0.17 | 90.1] 99.9| 78.0 

61 1.56 | 0.94| 0.62} 0.16) . 0.16 | 89.7) 99.9| 74.0 

Average....-..-- 1.38 | 0.83| 0.55; 0.19 0.03! 0.16} 0.02} 85.5 96.8 | 67.3 


of trouble with No. 1 leaching tank. 


eries were entirely satisfactory, the 
t. total copper, 0.03 per cent. soluble 


« Omitted from averages on account 


The average results from this s 
average tailings showing 0.19 per cen 
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copper, 0.17 per cent. sulfide copper, and 0.02 per cent. water soluble 
copper, from a feed averaging 1.38 per cent. total copper. The extraction 
of the soluble copper was high, a number of lots showing over 99 per cent., 
a result somewhat higher than that had in previous work on similar ore 
with acid leaching. 

The washing efficiency in this series averaged very well; in some cases 
a nearly complete removal of the dissolved copper was obtained. This 
was probably due largely to a washing system applied during most 
of the runs of this series. This method had been tested in previous work 
by the company, without arriving at definite conclusions, but as it had 
several possible advantages for the new leaching method, a decision was 
made to test it further. The fourth series had used the ordinary washing 
methods, and about eight washes of unit volume each had left in the 
tailings from 34 to 144 lb. or more or recoverable copper. Since using the 
new method, it was demonstrated that less than 14 lb. dissolved copper 
left in the tailings is easily possible. The method, called a circulating 
wash, is simple; it consists in first applying the usual regular unit volume 
washes, which are advanced in the usual manner. After applying these 
and draining, an additional wash is put on, taken off, passed through a 
scrap-iron launder or other cementation device, and again circulated 
through the ore and the launder, until satisfactory dissolved copper extrac- 
tion is had, which can be taken to be somewhat above the point at which 
the copper recovered balances the pumping and other washing costs. As 
these are low, a high soluble recovery is possible by the method without 
the necessity, as in the ordinary system, of carrying too large a number 
of stock washes with consequent large storage capacity. This special 
wash may be applied after any particular number of regular washes, 
which are advanced into the system, therefore the total amount of copper 
produced as cement need not be any considerable percentage of the total 
production. Any cement copper produced can, of course, be dissolved in 
the main leach liquor and finally appear as cathodes. The method has 
the advantage also, for this particular leaching process, of forming a stock 
of dissolved iron from which any required amount may be drawn for the 
purpose of making up main solution losses in this element. In this way 
the main solution can be kept at any desired percentage of total iron, 
which is desirable in respect to the control of ferric-iron balance. 
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A few lots were crushed to pass a 14-in. opening, instead of the 3-mesh, 
and the following results were obtained: 


Series 5 
Representative ore. 
Conditions—Same as series 4, with finer crushing. 
Average analysis of ore: Total copper, 1.46 per cent.; soluble copper, 0.85 per cent.; 
sulfide copper, 0.61 per cent. 


Heads Tails Extraction 

ey Total | So | guifide| Total | Sl | guisde| Sc 
? Cop- on Con oo ae Gon wale Total, aon en 
er, er, er, er, ee er, Cop- Per ? a Y P ne 
Gant cca C oe as er eS er, | Cent Cent. | Cent 

mtnGiene ent. | Cent. Cent Cent. er e 
| : Cent 
| | | 

61 1.54] 0.94} 0.62] 0.16] tr. |0.16 tr. | 89.8) 99.9) 74.2 
62 1.82 | Ct Orit 0 240.0 1023 100195 862 9Nl 99 R26 TE 
63 1.33 | 0.89} 0.44] 0.16 0.03 |0.13 [0.03 | 88.0) 96.7] 70.5 
64 1.39 | 0.91 | 0.48| 0.18 0.01 {0.17 |0.01 | 87.1/ 98.9 | 64.6 
65 1.55 0.90 | 0.65| 0.09/ tr. |0.09 | tr. | 94.2] 99.9} 86.2 
66 1A Od 4a O56: 6a| OL Gulebts | OlLG tr. | 88.7| 99.9 | 76.1 
67 1.27 | 0.65) 0.62| 0.14] tr. (0.14 tr 89.0) 99.9 | 77.5 
68 1.38 VFAlb Oso7e 0 toe tre lOnlo. or. | S97 li 99 sonia 
Averages. ...0... 1.46 | 0.85 0.61) 0.16 0.006 0.154 0.006] 89.1} 99.3 | 74.3 


The average results from this series, although including the high 
record for sulfide and total extraction, were nearly the same as the 
averages for the series preceding and following; the conclusion was 
therefore reached that, for the ore as furnished, crushing to finer than 
3-mesh was not necessary. This conclusion seems warranted from 
the results of this series, but it is at variance with some data from 
sereen analyses. 

Table 1 shows the leaching averages covering the entire period of the 
test up to the shutdown in December. 

During September, the policy was adopted of drawing lots of ore from 
various parts of the orebody, with no restrictions as to grade or propor- 
tion of oxide and sulfide. This was, of course, desirable from the point 
of view of sampling the deposit; but resulted in an erratic feed and it is 
surprising that under these difficult conditions good results were obtained. 
For any metallurgical method, a regular and uniform feed is an important 
factor in securing good results, and this months’ work may be considered 
to have demonstrated the flexibility of the method in this respect. With 
a uniform supply of any of the different grades and kinds of ores treated, 
it is quite likely that somewhat better results could have been had. 
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TasLe 1.—Eztraction Data, 1923 


Feed, Per Cent. Copper Tailing, Per Cent. Copper Extraction, Per Cent. 
Total | Soluble] Sulfide | Total | Soluble} Sulfide ie Total Soluble} Sulfide 
dA Mes ge emo ale 
WOD ie akeeisos canes 
VEST Ohi 2.030 | 1.750 | 0.280 | 0.990 | 0.770 | 0.220 | 0.160 | 50.90 | 56.00 21.50 
PATI seen testi os 1.905 | 0.811 | 1.094 | 0.727 | 0.130 | 0.597 | 0.045 | 61.90 | 83.97 45.40 
VER Vic atts See 1.340 | 0.710 | 0.630 | 0.322 | 0.079 | 0.243 | 0.050 | 76.00 | 88.87 61.40 
MUATIG oe, ousie cena 0 1.430 | 0.940 | 0.490 | 0.184 | 0.024 | 0.160 | 0.016 | 87.13 | 97.45 67.35 
Average..... 1.653 | 1.012 | 0.641 | 0.530 | 0.221 | 0.309 | 0.063 | 67.90 | 78.20 51.80 
DULY iarislepene ee oi 1.424 | 0.830 | 0.594 | 0.150 | 0.004 | 0.146 | 0.004 | 89.42 | 99.52 75.32 
ATI GUST asses 1.335 | 0.468 | 0.867 | 0.248 | 0.226 | 0.022 | 0.026 | 81.40 | 94.40 74.40 
Sept tesamicne 1.820 | 0.910 | 0.910 | 0.234 | 0.008 | 0.226 | 0.006 | 87.15 | 99.12 75.16 
Octraceeaans 1.306 | 0.839 | 0.467 | 0.181 | 0.005 | 0.176 tr. 81.15 | 99.40 62.30 
INfosverrs ferent sees 1.259 | 0.552 | 0.707 | 0.163 | 0.009 | 0.154 | 0.009 | 87.05 | 98.37 78.22 
Deets eerstesisare - 1.198 | 0.461 | 0.737 | 0.264 | 0.022 | 0.242 | 0.022 | 77.96 | 95.12 67.23 
Average..... 1.403 | 0.692 | 0.711 | 0.199 | 0.012 | 0.187 | 0.011 | 85.80 | 98.30 73.70 
Year average...| 1.504 | 0.821 | 0.683 | 0.333 | 0.096 | 0.237 | 0.032 | 77.90 | 88.30 65.30 


Table 2 represents monthly average results from the operation of 
the tank-room part of the 35-ton test plant: 


TABLE 2.—General Tank-house Data 


Cathode Anode Lb. Cu. Entering | Departing} Atmos. 
Month Current i Eff, Kw.- |_Temp., 
- Density | Per Cent. |Per Cent. ee D.C. Degrees C. fete Reeroukc! 
Jan 
Helotsdemery fie ee 
March . 15. 54.2 47 .0 0.696 53.8 43.5 12.4 
April. 14.5 54.3 S2c 0.670 47.7 44.9 ee, 
May. 14.5 56.9 43 .2 0.605 24.0 28.0 Zon0 
June. 14.7 63.6 38.0 0.666 26.0 30.0 28.0 
Average........ 14.65 57.2 51.8 0.667 30.1 35.7 21.8 
ARIS Ge capt ee oak tenle aS 64.6 47.3 0.698 29.0 35.0 29.0 
PNP pocciccce | LA we 67.5 70.2 0.784 38 .0 41.0 26.0 
SS OYo beatae coder pel Coan 66.9 bove 0.750 28.0 spin) 23.0 
Octet tee. 20 21455 6204 34.4 0.660 22.0 32.0 17.0 
NOV Le an al Los 68.5 65.4 0.744 28.0 34.0 11.0 
IDYO.5 ba oo 8 eee el ae 58.5 Sail 0.559 43.0 42.0 6.0 
Average........ 15.28 65.4 55.2 0.715 30.5 35.8 IAQ) Pe 
Year average.....| 15.00 62.1 53.9 0.695 30.4 35.8 20.8 


ey ae ee 
y 
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At the start of operations, the solutions in the tank house during 
electrolysis were agitated by air and heated by steam in a separate tank 
before entering. These two steps are of benefit when graphite anodes are 
used but not with lead, and were discontinued. A number of changes in 
solution composition, operating conditions, etg. were made before uniform 
conditions were adopted. Generally speaking, there was little difference 
between the tank-room operating conditions during these tests, and those 
of previous work during acid leaching. » The main difference in results 
was the lower yield in pounds copper per kilowatt-hour, which averaged 
over the whole work about 0.7 Ib. as compared with about 1.1 lb. for the 
electrolytes in which ferric iron was present in only small amounts. 
There appeared to be little difference in the behavior of the lead anodes 
used, their warping, etc. as compared with previous work. The cathodes 
produced were of good physical quality, and little trouble was caused by 
sprouting. It seems probable that an average yield of about 0.7 lb. per 
kw.-hr. can be expected. The cathode efficiency falls off with increasing 
weight. As they grow thicker the cathodes become rougher and expose 
more surface to chemical corrosion, which is probably the reason for the 
observed lessened efficiency. Tests made at higher current densities 
than 15 amp. per sq. ft. did not indicate that the higher current densities 
would be desirable. It does not seem likely that contamination of tank- 
room atmosphere, due to gas from the anodes, will be sufficient to 
cause trouble. 


DESCRIPTION OF PiILoT PLANT 


The plant used for the work described was operated during previous 
large-scale tests by the Inspiration Co.; for the present work, very little 
change was required. As a matter of fact, there is practically little 
difference in design for a plant operating by this method and one using 
straight acid leaching; it will therefore not be necessary to describe the 
pilot plant in detail. 

The nominal capacity was about 35 tons per day. The ore, after 
fine crushing, was delivered to a storage bin located at the end and above 
the leaching-plant top level. From this bin, the ore was drawn into a 
small car, running on a track along the top of the tanks, into which it was 
discharged from the car through a V-shaped arrangement, which dis- 
tributed it as uniformly as possible. The seven rectangular leaching tanks 
were made of concrete and lined with lead throughout. Pumping and 
circulation arrangements provided for either upward or downward circula- 
tion; also for circulating a part of the total flow through an individual 
tank and advancing the remainder to the next tank. During the leach- 
ing, percolation was upward, with a maximum flow of 0.25 gal. per ton 
per minute. The total leaching cycle was about 14 days; of this about 
one day each is required for loading and unloading, and about three days 
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washing time, leaving about nine days as acid contact time. After 
washing, the tanks were discharged by hand through a door at the lower 
part of the front side of each tank on to a belt conveyor, from the end of 
which a sample was taken during the unloading. 

In the tank room, except for a short period, lead anodes were used, 
which were taken out and straightened at intervals. Daily weighings of 
the copper plated out were recorded. Tests showed that starting sheets 
could be made from the solutions used, although during the work these 
were supplied through the courtesy of the New Cornelia Co. Arrange- 
ments were made for warming the solutions, which was done for a time 
toward the close of the tests. After a few days experience with cutting 
off of cathodes at the solution level, a solid loop was used, painted at the 
solution level with P & B paint; no cathodes dropped after this was done. 

The circulating wash was passed through a launder filled with scrap 
iron, after which it was pumped back on to the ore or to storage; the 
launder was cleaned up at intervals. Small-scale tests showed the ready 
solubility of the cement copper produced, which, together with the 
cathodes, were shipped to the International smelter. 

Sufficient samples were taken for plant control; on these the standard 
assay methods were used. The accuracy of these and of the control 
was demonstrated by the copper balance made at the close of operations. 


CoprER BaLANcE Marcu To DrcEeMBER, 1923, INCLUSIVE 


Pounps 

Copper in ore received and treated......................... 152,378 
Electrolytic copper produced, 100 per cae sso Eat 93,729 
Cement copper produced, 100 per cent........... 18,145 
Total produced... ] abst. iS ee ee LS 74 

Copper discarded in ace tied “ae. INas ae 2 eee 33,809 

Copper inventory, reserved for experimental purposes........ 5,161 

Total accounted fors. oo..suae-b ee eee eee ae eee 150,844 

Per’cent. of total accounted for sees st tee eee eee 99 


The figures for extra new acid needed during the entire test period 
remained very consistently at close to 20 Ib. actual H.SO, per ton of 
ore treated. 

To summarize the results obtained, a diagrammatic flow sheet is 
shown, Fig. 1. This is meant to be illustrative only, and details of 
the large plant will vary from it. As shown, it consists of the 
following steps: 

1. Coarse crushing to 114 in. 

2. Fine crushing to pass 3-mesh. 

3. Conveying without intermediate storage, to leaching tanks. 
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4. Leaching, consisting of maximum contact of 9 days with acid 
ferric-sulfate leach liquor, applied counter-currently; that is, strongest 
solution to oldest ore, the leaching tanks being in series, and the solution 
taken to tank house after passing through the newest ore. 

5. Washing, taking 3 days, and consisting of application of six washes, 
each of unit volume and advanced after each cycle, the strongest joining 
the copper solution to the tank house, and followed by a circulating wash 
pumped through the ore until sufficient soluble copper is removed. A 
portion equivalent to unit volume of this circulating wash is advanced 
to the sixth wash storage, being replaced by fresh water of the same 
volume, which may be passed over the leached ore, to recover iron as 
needed. 

6. Discharge of tailings. 

7. Electrolysis. - 

8. Solution of cement copper from circulating wash in acid solution 
from tank house, bypassed and returned with main solution feed to 
tank house. 
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DISCUSSION 


H. A. Topetmann, Salt Lake City, Utah (written discussion).—With 
the possible exception of the differences in ferric sulfate reduction and 
current density, the process described is similar to that developed and 
successfully used by the New Cornelia Copper Co., in treating some 
13,000,000 tons of oxidized ore. 

The first of these exceptions, the reduction of the ferric sulfate, is 
due to the difference in the composition of the ore. Ferric sulfate 
in contact with soluble sufides is reduced to ferrous sulfate, doing 
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away with the necessity of sulfur dioxide. While both processes use 
both ferric sulfate and sulfuric acid as the lixiviant, the quantity of 
sulfide present in the average leaching ore at Ajo was not sufficient to 
reduce the ferric sulfate to an appreciable extent and sulfur dioxide was 
necessary. The predominating sulfide at Ajo is chalcopyrite while at 
Inspiration it is chalcocite. 

The oxidized portion of the Ajo orebody contained at all times 
appreciable quantities of sulfide, which increased with depth. That 
this sulfide would affect the percentage extraction was known, and the 
problem arising from its presence was frequently discussed. It was 
known that the lixiviant would quite readily dissolve chalcocite, and 
that it would have but little solvent action on the bornite and practically 
none on the chalcopyrite. From the beginning of operations, including 
the experimental work, the insoluble, oxide and sulfide portions of the 
ore were determined on both the heads and the tailings. The deter- 
mination of the insoluble portion of the copper indicated the percentage 
existing as sulfide because no insoluble oxidized copper minerals were 
present. From a little less than 3 per cent. of the total copper in 1917, 
this insoluble portion increased to nearly 15 per cent. in 1924. The 
results on the yearly composite samples on the heads and tailings for 
1920 are as follows: 


DIsTRIBUTION OF ToTaL, OxIDE, SULFIDE. AND SOLUBLE CoPpPER IN THE HEADS AND 
Tatts FoR DirFERENT MESH, AND THE EXTRACTION OF THESE SIZES FoR 1920, 
New Corneia Copper Co. 

Heads, Percentage Copper (By Difference) 


Insoluble 
Mesh Per Cent. Total Oxide Sulfide Soluble ’ y 
Difference) 
On 3 26.6 IB By/ 123 0.14 1.28 0.09 
4 18.6 Igoe 1.18 0.15 128 | 0.10 
6 13 1.39 1.25 0.14 1730 0.09 
8 9.1 1.46 0.30 0.16 1.34 [ Ovi? 
10 6.4 1.55 | 1.39 0.16 1.438 [re Oeug, 
14 5.0 1.62 1.46 0.16 1.49 0.13 
20 sisi! 1.70 iG 0.18 1.62 0.13 
20 18.0 2.06 1.82 0.24 1.83 0.18 
Computed: 
(1) 100.0 1.534 1.368 0.167 1.416 0.118 
Arithmetical 
(2) Average of all assays., 1.525 1.362 0.163 1.396 0.123 
(3) Assay of composite | 
BAMIDIOL serosa eistscnsteee P: 1.500 1.340 0.160 17390. 9.02110 
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Tailings, Percentage Copper (By Difference) 
Insoluble 
Mesh Per Cent. Total Oxide Sulfide Soluble Dineees 
On 3 25.8 0.47 0.35 0.12 0.37 0.10 
4 20.1 0.32 0.21 0.10 0.23 0.09 
6 12.5 0.25 0.14 0.11 0.15 0.10 
8 8.7 0.21 0.10 0.10 0.11 0.10 
10 7.2 0.21 0.09 0.12 0.10 0.11 
14 4.8 0.21 Osis 0.10 Opt 0.10 
20 3.8 0.22 0.11 0.11 0.12 0.10 
20 ili 0.35 0.19 0.16 0.18 0.17 
Computed esse eee Uo as 0.210 0.122 0.222 0.110 
Average. cress Sats settee 0.320 0.202 0.118 0.218 0.102 
Computed emcee eeerece 0.320 0.210 0.110 0.215 0.105 
Extractions, Percentage 
Mesh Total | On Oxide Copper ee aro epee: 
On 3 65.69 YALE elie eth ae 14.3 YG iss | 
4 76.00 S202 ee eases 16.5 81.3 
6 82.03 SSiSeele eer 21.4 88.5 
8 85.62 92 3 Ne Mecictehe x 31.3 91.8 
10 86.45 O25 Sy milan cies 25.0 93.0 
14 87.04 Da te diliee wrt ich tikes 37.4 92.6 
20 87.48 93:0 yy gale so sae 38.8 92.6 
20 83.01 90 2 eee 29.2 90.4 
Computed eter 78.50 84.9.5 eres 27.0 84.3 
Average of all ex- 
tTACTIONS. 0.65. ‘ 78.44 


Note.—The “computed figure” is the assay for the entire sample computed from 
the weight and assay of each size. The “average”’ is the arithmetical average of all 
assays. ‘The ‘‘composite” is average of triplicate assays on a carefully composited 
sample covering the entire year. 


As this matter was of much importance, special efforts were made 
to obtain further data. It was then found that the extractions of the 
sulfide portion of the ore on separate charges varied considerably from a 
low of 7 or 8 per cent. on some charges, to nearly 65 per cent. on others. 
Unusual results were checked and it was found that when the extraction 
was low the sulfide portion consisted principally of chalcopyrite; while 
when the extraction was high, the sulfide portion consisted principally 
of chalcocite. ‘To determine to what extent this was so, selected portions 
of ore were crushed and screened to pass 4-mésh, but not 6, thoroughly 
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mixed, and a portion was cut out and analyzed. The original crushed 
portion was then placed in a perforated sheet-lead box 12 in. square by 
6 in. high and embedded in the tank as it was being charged with ore. 
The box remained therein throughout the leaching and washing cycles, 
the sample going through all the stages of the usual 5200-ton charge. 
When the charge containing the lead box had been drained and excavation 
begun, the box was removed. 

Whenever the mine superintendent noticed an unusual quantity of 
sulfides in the ore, he would advise the laboratory and send a liberal 
sample of the ore for the box-leaching test. In this manner, it was 
possible to show, on a somewhat larger scale, that while chalcocite was 
quite soluble in the lixiviant, chalcopyrite was not. 

Occasionally representative specimens of ore about 2 by 3 in. were 
ground so as to present two smooth faces at right angles to each other. 
Several of these were then placed in the perforated box and buried in a 
charge of ore; on the completion of the leach, they were removed from 
the box, washed and examined. By breaking them at right angles to the 
face, the depth of solution penetration could be approximately measured. 
Specimens containing cuprite, chrysocolla, malachite, chalcopyrite and 
chalcocite were tested in this manner. These specimens also showed 
that the lixiviant acted quite strongly on all but the chalcopyrite speci- 
mens. The solution penetration appeared to be quite uniform for all 
the material that was leached. The distance of penetration would, of 
course, vary according to the time the specimens were exposed to the 
lixiviant and also according to the strength of the latter. In a general 
way this distance of penetration shows the ideal size to which the ore 
should be crushed to get the best results. 

It is interesting to note that the Inspiration Copper Co. will use a 
lixiviant practically identical with that used at Ajo, as follows: 


INSPIRATION CoprpER Co., NEw CorRNELIA CopPpER 


PER CENT. Co., PER CENT. 
Chaya aes a Ae Bee pe eee ere 2).DbOlaco, D2 OULORS aD 
TNRGS CKO, Ry he Sas Oa ee Oe eee SOLON ae Te OUtOn Ze S: 
RErniC SULfates een se ccs cons os 0.0 to 1.0 Onseton lars 
1.5 to 2.5 1.0 to 2.8 


OLAIPLLONGE coarse ees ee ote MeN oes os 


Had the sulfides in the mixed ore at Ajo been present as chalcocite and 
not chalcopyrite, the mixed-ore problems would have been simple and 
the extraction uniformly high. 

The author draws particular attention to the fact that the quantity 
of iron dissolved per cycle at Inspiration is so small that the discard 
problem will be unimportant compared with that at New Cornelia. 
Discard is not carried on only to get rid of iron, but to get rid of all 
accumulative impurities. At Ajo, these impurities or solventicides (as 
they are termed by Witherell) per ton of ore leached on a normal 8-day 
leaching cycle were: 
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While comparatively little iron is dissolved from the Inspiration ore 
during a normal leaching operation, considerable alumina is dissolved; 
therefore, appreciable discard must be necessary. Due to the simplicity 
of its determination, in Ajo solutions, iron and not alumina, was used as 
an indication of the quantity of impurities present. If no iron had been 
dissolved from the ore at Ajo, the discard would still have been necessary 
as a larger quantity of alumina than iron is added to the solution during 
each leaching cycle. 

It would be interesting to learn the pounds of solventicides present 
per ton of ore leached under standard conditions, not only the quantity 
of iron but the quantities of each of the principal impurities dissolved 
per ton of ore under the conditions at which the plant will operate. 
Only when the solution entrained in the discharged tailings contains 
as much of these solventicides as is dissolved in a like amount of ore 
would there be no discard. 

The author speaks of the peculiar conditions of leaching a charge 
of quite high-grade ore without dissolving the copper; the same conditions 
occurred at Ajo during the early test work. This condition first occurred 
in the 1-ton plant and many weird reasons for it were given. Investiga- 
tion showed that such charges contained one or more segregated areas of 
unleached ore. While the areas around these segregated spots were 
well leached, the outer shell (sometimes 1 in. or more thick) was a deep 
yellow and quite dense and the interior was unleached ore saturated with 
copper sulfate solution. These segregations indicated that portions of 
ore had been surrounded by finely-divided, high-grade material and 
when the ferric sulfate in the solution came into contact with it a protec- 
tive coating of hydrated ferric oxide was formed which prevented further 
solution circulation. The condition also occurred on a number of 
occasions in the 5200-ton plant while charging tanks under the old system. 
It is a condition that will not occur with proper charging. 

While the reduction of ferric sulfate with sulfur dioxide has not been 
found necessary by the Inspiration Copper Co., a sulfur dioxide reduction 
installation will prove a most profitable acquisition, for there may be 
times when there will not be sufficient sulfides to reduce completely the 
ferric sulfate and the ampere efficiency will suffer. Acid made by the 
reduction of ferric sulfate with sulfur dioxide will prove considerably 
cheaper than acid obtained in any other way. At Ajo, the sulfuric acid 
was the largest single item of expense and the cost of acid produced in 
the SO2 towers was less than half that of chamber-acid. There is no 
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doubt but that a properly designed and constructed copper leaching 
plant can be successfully operated by the use of tower acid alone. 

The author speaks of the solvent action of the electrolyte on the 
cathode at the solution line and how this trouble was overcome by the 
simple use of P. & B. paints. This trouble gwas experienced at Ajo to 
such an extent that on one occasion the tank-house foreman reported 
that approximately 80 per cent. of the cathodes had dropped off the 
loops. Many preventatives, including P. & B. paint, were tried but 
the best solution found of the problem was the split loop. 

The method of circulating the last wash in closed circuit with a 
precipitation launder is a good plan. This plan also was suggested at 
Ajo, but was not considered by the management. The original report 
on the process to be used at Ajo specifically stated that in case of scarcity 
of water the last wash could be used over again by pumping back the 
waste liquor from the cementing launders. 

It is interesting to note that among other features introduced at 
Inspiration, it is planned to dissolve the cement copper produced from 
the discard solution in the tank-house solution. In June, 1915, this 
plan was recommended as a means of disposing of the cement copper at 
Ajo. It was tried on quite a large scale, found satisfactory, and its use 
recommended for the large plant. JI am of the opinion that probably 
over 25,000,000 Ibs. of copper have been so treated. To the best of my 
knowledge this was the first time that this simple chemical reaction had 
been adapted to any large-scale commercial process. It was also sug- 
gested at that time that a special arrangement might be designed by means 
of which the cement copper sludge could be continually fed into some 
sort of a diaphragm anode where the freshly-produced ferric sulfate 
could dissolve it; in other words, to devise a method by which this cement 
copper could be used as a soluble anode. 


G. D. Van ARSDALE, (written reply to discussion).—I wish to thank 
those who have taken the trouble to write discussions of my paper describ- 
ing the Inspiration ferric sulfate leaching tests. As pointed out by Mr. 
Tobelmann, the method has considerable similarity to that used by the 
New Cornelia Copper Co. and as finished seems obvious enough and 
without particular novelty as to the general principles involved. How- 
ever, where the expenditure of several millions for plant cost is concerned, 
the apparently obvious cannot be accepted without complete and exhaus- 
tive proof, which of course is the reason for the investigation by the 
company not only of this but also of the other possible methods before 
the final decision was made. 

The statements made by Mr. Tobelmann as to the solubilities of 
chalcopyrite and other minerals and the methods used for getting this 


1H. A. Tobelmann and J. A. Potter: First Year of Leaching by the New Cornelia 
Copper Co, Trans. (1919) 60, 52. U.S. Letters Patent 1269485, June 11, 1918. 
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information in the Ajo practice are interesting. Most samples of chal- 
copyrite I have tested yield at least a part of their copper to ferric sulfate, 
the percentage varying from 40 to about 60. The solubility of different 
chalcopyrites varies and evidently that in the Ajo ore is an insoluble type. 
The average percentage of oxide copper left in the tailings at Ajo is more 
than the average for the Inspiration tests, which can be explained in 
various ways. There is of course no real comparison in view of the 
different ores and conditions. 

It is quite correct to say that “had the sulfide in the mixed ore at Ajo 
been present as chalcocite and not chalcopyrite the mixed ore problem 
would have been simple and the extraction uniformly high,” and it is 
equally true to say that if we had been unfortunate in having any con- 
siderable amount of chalcopyrite in the Inspiration ores the present 
scheme could not have been used. 

I believe the discard problem will not be a serious matter at Inspir- 
ation. No discard was required during the entire test period, and the 
increase in alumina in the liquors did not indicate much probable trouble 
in this direction. Alumina is not a harmful impurity, does not require 
the same elaborate control as iron, and is even helpful in electrolysis 
since it reduces cathode corrosion to an appreciable extent. 

As Mr. Tobelmann points out, leaching in this way cannot be done 
unless there is enough chalcocite in the ore to take the place of the SO» 
used at Ajo. This appears to be the case at Inspiration, but for possible 
periods of very low sulfide in the ore the expedient of mixing in straight 
sulfide ores which are available would be simpler than going into the 
complication of SO. reduction. From the standpoint of saving in cost 
of acid, Inspiration will use 20 Ib. of net new acid only per ton of ore, so 
that the possible saving by making acid by SO. would not be large. 
It is quite true, as Mr. Tobelmann says, that where the acid consumed 
per pound of copper is not too large a plant can be operated without 
acid from the outside if SO, can be used. 

Several other points brought up refer rather more to plant design 
and operation than to metallurgy and as to these the experience of a 
year or so will tell us more than can be said now. 


C. 8. Wirnerett, New York, N. Y. (written discussion).—I note 
that Mr. Tobelmann has honored me by making use of the word “‘solven- 
ticide” coined by me. As can be gathered by the construction of the 
word a solventicide is any substance either present in the ore undergoing 
leaching, or otherwise introduced into the process, that destroys or 
otherwise renders permanently useless some of the solvent agent. It 
has the same meaning in general application to leaching as the word 
‘“eyanicide’’ has in the cyanide leaching of gold or silver ores, and 


therefore if the word solventicide is adopted there would be no further 
use for the word cyanicide. 
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The destructive effect of a solventicide may be in the nature of either 
chemical decomposition or chemical combination, the compounds formed 
may be either soluble or insoluble; if soluble, steps must be taken to 
prevent excessive accumulation. It is quite possible for the metal 
purposely extracted to act as a solventicide’ with some solvents (e. g., 
metallic copper with nitric acid). 

Next to percentage of extraction, the subject of solventicides will 
probably be the most important and about the first to be investigated in 
developing a leaching process for a new undertaking; it even has a bearing 
on the question of the proper degree of fineness to which the ore should 
be crushed or ground. Many of the rock-minerals, while appearing to 
be practically unattacked by the solvent when the particles are over say 
1}4 in., become perceptibly acted upon when finely ground. 

The rational way of expressing the total amount of all solventicides 
present in any given ore would be in terms of the solvent-agent killed. 

In an electrolytic method of metal recovery wherein the accumulated 
solventicides are eventually disposed of by solution discard, a certain 
amount of still useful solvent agent must accompany that combined 
with the solventicides; usually this can be expressed by a factor which is 
dependent upon the allowable concentration of the solventicides under 
consideration in the electrolyte. 


G. D. Van ArspaLe (written reply to discussion).—Mr. Witherell’s 
term of ‘‘solventicides”’ is a good substitute for the rather clumsy expres- 
sions we have been using. My only criticism is that it is perhaps too 
general. In our case, for example, we have two active solvent agents, 
acid and ferric iron. Terminology is not of very great importance, but 
I think uniformity in the literature should be aimed at, and specific terms 
used when needed. I am afraid that cyanicide is too well established 
and too descriptive to be given up. 

Perhaps in copper leaching we might consider “‘antiacid,”’ as a specific 
term in addition to Mr. Witherell’s proposal; since most of our copper 
leaching is with sulfuric acid, which is not really destroyed or killed. 
If this term was in use we could say, for example: “The antiacids in 
such and such an ore are lime, iron and alumina in addition to copper, 
giving a total antiacidity of 50 lb. of actual H2SO, per ton, of which 
30 Ib., 2 lb., 8 Ib., and 10 lb., are the antiacidities of copper, lime iron 
and alumina, respectively. Pyrrhotite, which is a solventicide for ferric 
iron is not present. Pyrite is neither an antiacid nor a solventicide. 
The antiacidic action of the ore can be reduced 5 lb. per ton by not 
crushing finer than half-inch. The copper sulfide present in the ore is . 
solventicide for ferric iron, which is remade during the electrolysis. 
In other words, I would restrict Mr. Witherell’s useful new expression, 
which has the sense of killing or destroying, to substances which actually 
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do that, and propose the term antiacid for those substances which simply 
combine with an acid solvent. 


L. D. Ricxerts, Pasadena, Cal. (written discussion).—A brief history 
of the leaching experiments conducted by the Inspiration Consolidated 
Copper Co. prior to the employment of Mr. Van Arsdale may be 
interesting and may reinforce his valuable paper. 

About 8 years ago the Inspiration company constructed a 35-ton test 
plant for leaching oxidized ores and a long series of experiments were 
made. It was found a good recovery. of copper could be obtained from 
the thoroughly oxidized ores, but as work progressed it became evident 
that it would be difficult to mine these ores whose oxide content was too 
high to permit them being treated economically in our flotation mill. 

Tests were then undertaken to treat mixed ores, the plan being to 
first leach the ore ground to a maximum size of 3g in. and then to grind 
the tailings from the leaching tanks, after neutralizing with lime water, 
and recovering the sulfide by flotation. By this dual method very high 
recoveries were obtained, but it became evident that the cost of the dual 
treatment was heavy and it was preferable to devise, if possible, a single 
process through which both the sulfide and oxide content of the ore could 
be recovered at one and the same time. 

It was early determined that an excellent grade of electrolytic copper 
could be recovered from the sulfuric acid solutions resulting from the 
treatment of our oxidized ores, and tests were likewise conducted under 
the direction of engineers from the Anaconda Copper Mining Co. in 
conjunction with Inspiration engineers for the precipitation of copper 
with SO. gas under conditions of heat and pressure as developed by 
Van Arsdale many years ago. Very satisfactory results were obtained 
from these tests, but in the meantime it became more and more apparent 
that the problem of the mixed ores was very important, and while the 
success of precipitating copper with sulfurous acid gas was recognized, 
it was rejected here because this method prevented the presence of ferric 
sulfate which was known to be a solvent of copper at least. 

At this stage a halt was called in the work of our test plant and Mr. 
Van Arsdale was employed to study the problem of leaching these mixed 
ores with ferric sulfate and sulfuric acid, and of recovering the copper 
electrolytically from solutions containing ferrous sulfate and a very high 
percentage of ferric sulfate, which necessarily had to be regenerated for 
leaching purposes. Mr. Van Arsdale to expedite matters first undertook 
laboratory tests in leaching Inspiration concentrates, and having obtained 
satisfactory results on this material he directed his efforts to leaching the 
mixed ores direct. He worked out his problem in Los Angeles, first in 
the laboratory, and later with a small experimental leaching plant, and 
it was then, as he states, that the 35-ton plant at Inspiration was again 
started up and I feel that the splendid results obtained redound to the 


; G. D. Van Arspae (written mae to eee —In conclusion, a 
I would say that while the paper was written, under my name as author © 
_ by instructions of Dr. Ricketts; as he has pointed out, my part of the 
_ work was only coordinate with that of the others concerned. Since it 
was “committee” work throughout, the method should properly be 
called the Inspiration process since the results obtained were not 
individual but a result of this policy and the splendid cooperation of all 
engaged in the work. 
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Production of Ferric Sulfate and Sulfuric Acid from 
Roaster Gas* 


By G. L. Oupricut, H. E. Keyzs, anp F. S. Warrman,t Tucson, ARIz. 


(Salt Lake City Meeting, September, 1925) 


Tue economic manufacture of sulfuric acid by the ordinary chamber 
process usually involves production on a large scale and a plant that is 
costly to construct. The nature of sulfuric acid makes it costly to 
transport any great distance. For these reasons, the metallurgist has 
not found it feasible, at times, to beneficiate ores amenable to leaching, 
and a need exists for a local process that will produce acid cheaply on a 
small or large scale. 

To leach ores containing residual sulfides, an oxidizer, such as ferric 
sulfate, is needed in solution. Precipitation with scrap iron is one of the 
cheapest methods of removing some metals from solution, giving a plant 
of low first cost and supplying a source of cheap ferrous sulfate. The 
other ingredient needed for the process is SO, roaster gas, the addition of 
which, as described below, will give both ferric sulfate and sulfuric acid. 
Where roaster gas is a waste or obnoxious product, the expense for 
materials is still further lessened. The use of ferric sulfate and sul- 
furic acid as a solvent lends itself well to the utilization of scrap iron as 
a precipitant, and the stages of the process fit in well together as an 
economic whole. 


APPLICATIONS 


The hydrometallurgist usually thinks of ferric sulfate as a partial 
solvent for some of the sulfides of copper alone, as most work has been 
done on this metal. The processes of Hannay and Christensen, for leach- 
ing unroasted galena with ferric chloride made by anodic oxidation, show 
the added solvent action given by “‘ic”’ salts when added to brine solu- 
tions. It was found by R. D. Bradford (in some work to be published 
soon by the University of Utah) that, by the addition of a ferric salt to 
a brine solution, the silver as well as the lead in an unroasted semi- 
oxidized ore could be largely dissolved. The “‘ic’”’ salt in the case of 
silver has evidently the same effect as the case of cupric sulfate when 


* Published by permission of the Director, U. 8. Bureau of Mines. 


{ Hydrometallurgist, Associate Metallurgist, and Junior Chemist, respectively, 
Southwest Experiment Station, Bureau of Mines. 
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used with the old Russell “hypo” process. Ferric sulfate has also been 
used in leaching ores of zinc and nickel, although the solvent action on 
the sulfides of these metals is nrpbabhya slow. In many processes, it is 
desired to oxidize ferrous sulfate to facilitate the removal of the iron, 
either before purifying the solution when this i ig.an objectionable impurity, 
or in order that the precipitated ferric hydrate made by rendering the 
solution basic may drag down with it other substances such as com- 
pounds of arsenic or antimony. Where the content of certain impurities 
in the solution is not too great, such oxidation of the iron may be readily 
carried out. 

The advantages of acid ferric sulfate over dilute sulfuric acid as a 
leaching agent for mixed copper ores have long been realized. The fact 
that one company is now engaged in constructing a six million dollar 
leaching and reduction plant involving the use of acid ferric sulfate is 
sufficient evidence that a cheap and efficient method of producing this sol- 
vent should warrant the attention of the hydrometallurgist. Anodic 
oxidation of ferrous sulfate has found favor where the magnitude of 
operations or a cheap source of power justify electrolytic precipitation. 
However, in cases where electrolysis is not feasible, attempts have been 
made to oxidize ferrous sulfate solutions by various means. A note- 
worthy example was the work at Cananea.! 

“The materials treated at Cananea consisted of mill tailing sand and 
of flue dust from the furnaces.’’ These products are two for which leach- 
ing with cheap ferric sulfate-sulfuric acid is still applicable. The leach- 
ing in place of copper-bearing material, in general, whether in dumps or 
stopes, leaching by percolation in vats, or the leaching of low-grade and 
finely ground material, as outlined by Leaver,? are all fields that have 
been contemplated for the process. 


Previous Work on MakinG FeErRRIC SULFATE 


It is obvious that in the oxidation of neutral ferrous sulfate sulfur 
must be supplied as sulfate radical, otherwise a precipitate of basic ferric 
sulfate will form. A mixture of sulfur dioxide and air, such as is fur- 
nished by the roasting of pyritic ore or the burning of sulfur, furnished 
the necessary constituents for such oxidation. The first work, within the 
knowledge of the authors, in which sulfur dioxide and air were used in 
producing acid ferric sulfate in the United States, was carried out by 
chemists at the Clifton smelter of the Shannon Copper Co. in 1912.* 


1W. L. Austin: Leaching of Copper Ores. Mines and Methods (Sept., 1910). 

2. S. Leaver and R. V. Thurston: Ferric Sulphate and Sulphuric Acid from Sul- 
phur Dioxide and Air. Bur. of Mines Report of Investigation, Ser. No. 2556; O. C. 
Ralston: The Ferric Sulphate-Sulphuric Acid Process. Unpublished report oe the 


Bureau of Mines. rial 
3 W. A. Sloan and F. W. Rose: Private communications. 
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The object of this work was to develop a process for treating the oxidized 
ores of the Shannon Copper Co. Because of excessive lime in the ore, 
acid leaching was abandoned in favor of sulfating by roasting with pyrite 
followed by a water leach. A typical experiment carried out by F. W. 
Rose in 1912, at this plant, is given. A solution containing 12.8 gm. per 
liter ferrous sulfate was treated with smelter-stack gas to saturation, 
after which air was blown in slowly until the odor of sulfur dioxide was not 
perceptible. This procedure was repeated four times and the solution 
assayed for ferric iron; it was found to contain 1.6 gm. per liter ferrous 
sulfate and 10.7 gm. per liter ferric sulfate. Furthermore, free sulfuric 
acid was found to be present, although an exact determination of acid 
was not made. 

Work by van Barneveld and Leaver,‘ and their associates in the 
direct leaching of copper ores with sulfur dioxide showed that sulfuric 
acid could be formed by treating a ferrous sulfate solution with sulfur 
dioxide and air.’ The various factors governing the reactions involved 
have since been made the subject of an extended investigation. °® 

The development of a commercial process for producing dilute sulfuric 
acid is now in progress at the Southwest Experiment Station of the 
Bureau of Mines. It is the purpose of this paper to give a report of recent 
progress in the commercial aspects of the process which have not had 
publicity to date. 

The main end reactions involved may be represented as follows: 


2FeSO,4 + O2 + SO2 = Fe2(SOx);3 (1) 


The gas, containing about 4 per cent. sulfur dioxide and not less than 
15 per cent. oxygen, is introduced into a ferrous-sulfate solution by 
means of a suitable aerating device. For best results, the solution should 
contain from 4 to 20 gm. per liter iron. One essential condition for 
efficient operation with a rich gas is the subdivision of the gas into 
bubbles of 1 to 2 mm. diameter. Under proper conditions, reaction (1) 
takes place nearly to completion after which the sulfur combines accord- 
ing to reaction (2). Table 1 gives results obtained using a flat wool fabric - 
aerator. Pure sulfur dioxide gas was withdrawn from a cylinder and 
mixed with air. 

In Table 1, as well as in subsequent work, the sulfur used in oxidizing 
iron was converted to the equivalent sulfuric acid and thus used in the 
calculations for aeration rate and rate of acid formation. The ferrous 
sulfate used in all this work was a crude crystallized product from the 


*C. E, van Barneveld and E. 8. Leaver: Leaching Non-sulfide Copper Ores with 
Sulfur Dioxide. Bur. of Mines Tech. Paper 312. 


5. S. Leaver, U. S. Pat. 1477965, 1923. 
°H. 8. Leaver and R. V. Thurston; O. C. Ralston. «Op. cit. 
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TaBLe 1.—Data, Using Aerator of 121 Sq. Cm. Cross Section 


Ferrous iron at start of ran = 5.0 gm. per liter; mixture of pure sulfur dioxide and air 


used 
= =a ae a ee ee ee 
Dt AG SO>, ooren Hours dit Aerati fei 
: Per Cent. pent, Aerated m, nr Rael Gor é Dee 
: Liter Cent. Acid) 
a a Oy 
191 5.0 60 54> 50 aes 98.8 
192 5.0 60 216 37 SHC, 90.0 
182 D0 80 616 55 1.95 99.0 
185 5.8 80 4 58 3.0 99.0 
186 ey 80 216 53 4.5 99.0 
196 5.0 100 616 59 3.0 99.0 
200 5.0 100 6 63 3.9 99.5 
201 5.0 100 4 50 4.95 99.0 
202 5.0 100 | 3% 57 6.4 99.0 
205 yO 140 5 53 6.0 96.5 
| 


*Cubic feet free gas per square foot aerator surface per minute. 


scrap-iron discard solution at the leaching plant of the New Cornelia 
Copper Co. 


PropuctTion oF Acip FERRIC SULFATE FROM ROASTER Gas 


After obtaining the foregoing results, the authors gave attention to 
the commercial aspects of the process. Simplicity of operation and low 
production costs consistent with high efficiency of sulfur-dioxide utiliza- 
tion were given first consideration. Regardless of the details of the proc- 
ess adopted, it was considered that the source of sulfur dioxide would 
most likely be pyritic ore roasted in standard equipment of the multiple- 
hearth type, although pure sulfur could be burned in appropriate appa- 
ratus if conditions warranted. A survey of several typical roaster 
installations at copper smelters in the Southwest showed the following: 


FURNACES SELF-ROASTING 


Per Cent. 
StILRUIRINSLeAC SHER roe Woes Pike Sicha er eicr aye Molt oPE GRR Ab ibis, corals 30.5 
SuilhurpinkcalGinem. See, eereeksetdias. cits cecil a peel. tea Meee tows 13 
Srallitiipia bob a Ea inigeasiee ae Se eis Re PDO C acmaakis oe aon aor 4.0 
Ora PT TE... wat Bees aes Oe IE oa tie sada sone anbrid ec 15.0 


Therefore, when utilizing waste roaster gases, or in a new roaster 
installation, a gas containing 4 per cent. sulfur dioxide and 15 per cent. 
oxygen would most likely be produced. 

When considering the metallurgical steps involved in the process, two 
possibilities were apparent. The sulfur dioxide might be absorbed in 
towers through which the solution circulated from porous bottom cells. 
Air blown through the porous bottoms should fix the dissolved sulfur 


“ 
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dioxide and, by continued circulation through towers and fixing cells, 
the desired reactions should be brought about. However, when funda- — 
mental principles were considered, this scheme did not appear so attrac- 
tive. The solubility of sulfur dioxide in water is nearly proportional to 
the partial pressure, or percentage sulfur dioxide, in the gas. Also the 
presence of acid or dissolved salts is likely to affect the solubility. Comey’ 
gives the solubility of sulfur dioxide in water as 2.28 gm. per liter at 
50° C., the partial pressure of sulfur dioxide being 30.5 mm. mercury. 
This corresponds to about a 4 per cent. sulfur dioxide gas under Tucson 
conditions and, as 50° C. is approximately the operating temperature, 
this figure may be used as a basis of calculation. Experimental work 
verified Comey’s figure and also showed that increasing concentration of 
sulfuric acid decreased the solubility. A 4 per cent. gas showed 1.6 gm. 
per liter sulfur dioxide soluble in a solution containing 50 gm. per liter 
sulfuric acid at 50° C. The presence of ferrous iron caused erratic results. 
Tentative calculations indicated considerable pumping cost for solution 
circulating through towers. Some advantage might be gained using 
mechanical absorbers,® but it seemed advisable to first investigate the 
second possibility; namely, a method of directly introducing the gas 
into the solution. 

While the details of a commercial process had not been previously 
worked out, there was one point on which the various metallurgists appar- 
ently agreed; namely, that the direct blowing of a dirty gas through a 
porous medium was precluded on account of clogging the interstices. 
No data, however, were at hand to show whether the ordinary dust-col- 
lecting systems would clean the gas sufficiently without wet scrubbing. 
Dry roaster gas may be handled in iron pipes with very little corrosion 
if the temperature is maintained at 200° F. or above. Scrubbing the 
gas with water would necessitate expensive acid-proof construction of 
the scrubber and some conveying equipment, at least. By giving the 
gas only a rough cleaning, as obtainable with settling chambers or 
cyclones, it was estimated that the amount of flue dust carried against 
the surface of the porous aerator would be approximately 0.5 lb. per sq. 
ft. per 24 hr. To test this point experimentally, flue dust (— 200 mesh) 
was mixed with air and blown into an aerator of 121 sq. cm. cross section, 
equipped with “Duro”’ cloth fabric. Ordinarily, a pressure drop of 0.5 
Ib. is caused by the cloth with clean gas at an aeration rate of 4 cu. ft. per 
sq. ft. aerator surface per minute. The introduction of dust at 6 lb. per 
24 hr. per square foot aerator surface, which is twelve times the rate 
expected in practice, increased the pressure 1 lb.in45 min. The pressure 


7A. M. Comey: “A Dictionary of Chemical Solubilities.” Macmillan Co., 
New York. 


§ Wm. E. Greenawalt: U. 8, Pat. 1528204, 1925; N. C. Christensen: Pat. 1462363, 
1928. : 
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would return to its original value by shutting off the flow of air and allow- 
ing the solution to “back flush” through the single cloth for a few seconds, 
As no serious clogging was observed, unless several superimposed blankets 
were used, this scheme offered a possible efficient method for aerating 
ferrous-sulfate solutions with roaster gas on & semicommercial scale. 
Aside from the fabric aerator, several other types have been recom- 
mended for this work, but experimental data are incomplete to date. 
Brief mention, however, will be made of -certain meritorious designs. 


Rotating Shear Bubbler 


The production of small bubbles on a commercial scale by utilizing 
the shearing action of a revolving cylindrical device pierced with 14 -in. 
holes through which the gas passes into the solution was advocated by 
Greenawalt about 1915.9 In 1924, C. G. Maier” experimented with a 
similar apparatus and made accurate measurements on the relation of 
size of bubble to diameter of orifice, gas velocity, pressure, and speed of 
solution flow normal to the orifice. This work of Maier led to an aeration 
device, known as the “grid type” aerator, consisting of lateral pipes 
accurately spaced 0.01 in. apart, the gas being discharged through 
holes 14» in., or smaller, in diameter located slightly above the plane of 
axes of the pipes. Solution forced through the slots between the pipes 
causes a shearing action, thus producing bubbles of approximately the 
same diameter as the orifice. Without such shearing action, the bubble 
diameter is about ten times the orifice diameter. 

Another type has been developed by Greenawalt!! and tested to a 
limited extent by the Southwest Experiment Station with encouraging 
results. The gas is introduced from the bottom of the tank into the center 
of an impeller having hollow vanes. Some solution mixes with the gas 
passing through the impeller and the gas is subdivided into very fine 
bubbles as it is thrown out by the centrifugal force. This type of appar- 
atus lends itself to excellent control as the impeller speed and rate of gas 
flow may be adjusted to suit conditions. Advantages of this design are 
freedom from possibility of clogging by dust and low gas pressure 
required, there being a slight suction effect produced at the impeller. 
Possible disadvantages are high power consumption and the difficulty of 
obtaining uniform gas distribution in a tank of large cross section. 

Of all the factors dealing with this process, fineness of bubble size has 
probably been considered of prime importance. In the experimental 
laboratory work, it was frequently noted that shortly after the comple- 
tion of the oxidation stage the bubble size would increase, sometimes to 
five times the original diameter. This was not because of any change in 


9 Wm. FE. Greenawalt: U. 8. Pat. 1374500. 
10 C, G. Maier: Unpublished report, Bureau of Mines. 
11 Wm. E. Greenawalt: U. S. Pat. 1874445 and 1374446, 1921. 
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conditions of operation as far as could be observed; further investigation 
disclosed that the cause of the trouble was coalescence. It was a simple 
matter to construct an aerator capable of producing small bubbles, but 
the prevention of coalescence was another problem. Further research 
along this line was necessary, the details of which will be offered for pub- 
lication in the near future. Many substances were found, small quan- 
tities of which inhibited coalescence to some extent; among these may be 
mentioned ferrous sulfate, glue, and pine oil. Such substances have few 
properties in common and it is apparent that the laws governing coales- 
cence are very complex. It was found that coalescence was not directly 
dependent on the magnitude of the static surface tension of the solution. 

Recent investigations at Tucson!” indicate that when using gas of very 
low concentration of sulfur dioxide, the small bubble loses its advantage 
and larger bubbles give more efficient oxidation. Furthermore, for each 
bubble size, the rate of addition of sulfur dioxide being constant, there is 
a definite concentration of sulfur dioxide at which the maximum rate of 
oxidation takes place, this concentration being higher with the smaller 
bubble sizes. The foregoing indicates that by blowing in auxiliary air 
with the roaster gas, larger bubbles than 1 to 2 mm. diameter would not 
only suffice, but would actually result in a higher sulfur-dioxide efficiency 
than in the case of the smaller bubbles. 


DESIGN AND OPERATION OF PrLoT PLANT 

To demonstrate the commercial possibilities of producing acid ferric 
sulfate from roaster gas, a pilot plant was constructed at the Tucson 
station, in which additional data have been secured which may serve as 
a basis for larger scale construction and operation. Much work in test- 
ing various forms of aerating devices, in the hope of making possible 
improvements remains to be done, but on account of the successful results 
obtained thus far, the data at hand are herein presented. The steps 
involved were reduced to their utmost simplicity and consisted of roast- 
ing with a standard type multiple-hearth roaster, rough cleaning the gas 
in a novel dust collector, and blowing by means of a cycloidal blower into 
a porous-bottom aerating column. 


Roaster 
Pyrite from the Jerome district was roasted in a six-hearth, 2 ft. diam- 
eter, gasoline-fired Herreshoff roaster having air-cooled rabble arms. 
On account of high radiation losses, such a small furnace was not self- 
roasting; and as it was found that direct firing lowered the oxygen con- 
tent of the gas about 4 per cent., which prevented satisfactory oxidation 
of the solution, indirect heating was obtained by passing the air from 


Wm. A. Jennings: The Effect of Bubble Size on the Optimum Sulfur Dioxide— 


Air Ratio in the Ferric Sulfate—Sulfurie Acid Process. Thesis, University of Ari- 
zona, 1925. 
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the cooling arms into a pipe through a combustion chamber and dis- 
charging the preheated air on to a lower furnace hearth; this functioned 
very satisfactorily. 


Dust Collector 


The furnace gas was cleaned and cooled in a Reverse Nozzle Dust 
Collector, manufactured by the By-Products Recoveries Co., Inc. This 
is a stationary all-metal apparatus and is claimed to effect a clearance 
comparable to an electrostatic precipitator. Since its installation, 
there has been no trouble because of increase of gas pressure against 
the aerator cloth. 


Fic. 1—A®RATOR GRID SUPPORTING “DuRO” CLOTH DIAPHRAGM, WITH CLOTH 
ROLLED BACK TO EXPOSE PARTS, AND CRATE WHICH RELIEVES TENSION ON THE CLOTH; 
12-IN. BAFFLE BOARDS IN CENTER ARE PLACED OVER GAS-INLET PIPES IN BOTTOM OF 
AERATOR TANK TO SPLIT GAS STREAM; CLOTH IS STRETCHED ACROSS FRAME BY BEING 
FORCED BY WOODEN STRIPS INTO GROOVE SHOWN IN SIDE; STRIPS ARE HELD IN PLACE 
BY LONG WOODEN WEDGES FITTING AGAINST SIDE OF AERATOR, WHEN DIAPHRAGM IS 
HORIZONTALLY IN PLACE IN BOTTOM OF AHRATOR TANK. 


Blower 
For blowing the gas, a Connersville gas pump, size 20B, rated at 46 
cu. ft. per min., free air at 4 lb. pressure was used. In most tests, the 
rate of gas flow was about 25 cu. ft. per min. Although the blower has 
not been operated long enough to furnish conclusive data on corrosion 
effects, no trouble has been observed to date. Iron blowers of the 
Root type have been operated for years handling SO, gas for the 


Hargreaves process. 1° 
Aerator 


From the blower, the gas passes in a 2-in. iron pipe, through an 
orifice meter, to the aerator; lead pipe is used from the point where the 


13 Lunge: “Sulphuric Acid and Alkali,” 2, 246, 3d ed., Gurney & Jackson, London. 
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solution level is reached. ‘The aerator tank is 744 ft. high and has a 
cross section of 7.22 sq. ft. The aerator surface is 6.67 sq. ft., the fabric 
being secured in the tank without any metal parts. ‘‘Duro”’ cloth has 
been used as a porous medium, but the laboratory tests have shown that 
any closely woven, heavy woolen cloth will serve the purpose. Figs. 1 
and 2 show aerator details. To date, all the runs have been carried out 


‘ a) r aed 
Fig. 2,.—CoNnstTRUCTION OF AERATOR TANK; NOTE JUNCTION OF IRON WITH LEAD 


PIPE LEADING GAS OUTSIDE AERATOR DOWN UNDER ITS BOTTOM, AND HEAVY REIN- 
FORCING AT BOTTOM OF CELL. 


by the batch method, although the process can readily be made continu- 
ous by passing the solution through a number of aerating cells in series. 


PILoT-PLANT DATA 


A number of successful runs have been made, examples of which are 
shown in Table 2. In the early work on this process, it was considered 
essential that no appreciable free acid be present during the oxidation 
stage. Run No. 6 shows that the ferrous iron. was completely oxidized 


ain 
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with an initial aciditity of 14.6 gm. per liter, the efficiency of sulfur dioxide 
for the entire run being 96 per cent.; however, 1.3 gm. per liter of ferric 
iron were initially present. 

The length of life of a “Duro” cloth aerator is still a mooted question. 
The 121 sq. cm. aerator has lasted through 2% runs, averaging 5 hr., each 
and at this writing has apparently not deteriorated. When the lateral 
dimensions of such an aerator are increased, however, mechanical stresses 
on the cloth must be reckoned with; otherwise, stresses will occur in the 
fabric, causing an increase in the size of interstices, thus allowing uneven 
air distribution and larger bubbles. This danger has been largely over- 
come by setting a lattice-shaped framework over the cloth. Uniformity 
of material must also be insisted on for satisfactory results. 


TABLE 2.—Puilot-plant Production of Acid Ferric Sulfate with Roaster Gas 


Height solution column, 130 em.; volume solution, 872 liters; gas pressure at aerator, 
2.2-3.2 lb. per sq. in. 


Composition of Solution, ' 
Grams per Liter Gas Analyses, % 
Per Cent. se 
A 
x | Out I 
oe 7 ut- a 
o _ sc] Ingoin, gts a G2 on ° 
iz 3s | 5 sii | going 2 aA 2 Jo soe 
iS i) EI 3 ® 37a 3H 
is FI = g BR -O °S ° 3 
A sj 3 | 3 5 ere eb , | a2| <2 
3 & ‘B na 35} ‘om | 1°) <q ao oO wo we 8 
Z B e (eo) 23 aq a | 5) HR n OA, 3 og og 
gs 3 om Zo | o0 So | cs) = OR On 
q Boe) $ a 5 aS) a= Pa papal 2 ho ra “oO Po 
a | Sa 2 5 Drew || Je 5Q | 3A S se e | ae | Se 
a < a | 4 < Te eeeom eae! | ay | < a 
3 0.3 | 4.4 AVOUT ON Dsae, Loeb | Lio | (0.49),| 12:0 94 3.4 5.1 1.42 
4 nil 6.0 5.4 fie 54.3 | 3.16 | 15.0 |} 0.138 | 10.4 96 3.8 5.7 1.64 
5 nil 4.9 1.8 | 2.7 Joe | o-03) {18 a1 1,30 6.8 74 Livin onset | 095 
6 14.6 | 5.1 3.8 Tr; 39.4 | 4.08 | 14.3 | 0.15 8.5 96 3.45 | 6.7 ilaceyl 
8 nil AR Bids Tes 49.5 | 2.16 | 16.8 | 0.02 Cad 99 4.64 | 5.54 41 
9-122 nil 5.1 3.8 | 0.3 76.0 | 1.43 | 17.6 | 0.50 | 33.0 65 


@ Cubic feet free gas (700 mm. Hg. and 30° C.) per square foot acrator surface per minute. 


6 Grams sulfuric acid per liter per hour over entire run. 
¢ Pounds sulfuric acid per square foot aerator surface per hour. ; 
@ This run was carried out on four different days, loss by leakage being made up by adding water 


and ferrous sulfate. 


To date no expression has been formulated for the permissible ratio 
between oxygen and sulfur dioxide content of the gas. This relationship 
appears to be a rather complex function. It was found difficult to obtain 
satisfactory oxidation in the pilot-plant solutions with an oxygen content 
below 13 per cent., even though the sulfur dioxide was considerably less 
than 3 per cent. This is interesting, in view of the fact that excellent 
results were obtained in a similar, but smaller scale apparatus, using a 
mixture of sulfur dioxide and air of 5 per cent. sulfur dioxide and 19.5 per 
cent. oxygen. It is thus evident that the permissible SO2: 0: ratio is not 


a constant quantity. 


=, ie 
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The aim of these investigations has been to assist the copper hydro- 
metallurgist in producing an inexpensive and satisfactory leaching solvent. 
It is hoped, within the coming year, to extend this work to the semicom- 
mercial treatment of typical ores by the Bureau of Mines process. Pre- 
liminary work has already been undertaken on products from one of the 
representative southwestern copper companies. It is desired to produce 
acid ferric sulfate from the solution discarded at the scrap-iron boxes and 
to utilize this solution for leaching a large dump. The discard solu- 


tion contains: 
GRAMS PER 


Liter 
Total: Iron . pci cecatee es eS oe oes = tah eae 20-2 
Ferrolis ITO: « Sates cere peer eee eter ee a oe cars ona es 19.7 
Sulfate, SOD... he nce nah eee he ey cee een a cit cre yo cia ere a 69.5 
Coppetini ius ce oslo BSG ee SOS eer a clea rane 2a trace 


The theoretical sulfate required to combine with the iron would be 
35.1 gm. per liter. 

Evidently these solutions are very foul with sulfates and experimental 
evidence was necessary to determine whether the iron could be oxidized 
as efficiently as in former tests with purer solutions. Accordingly, tests 
were run in the apparatus used for obtaining the data of Table 1. The 
results compared favorably with a similar test, using crude ferrous sulfate 
crystals as in the regular runs; Table 3 shows the comparison. 


TaBLE 3.—Production of Acid Ferric Sulfate Using Pure Sulfur Dioxide 
and Air; Comparison of Plant and Synthetic Solutions 


5 per cent. sulfur dioxide; 19.5 per cent. oxygen; aerator, 121 sq. em.; height 
of column, 100 em. 


Assay Solution, in Grams per Liter 


Efficiency 
it Total Sulfat F oe eee 
ion Total Tota ulfate atl ita errous ioxide R 
Tron a med et Produced | Oxidized eek eee Per Cent. ~~ 
A 21.0 Dine She" 28.7 19.0 0.6 91 4 
B 20.2 69.5 35.1 24.0 1722 2.5 87 4 
C 4.0 12.4 3.95 nil 100 1.25 


A, solution made up from Ajo crude ferrous sulfate crystals. 
B, iron-box discard solution as obtained from leaching plant. 
C, same as solution ““B” but diluted to concentration shown. 


The data show that the excess sulfate probably affects the efficiency 
adversely, but that if these plant solutions are diluted, results may be 


obtained equally as good as with the sah made from the crude 
ferrous sulfate crystals. 
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Some Factors InvoLvED In CoMMERCIAL-PLANT Design 


Pilot-plant data having been given showing that ferrous-sulfate golu- 
tions may be successfully oxidized by roaster gas, using a fabric-type 
aerator, attention will now be turned to certain features of design and 
operation of a plant of commercial dimensiofis. The following calcula- 
tions are based on semi-commercial results obtained, but are at best only 
tentative as no large-scale plant has been built. - 


Materials of Construction 


Ordinary iron construction has been found satisfactory for blower and 
piping to the point where the temperature drops below about 200° ins 
beyond which lead should be used. The corrosive property of the gas is 
largely dependent on its moisture content, therefore the sulfide ore to 
the roaster should be as dry as possible and direct firing of hydrocarbon 
fuel should be avoided. 


Aerator Tanks 


Unpainted redwood has been used in the pilot plant. It has been 
noted that when solutions were aerated in such tanks the bubbles coal- 
esced badly after a short time, presumably on account of extracting some 
substance from the wood. This has been rectified by using suitable 
addition agents. A coating of acid-proof paint would doubtless be 
advantageous, or better still, a lead lining. The porous bottom in each 
cell should be divided into several independent compartments, each 
connected to the gas line by a shut-off valve. Any irregularities that 
might develop in the porous medium could then be compensated by 
adjustment of the gas valves. The cells should be supplied with hoods 
leading to the outside atmosphere, as the air discharged would be deficient 
in oxygen even though sulfur dioxide were not present in appreciable 
quantities. No work has been done on producing the acid solution by 
a continuous process, but this could be accomplished by several cells 


in series. 
Roasters and Dust Collectors 


This portion of the process should not deviate from standard prac- 
tice. Experience has shown that the oxygen content of the gas should not 
be lower than 15 per cent., and it has been found that standard self- 
roasting operations will produce 4 per cent. sulfur dioxide and 15 per 
cent. oxygen. Wet scrubbing of the gas is neither necessary nor desirable, 
only such cleaning being required as can be done easily and cheaply. 


Blowers 


No particular make of blower is recommended; several types on the 
market have been investigated and appear to meet the requirements. 
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On account of dust particles in the gas, a machine having considerable 
clearance would be preferable. 


Size of Units 


To arrive at tentative figures for cost of construction and operation, 
calculations will be made showing the size of equipment required for 
producing the equivalent of 20 tons of 100 per cent. sulfuric acid per 24 
hr., an amount sufficient to leach approximately 1000 tons of 1 per cent. 
copper ore, if 2 lb. of acid are consumed per pound of copper. 

Table 2 shows an average of the equivalent of 1.47 lb., of 100 per cent. 
sulfuric acid produced per hour per square foot aerator surface, and the 
authors have reason to believe that this figure will be considerably 
increased with improvements in the manner of operation. Taking 1.25, 
to allow a factor of safety, there would be produced roughly 30 Ib. acid 
per square foot per 24 hr.; 40,000 lb. acid per 24 hr. would require 1333 
sq. ft. of active cloth area. Assuming 90 per cent. of the cell bottom to 
be active surface, the total cell area would be 1481 sq. ft. Figuring 
each cell to be 4 ft. wide by 40 ft. long, practically ten cells would be 
required, which is in all probability an outside figure. 

Twenty tons of acid is equivalent to 6.53 tons of sulfur, a quantity 
that would easily be handled by a single roaster unit of the six-hearth, 
23-ft. diameter size. At a typical roaster installation, each furnace 
roasts 33 tons of pyritic copper ore containing 43 per cent. sulfur and 
produces a calcine of 5 per cent. sulfur, the ore being crushed to 14 in. 
Each roaster removes about 12.5 tons of sulfur. 

At 25° C., and 700 mm. mercury, 1 cu. ft. of pure sulfur dioxide 
weighs 0.1545 lb.; therefore, 6.53 tons sulfur per 24 hr. would be equiv- 
alent to 2935 cu. ft. of 4 per cent. sulfur dioxide gas per minute. The 
aeration rate would be 2.2 cu. ft. per square foot aerator surface per 
minute, based on 100 per cent. efficiency of sulfur dioxide. At 90 per 
cent. efficiency the aeration rate would be 2.45. <A typical flotation 
installation of the Southwest uses an aeration rate of 5, so the calculated 
figure is very conservative. 


Costs 


In the construction of a plant, a major consideration would be the 
balancing of initial expense against operating cost. In the foregoing, a 
column height of 414 ft. was assumed. By increasing the column height, 
the aeration rate may be raised considerably without loss of efficiency. 
This means less floor space and cheaper construction, but greater power 
requirements. One of the large concentrators uses 275 hp. to blow 10,000 
cu. ft. free air per minute, the pressure being 4.5 Ib. per sq. in. On this 
basis 82.5 hp. would be required for 3000 cu. ft. per min. which equals 
61.5 kw. With power at 114 cents per kw.-hr. , the blowing cost would be 
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$22.20 per 20 tons acid or $1.10 per ton. The roasting cost is problemat- 
ical, owing to variable conditions at different plants. If high-grade 
concentrates produced at the property are roasted, the saving in freight 
to the smelter may offset the roasting cost and little or no charge would 
be made against the acid for roasting. Ifviron pyrite is purchased, 
shipped in, roasted, and then discarded, the cost may be estimated at $6 
per ton pyrite. Assuming that one-third of the total weight of pyrite 
equals the sulfur converted to sulfuric acid, the cost would be $5.88 for 
pyrite, including roasting, per ton of 100 per cent. sulfuric acid. The 
labor cost for the aeration division should not exceed $1 per ton acid. 
Interest, depreciation, and repairs on a $50,000 investment would be 
about $1.50 per ton acid, making a total cost per ton 100 per cent. acid 
as follows: 


Wiri WirHouT 
Roastina Roasrina 
CHARGE CHARGE 

Roasting and purchase of pyrite.....................008- $5.88 
PACT LUIOL MOO W CL aMen Meee TN as oe ee artes bean 1.10 $1.10 
ENDNOTE, JEN OO Ce 6 on 0 Banca oc ee 1.00 1.00 
Depreeiationvand.amortizationeaetee. «cline 10 1s bieeper 1.50 1.50 
TST oe o> ee SRE ae ie ae eee $9.48 $3.60 


Considering the small operating cost, relatively low first cost, and the 
fact that the process lends itself to comparatively small-scale installa- 
tions at isolated points, it is believed that a contribution has been 
made to the methods for metallurgical treatment of low-grade leach- 


able copper ores. 


SUMMARY 


1. A study of the commercial aspects of the ferric sulfate—sulfuric 
acid process has been made by the Southwest Experiment Station of 
the Bureau of Mines. 

2. Laboratory tests in producing acid ferric sulfate from sulfur 
dioxide-air mixtures and ferrous sulfate solutions have been confirmed 
by pilot-plant runs in which roaster gas was used to aerate solution 
in 1-ton lots. 

3. Using a 414-ft. column of solution, acid up to 55 gm. per liter 
was produced at the rate of over 5 gm. per liter per hour at an efficiency 
of sulfur dioxide of 94—99 per cent. 

4. Acid ferric sulfate has been successfully produced from leaching- 
plant scrap-iron discard solutions. 

5. Aerators of the porous fabric type have given satisfaction in 
this work. 

6. Based on the Tucson pilot-plant results, the costs for acid of a 
strength up to 50 gm. per liter should be from $4 to $10 per ton, depend- 
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ing on pyrite cost, for a plant producing 20 tons of 100 per cent. sulfuric 
acid per 24 hr. 
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DISCUSSION 


G. D. Van Arspae, Los Angeles, Calif. (written discussion).— Years 
ago, Dr. James Douglas produced ferric iron (together with acid) on a 
large scale by blowing dilute SO2 through chloride liquors. In published 
accounts, he called attention to the ease with which solutions could be 
reduced or oxidized, or large amounts of dilute acid made in this way. 
So far as I know, the first large-scale tests using these principles for sulfate 
solutions were, as stated in the paper, made for the Shannon Copper Co. 
F. Schimerka should have been mentioned in connection with these 
experiments, as he was in charge of the leaching. 

The authors, on page 85 say: 

a cheap and efficient method of producing this solvent should warrant the attention 


of the hydrometallurgist. Anodic oxidation of ferrous sulfate has found favor where 
the magnitude of operations or a cheap source of power justifies the electrolytic 


precipitation. 

As the electrolysis cost for precipitating copper is chargeable entirely 
against the copper made, ferric iron made by anodic oxidation not only 
costs nothing, but should be credited with voltage reduction, possible 
to a considerable extent. It is difficult to see how a cheaper and more 
efficient method for making ferric iron can be devised than one that has 
no charge against it. 

The feasibility and relative economy of electrolytic precipitation are 
conditioned more by the grade of material being leached and the obtain- 
able strength of solution than by magnitude of operation and power cost, 
as stated by the authors. It is not feasible to precipitate electrolytically 
from mine waters or heap leaching solutions, because of their extreme 
dilution; but because of this dilution it would not be practicable to make 
ferric iron and acid from such solutions by roaster gas. It has been 
demonstrated that stronger solutions, say with 1 per cent. or less, can be 
stripped electrolytically at a smaller cost than is possible by iron precipi- 
tation. The cost of power, of course, is important, but in the Southwest 
where location and freight rates would allow the use of acid at a cost 
of $10 per ton, and the bringing in of iron at a reasonable cost, oil could 
be brought in and power produced at a reasonable cost. The same 
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thing applies to a low enough fuel cost to permit of making iron locally. 

For anything except the very weakest solutions, there is no doubt 
whatever as to the relative economy of electrolysis as against cementa- 
tion. Generally speaking, in the Southwest, where iron can be delivered 
for 1 to 114 cents a lb., power can be made, for 1}4 cents per kw.-hr. 
It takes roughly 114 lb. of iron to precipitate 1 Ib. of copper, and 3% lb. 
per kw.-hr. direct current is conservative. A cost comparison of the two 
precipitation methods, therefore, would be as follows: 


ELECTROLYSIS CEMENTATION 
LOWCLSR te eet: ee SO, OZeemlrOne. hee eee ee ee, $0.015 
aborswecee reat. cook eh ok ee 2006 Miitborue -euet.c st et Ake 0.015 
ireatment as. ase eee ae 0.01 
Rie linings ey ss tee bee ere 0.0125 
iyo lbeachd @) 12 ex aes con 0.0075 
Wathodesw eecate ee te $0.026 Refined copper............... $0.06 


Freight East and selling are not charged in either case. The average 
labor cost of making cement copper, in the Southwest, has been higher 
than the figure given. Treatment cost of the cement at the smelter is 
assumed at 1 cent, probably it will not be less than this. 

It is fair for comparative purposes to charge cementation with the 
114 lb. of acid that is regenerated by electrolysis. Evidently under these 
conditions cementation means a copper cost for precipitation of nearly 
three times electrolytic costs. Where leaching is at all possible, and 
solutions of say 1 per cent. or better are obtainable, this large difference 
would amortize the relative plant costs quickly enough to make an elec- 
trolytic plant a very desirable investment. If the production of copper 
by cementation was equally cheap, the Southwest long ago would have 
been dotted with acid leaching and iron precipitation plants. The 
production of ferric sulfate and acid by the method described necessitates 
iron precipitation, therefore the method can have only limited applica- 
tion, as eJectrolysis is much cheaper than cementation, except for very 
dilute solutions or possibly for remote localities where neither would be 
possible. It is a simple matter to throw a lot of acid on to a batch of 
ore, drain this off, and precipitate the copper by iron; but this method 
will pay only under very exceptional conditions. 

Using the term pilot plant for the small-scale apparatus used in the 
tests is misleading. Most persons would define a pilot plant as one in 
which full-size apparatus in all details is used in the smallest number of 
units possible, and from which complete, definite, reliable information as 
to operation and costs are obtainable. The proper steps for any impor- 
tant investigation are: laboratory work, test-plant investigation in small- 
scale working apparatus, and pilot-plant operation in full size. The 
scale of this work belongs in the first and second steps. The authors 
recognize this when they say that the calculations can be only tentative, 


but the use of the term pilot plant tends to give the impression that the 
work was done on a larger scale than was actually the case. 

The statement is made that all runs were by the batch method but 
that the method could be made continuous by putting the solution 
through a number of cells in series. This is obvious, but would it not be 
necessary also then to put the gas through all the cells in series? If so 
would not the head and consequent aeration costs be those given 
multiplied by the number of cells? 

It would appear, also, that a good deal of the work done, and pre- 
sumably also the cost figures obtained, were on a basis of starting with 
zero acid and building this up to 5 per cent. It is not practicable in 
leaching to neutralize the solutions completely; in fact, with the large- 
scale Inspiration tests there was serious trouble from precipitation of 
basic salts when the solution acidity was about 2.5 per cent. For the 
same number of pounds of acid made, twice the volume of solutions 
would have to be handled for a minimum acidity of 2.5 per cent., com- 
pared with a zero acidity; consequently the aeration costs would have 
to be doubled, if those given in the article were calculated on a basis of 
original zero acidity. 

The percentage of acid needed per cycle in any leaching system is 
proportional to the copper precipitated; therefore would not aeration 
costs increase directly as the percentage of copper to be precipitated 
‘decreased? Thus, for a weak solution carrying say 0.25 per cent., there 
would be needed for each cycle say about 0.5 per cent. acid (based on a 
leaching ore requiring about twice as much acid as copper recovered). 
It would therefore seem that to make a ton of acid in a 0.5 per cent. 
solution, the same volume of gas would have to be brought into contact 
with ten times the volume of solution as compared with making the same 
amount of acid in a final 5 per cent. solution. In other words, with 
decreasing necessary acid strength or percentage regenerated each cycle, 
at some point aeration costs would be prohibitive per pound of acid 
made. I may have misunderstood the method of figuring used, therefore 
the above should be taken as a request for information, and not a criti- 
cism. However, the cost figures ($4 to $10 per ton of actual acid, 
depending on whether or not roasting and sulfur costs are charged) 
do not seem to show any particular advantage, except an uncertain possi- 
bility of lower installation costs, which need not be considered since 
amortization is included. With the same conditions of supply of SOs, 
acid can be made for these figures, by the usual methods, per ton of 
actual acid, but produced at, say, 75 per cent. instead of 5 per cent. 

The statement that the process has small operating cost, relatively 
low first cost, and that it lends itself to comparatively small-scale instal- 
lations at isolated points is not clear; does this mean a complete leaching 
process of which the method described is a part, or the method itself? 
If the former, the fact should be emphasized that there are few possible 
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small-scale installations at isolated points where money can be made by 
mining, crushing, leaching with $10 acid, precipitation with iron at the 
freight rate to the isolated point, freight out on the cement from the 
isolated point, together with treatment costs on cement, plus freight, 
refining, and selling costs on bullion exceptyfor much higher than the 
usual grades of ore. It is, of course, true that there are many small 
deposits where tonnage would not justify the installation of modern 
leaching methods, but if the copper from ‘such deposits made by cementa- 
tion costs more than you can get for it, why bother with it? 


W. E. Grerenawatt, Denver, Colo. (written discussion).— 
Apparently, the first mention in the United States of the conversion of 
ferrous sulfate to ferric sulfate by means of sulfur dioxide, for leaching 
purposes, is in a patent to Deby, No. 240309, April 19, 1881, in which is 
described and claimed, “In the extraction of copper and silver from their 
sulfide ores, the method consists in subjecting the ferrous sulfate solution 
to the fumes or gases of sulfurous acid, whereby its conversion into ferric 
sulfate is effected.” Apparently, as an improvement on this patent, 
another application was filed about a year later by Deby, No. 252593, 
Jan. 17, 1882, in which is described and claimed ‘‘ The process of convert- 
ing ferrous sulfate to ferric sulfate, which consists in subjecting the solu- 
tion of ferrous sulfate to the combined action of chlorine and sulfurous 
acid gases.” The reaction given is: 


2FeSO, + 2H2O + 4Cl + SO2 = Fe2(SO.4)3 + 4HCl 


Ferric chloride has some advantages over ferric sulfate, but it also 
has some disadvantages. In the general treatment of the complex ores, 
containing gold, silver, or lead in connection with the copper, a solution 
having a chloride basis has a much wider range than one having a sul- 
fate basis. 

By the method described in the patent to J. E. Greenawalt, No. 
631040, Aug. 15, 1899, in which the leach solution is electrolyzed, and in 
the patents to W. E. Greenawalt, Nos. 968651, 968845, Aug. 30, 1910, 
and No. 973776, Oct. 25, 1910, in which is described the application of 
sulfur dioxide and chlorine to the leach solution, there was no difficulty 
in getting solutions that would dissolve gold leaf in a few seconds, and 
when these solutions were applied to the ore, copper, gold, silver, lead, and 
zine were dissolved. Certain interesting features, however, developed 
in the use of these solutions. Both ferric sulfate and ferric chloride 
solutions quickly disintegrated all diaphragms, even when the highest 
quality of asbestos cloth was used. Other porous membranes were tried; 
while some seemed to stand up well when used on a small laboratory 
scale, when used on a large scale, working continuously day and night 
for extended periods, no porous membrane was found which had the 
desired durability. For this reason diaphragms were entirely discarded 


in the electrolysis, and mechanical means were developed for aerating 
the liquids. 

It was also found that while acid chloride solutions containing ferric 
chloride, cupric chloride, hydrochloric and sulfuric acids, and neutral 
solutions containing also hypochlorites, were effective solvents for the 
metals in the ores, they also dissolved the lead of the pumps and pipe- 
lines. Hard-rubber pumps and hard-rubber pipelines were then sub- 
stituted but they became soft and buckled with hot solutions, and 
they became brittle and broke easily with cold solution and repairs were 
not easily made. These difficulties are not insurmountable, neverthe- 
less, in a commercial plant they would have to be given the most care- 
ful consideration. 

The electrolytic deposition of copper from mixed chloride and sulfate 
solutions, like those resulting from the application of sulfur dioxide to a 
chloride solution as a reducing agent, was not difficult, provided the solu- 
tions were maintained reduced. Carbon anodes stood up well. The 
probable reason for this unexpected result is that chlorides and not sul- 
fates are disassociated by the electric current. The chlorine of the 
sodium chloride and the metals of the sulfates react to form sodium sul- 
fate and metal chlorides, and sodium sulfate is not readily dissociated 
under conditions of metal chloride electrolysis. 

In the application of sulfur dioxide to leach sulfate solutions, it is 
interesting to note that the authors obtained an oxidation of the ferrous 
iron with about the same sulfur-dioxide content of the gas as the writer 
used in reducing ferric iron in the electrolytic deposition of copper from 
sulfate solutions. In very complete tests made recently, under small 
scale working conditions, satisfactory reduction of the ferric iron was 
obtained with roaster gas that never exceeded 2.0 per cent. sulfur dioxide. 
Apparently, Deby, as also the authors, oxidized ferrous sulfate to ferric 
sulfate with a gas similar to that used by Greenawalt in reducing ferric 
sulfate to ferrous sulfate. The explanation of this is evidently in the 
nature of the method and apparatus employed. In the Greenawalt 
reducers, a pool of solution containing ferric sulfate was used and the 
solution was sprayed into an atmosphere of roaster gas containing not 
to exceed 2 per cent. sulfur dioxide, by rapidly rotating disks or cylinders 
having their peripheries only slightly submerged below the surface of the 
liquid; while in the experiments made by the authors the gas was prac- 
tically emulsified in the solution. Oxygen is only slightly soluble in 
water while sulfur dioxide is relatively quite soluble; and, as in the 
Greenawalt reducers the solution is maintained practically saturated 
with sulfur dioxide, the oxygen of the pool does not have the same chance 
to react as when it is all the while being applied to the solution in a 
finely subdivided or supersaturated condition. The same comparison 
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would largely apply to the application of the gas in a tower, as suggested 
by Deby, only not as effectively. 

Several years ago comparative tests were made, in the oxidation of 
ferrous sulfate, between a Pachuca tank and a Greenawalt apparatus 
of the vertical, mounted, hollow-impeller type from which the gas, 
delivered into its interior, is ejected into the surrounding liquid in fine 
bubbles. It was found that the oxidation of the ferrous iron was from 
four to five times as rapid with the Greenawalt apparatus as with the 
Pachuca tank. 

_ The development of the treatment of mixed oxide and sulfide low- 
grade copper ores will be exceedingly interesting. Leaching with an 
acid ferric-salt solution and leaching and concentration, either by gravity 
or flotation or both, have their advantages and disadvantages, with the 
chances probably in favor of leaching and concentration on most ores. 
Few mixed ores are entirely free from copper in the form of chalcopyrite, 
bornite, or copper-bearing pyrites, and the copper in these minerals is 
not readily attacked by any known commercial solvent. Then, too, 
while the first atom of the copper in chalcocite, CusS, is quite readily 
attacked by ferric iron, the second atom is not so readily dissolved, and 
the long time required for the solution of this second atom of copper, to 
get the desired extraction, will usually bring up leaching difficulties of 
the first magnitude with most ores, especially where time is an element 
of the problem, as opposed to heap leaching, where time is not so essential. 


G. L. OtpricuT (written reply to discussion).—The paper describes 
a phase of the process developed by the Bureau of Mines for making 
ferric sulfate and sulfuric acid by means of roaster gas. A general 
acknowledgment to previous workers was therefore given and for the 
historical development of the process, readers were referred to a paper by 
Oliver C. Ralston that is soon to appear. The data obtained on similar 
work at the Shannon were quite scanty. It is our understanding, how- 
ever, that the production of ferric sulfate and sulfuric acid by the use of 
SO, at the Shannon property was carried out, on an experimental scale, 
by Messrs. Rose and Sloan under the direction of Mr. Bennie, prior to 
Mr. Schimerka’s connection with the company. In the brief mention 
made of the use of oxidizers in lixiviants for other minerals than those 
of copper, it was not noted that Mr. Van Arsdale has worked with ferric 
salts on lead as well as copper ores. A much fuller historical account of 
work on lead ores is given another paper." 

The authors are familiar with the Hunt and Douglas process and the 
use of SO. as a reducer to precipitate cuprous chloride, and to make acid 
by the reduction of ‘‘ic” salts, but not with the use of SO2 as an inducer 
to oxidation. They would like to obtain references of the published 


\4 Oliver C. Ralston: Hydrometallurgy of Lead. Trans. (1924) 70, 447. 
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accounts of the simultaneous production of ferric sulfate and sulfuric 
acid in chloride liquors. Their tests with SO, gas on chloride liquors 
have indicated that iron may be oxidized in dilute, but not in very 
concentrated brine solutions. Perhaps Mr. Van Arsdale has some 
additional information. 

Information has been requested as to the cost of aeration of very 
dilute solutions. If the gas analysis, per cent. of SO» utilized, and head 
against which the blower is acting are constant, the amount of power 
utilized for the aeration itself will be constant per unit of 100 per cent. 
acid. The extra volume of solution through the cells will have to be 
paid for by an extra pumping cost, which, however, is not a serious item 
unless the head is excessive. Were the case otherwise, it would be simple 
to dilute a stronger acid to the required strength. 

A test showing that iron could be oxidized and acid made even in the 
presence of initial acidity was made to test the possibility of the use of a 
continuous system, were such deemed feasible. The gas and solution 
circuits would be entirely separate in this case, the gas being fed to each 
cell in parallel. 

As to the use of the term “pilot plant,’’ complete data as to the size 
of the plant used and precautions to be observed on increasing the scale 
of operations were given, so that the use of the term should not 
be misleading. 

With current practice in electrolytic tank houses, the complete pre- 
cipitation of copper from solutions is accompanied by a very large con- 
sumption of power. The electrolytic stripping of discard solutions 
containing 1 per cent. or less of copper is done only rarely in leaching- 
plant practice. The Chuquicamata plant has adopted cementation on 
scrap iron discontinuing electrolytic precipitation.!® Not only is the 
power consumption for such a procedure excessive, but the copper pre- 
cipitated is of very inferior quality. 

As to the cost of producing copper by scrap-iron precipitation, 
Anderson and Cameron'’ say: ‘The average price paid by the smelter was 
12.876 centsper pound . . . thecost per pound, including smelter charges, 
was 5.815 cents per pound; the operating profit for the period, per pound, 
was 7.061 cents.’”’ From these figures, operations of this nature will 
support the extra cost of a cent or so for acid, should its use be necessary. 

The use of dilute acidic solutions for leaching dumps, capping, and, 
under favorable conditions, material in place, offers an attractive field 
for the process that has been described. Acid for these purposes may be 
advantageously used where (a) the amount of pyrite in semi-oxidized 


15 See C. W. Eichrodt. Trans. Am. Electrochem. Soc. (1924). 
16 Recovery of Copper by Leaching, Ohio Copper Co. of Utah. Presented at the 


Salt Lake City Meeting and issued, as Paper No. 1492-D with Mintna anp METAL- 
LuRGY, September, 1925. 
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cupriferous material is insufficient to form acid to dissolve the copper 
present by slow atmospheric weathering, (b) where excessive weathering 
of the rock limits the length of time an orebody may be leached in situ 
without weathering, (c) where the speed of leaching may be greatly 
increased, and (d) where it is advisable, on account of scarcity of water, to 
recirculate the barren solution back over the orebody, and yet there is 
danger of ‘“plugging’’ this latter should the iron hydrolyze out. 

With present practice, the competition between scrap iron and the 
electric current as precipitators becomes more keen for ores of such grade 
that more concentrated copper solutions may be readily made from them. 
The authors, however, believe that even in this case each of the two 
precipitation methods will have its own field, and that the statement, 
“For everything except the very weakest solutions, there is no doubt 
whatever as to the relative economy of electrolysis as against cementa- 
tion”’ is too broad and general. 

In the comparative figures for the cost of precipitation by scrap iron 
and by electrolysis, Mr. Van Arsdale has omitted the extra amortization 
and interest charges for the electrolytic plant. Many plants, for practi- 
cal purposes, must be written off during the life of the local orebody and 
not during the natural life of the material in the plant. Some objec- 
tion might be made by advocates of scrap iron (scrap turnings and 
sized scrap from Los Angeles used largely by local lead smelters, cost 
about $11 per ton f.o.b. Salt Lake City, the Southwestern freight haul 
is about the same) that the cost of treatment from local smelters is 
about $0.007 instead of $0.01, and that the difference between cathode 
and cast copper is about one-eighth of a cent. On the other hand, 
Mr. Van Arsdale’s cost for power seems very conservative. It is, 
however, almost impossible to list all the factors in one short comparative 
cost sheet. 

The metallurgist may judge for himself what system of precipitation 
he would have used for the two plants listed below. Unless otherwise 
noted, the data are from papers on Ajo!” and the Anaconda leaching 
plant.18 As the amount of precious metals in the Anaconda ore was of 
so little importance that the chloridizing leach was afterward omitted, the 
two plants should be quite closely comparable. The operation of the 
Anaconda leaching plant was discontinued on the advent of flotation, as 
the sulfide ore comprising its feed was readily amenable to treatment by 


this method. 


17Tra B. Joralemon: The Ajo Copper Mining District. Trans. (1915) 49, 593. 
Henry A. Tobelmann and James A. Potter: First Year of Leaching by the New 
Cornelia Copper Co. Trans. (1919) 60, 22. 

18 Frederick Laist and Harold W. Aldrich: The 2000-ton Leaching Plant at Ana- 


conda. Trans. (1917) 55, 866. 
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ANACONDA LEACHING 


: Factor InvoLveD LANT Aso 
Tons in deposit to be leached......... 20,000,000 12,000,000 
Capacity plant, tons per day......... 2,000 5,000 
Calculated life of plant, years........ 28 6.6 
Copper in ore, per cent.............. 0.64 1.5 
System precipitation used............ Scrap iron Electrolytic 


Consumption acid, lb. 60° Bé. (77.7 per 
cent. H2SO,) per ton of ore, using pre-~ 
cipitation system above (to judge 


relative “‘cleanness” of ore)........ 64.9 90.3 
Copper in pregnant solution, per cent. 

(Cycles could be modified)......... 139 Bik. 
Costiot acid! periton.- ess ee ee tes Assume same operating costs for each com- 


pany-controlled acid plant; longer haul on 
acid for Ajo plant. 

ostotsscrap TOU eee eae eee Mathewson mentions scrap around plant for 
Anaconda. For Ajo, Ricketts mentions 
Alabama pig; Tobelmann and Potter, scrap 
iron. Cost of scrap iron seemingly some- 
what cheaper at Anaconda. 

Estimated cost of power per kw.-hr.... 0.535 cents 1) 

Assuming Mr. Van Arsdale’s figure holds for 

Ajo (probably considerably too high) and 
adding to maximum Great Falls!® power 
cost of $25 per horsepower year, assumed 
$10 for transmission charges, or $35 per 
horsepower year. 

Cost ofl abr veccac ue ste.o orate act nee Skilled labor about same, unskilled labor 
probably cheaper in Arizona, 


The Anaconda plant had a lower grade ore, containing about 30 per 
cent. less total copper than Ajo, but a smaller plant to amortize, longer 
estimated life, cleaner ore, much cheaper power, and by cycling differ- 
ently could have built up a stronger copper solution for electrolytic 
deposition than 1.9 per cent. Notwithstanding these advantages, the 
profits were evidently not enough to insure the popularity of electrolytic 
precipitation. The determination of the exact field to be occupied by 
each method of precipitation, as stated, is open to judgment of particular 
cases to a large extent. 

It is true that, should the advantages of ferric sulfate be not large for 
a particular ore, that the Bureau process of making acid, even with scrap 
iron precipitation assured, would have to compete with acid sold by 
chamber-acid plants. The cost of making acid is also within the limits 
of the figures given, as stated. In the cost of acid f.o.b. any locality, 
however, the cost of freight and profit for the acid plant (unless company 
owned) enter and $25 per ton is not an uncommon cost at some treatment 
plants. The minimum size of ore deposit that may be treated at a 


19 Frederick Laist, F. F. Frick, J. O. Elton, and R. B. Caples: Electrolytic Zine 
Plant of Anaconda Copper Mining Co., at Great Falls, Mont. Trans. (1920) 64, 699. 


fit enna be carefully studied before any process is adopted—we 
believe there is offered, however, a plant with a low first cost. 

Finally, an Eientraty ae plant is self-supporting in acid only in the 
rare cases when the ore treated contains enough copper sulfate to balance 
the acid dissipated by the acid-consuming constituents of the ore. 
Extraneous acid must then usually be added. The generation of ferric 
sulfate electrolytically should be credited with whatever voltage drop 
it may cause by depolarization. It should also be debited with whatever 
increase in voltage may be required in electrolyzing a colder solution, 
should this be necessitated by the addition of extra oxidizing agents. 
Any lowering in current efficiency from the same ferric sulfate that may 
occur should also be charged, it would seem, to anodic oxidation of ferrous 
sulfate. The experience at the Chuquicamata plant, at least, has been 
that both of these latter two charges should be made. 
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The Conductivity of Electrolytes Used in the Electrolytic 
Separation of Silver and Gold 


By F. F. Cotcorp,* E. F. Kern,t New York, N. Y., anp J. J. Mounuiaan, ft 
East Cuicaao, Inp. 


(New York Meeting, February, 1926) 


Tue electrolytic separation of silver and gold has been practiced by 
the refineries in the United States for a good many years, and probably 
because of frequent visiting between officials of plants and the consequent 
exchange of views, operations in the various silver and gold refineries are 
very similar. We find, for instance, they practically all use electrolytes 
of approximately the same composition, which, no doubt, is more the result 
of experience than of studies of electrolytes. At the new electrolytic 
parting plant of the U. 8. 8. Lead Refinery, Inc., East Chicago, Ind., 
considerable attention has been given to the composition of electrolytes, 
especially to their conductivity and their effect on the character of the 
silver deposit. We are not aware that anything has been recently pub- 
lished on this subject and are, therefore, presenting such data as we have 
with the idea that, although it will not be wholly new, it may stimulate 
interest in the subject. 


EFFECT OF CopPpER CONTENT ON CONDUCTIVITY 


The first work was to determine the specific conductivity of silver 
nitrate and copper nitrate solutions. Concentrated solutions of silver 
nitrate and copper nitrate were prepared by dissolving analyzed 
chemically-pure salts in distilled water, and determining the silver 
and copper ineach. Definite amounts of the concentrated solutions were 
taken, mixed and diluted to a definite volume. The silver and the 
copper were determined in each of these solutions and the conductivity 
was then determined. The plotted results are shown in Figs. 1 and 2. 
The effect of increasing quantities of silver and copper is readily seen. 
A comparison of the two sets of curves shows conclusively the benefit of 
holding the copper content of the electrolyte above 50 g. per liter, as its 
effect is to increase greatly the conductivity in an approximate propor- 


* Vice President, U. S. 8. Lead Refinery, Inc. 

} Professor, Nonferrous Metallurgy and Electrometallurgy, Columbia Univer- 
sity. 
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tion, one unit of copper to one and one-half unit of silver, in electrolytes 
containing from 30 to 60 g. each of silver and copper. 

An electrolyte composition of approximately 60 g. of copper and 60 g. 
of silver _was adopted for the parting plant at East Chicago. This 
composition proved satisfactory in practice, both as to the conductivity of 
the electrolyte and the character of the silver crystals. The crystals 
were heavy and dense and the average voltage drop per cell was approxi- 
mately 3 volts. , 
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Fig. 1.—SPEcIFIC CONDUCTIVITIES OF SILVER NITRATE AND COPPER NITRATE SOLU- 
TIONS AT 25° C. (77° F.). 


PRESENCE OF AMMONIA IN ELECTROLYTES 


It is commonly known that old electrolytes perform better than new 
electrolytes, and this was borne out by our experience. At first the char- 
acter of the deposit varied in different cells, but in the course of time like 
deposits were obtained. It was then discovered that the electrolyte con- 
tained a considerable quantity of ammonium nitrate. Two samples 
taken after the electrolyte was in use four months showed 19.36 g. and 


17.29 g. of ammonia per liter. 


~~ 


r 


' 


ae 


The question arose as to why ammonia was present. The usual 
reactions when copper or silver or silver-copper alloys are dissolved in 
fairly concentrated warm nitric acid solutions, and the acid is in 
excess, are: 

3 Cu + 8 HNO; = 3 Cu (NOs3)2 + 2 NO + 4 H20. 
3 Ag +4 HNO; = 3 AgNO; + NO + 2 HO. 
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Fig. 2.—SPECIFIC CONDUCTIVITIES OF SILVER NITRATE AND COPPER NITRATE SOLU- 
TIONS AT 25° C, (77° F.). 

The reactions, however, are very different if the metals are in excess 
and the nitric acid solutions are dilute, and not heated; under these 
latter conditions ammonium nitrate will be one of the products, as shown 
by the following reactions: 


4Cu+9 HNO; = 4 Cu (NOs). + 3 H.O + NH3 
8 Ag + 9 HNO; = 8 AgNO; + 3 H.O + NH; 
NH; + HNO; = NH4sNO3 


As a rule it is not possible to have reducing conditions with such a 
strong acid as nitric acid, but when the metal is in great excess, and the 
acid is comparatively dilute, ammonium nitrate will be produced.!_ The 


1 Reference to this reaction is given in Prescott & Johnson’s ‘‘ Qualitative Chemical 
Analysis” under Division 6, Reactions A, With Metals, Part III, Nitric Acid. 
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second set of reactions seemed to explain the presence of ammonia in the 


electrolyte, as it was the practice to add daily small quantities of nitric 
acid to the electrolyte. 


Errect or Ammonium Nitrate on ConpDucTIVITY oF ELECTROLYTES 


¥ 
It was also noted as the electrolyte became aged that its conductivity 
increased and the next tests were run to see if ammonium nitrate was the 
reason thereof. Concentrated silver nitrate and copper nitrate solutions 
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Fic. 3.—SPECIFIC CONDUCTIVITIES OF SILVER AND COPPER NITRATE SOLUTIONS WITH 
Sh ADDITIONS OF AMMONIUM NITRATE. 
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were made up as for the first test, and the ammonium nitrate solution was 
prepared by dissolving a weighed amount of chemically pure salt in 
distilled water. Definite amounts of the concentrated solutions were 
taken and then mixed and diluted to a definite volume. ‘The silver and 
copper were determined in these solutions, but the ammonia was not, as 
the dry chemically-pure salt was used. The conductivity of these solu- 
tions was then determined. Fig. 3 shows the results. 

The results showed conclusively that the presence of ammonium 
nitrate greatly increases the conductivity of silver-copper nitrate parting- 
plant electrolyte, and that its effect upon the conductivity is the greatest 
when the copper and silver content of the electrolyte is the lowest. With 
165 g. of ammonium nitrate, equivalent to 35 g. of ammonia per liter, the 
variation in the silver and copper content does not affect the conductivity 
as indicated by the crossing of the curves. In this respect, the presence 
of the ammonium nitrate in silver-parting electrolytes acts similarly to 
free acid in copper, zinc, lead and tin electrolytes. 


Tests on a Commercial Scale 


It was then decided to test this effect of ammonium nitrate in regular 
operations. ‘T'wo cells were taken and new electrolyte of approximately 
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1 
Fia. 4.—Curves SHOWING VOLTAGE DROP AND COMPOSITION OF ELECTROLYTES USED 
IN TESTS OF THE EFFECT OF THE PRESENCE OF AMMONIA 


the same composition was made for each. These cells were then put into 
regular operation, and parallel conditions were maintained as nearly as 
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possible on a commercial seale. The electrolyte in the two cells varied 
from day to day principally because of the copper in the anodes, but by 
additions of silver nitrate or copper nitrate they were brought back to 
approximately the same composition. To one of the cells, ammonium 
nitrate was added from time to time and the amount of ammonium nitrate 
present was checked by analysis of the electrolyte for ammonia; the 
results are shown at the bottom of Fig. 4. NS indicates no sainate was 
taken for NH; determination on the dates specified. The temperature 
and specific gravity of the electrolyte and voltage-drop readings of the 
cells were taken regularly. The character of the deposit was also 
recorded. The voltage-drop readings and the composition of the 
electrolyte were plotted as shown in Fig. 4. _ 

It will be noted in Fig. 4 that the copper content of the electrolyte was 
maintained fairly constant throughout the test, but that the silver 
content varied considerably. This variation in silver content was due to 
the copper content of the dore’ anodes and to the operating conditions 
under which the tests were conducted; but the silver content as well as the 
copper content as between the two cells was practically thesame. The cells 
are the flat type. 

The copper-plus-silver content of the electrolytes shows a gradual 
increase as the tests proceeded. It will be noted that as the copper-plus- 
silver content increased, the resistance of the cells was reduced, which 
is shown particularly by the voltage-drop curve of the cell to which no 
ammonium nitrate was added. The curve for the cell to which ammo- 
nium nitrate was added clearly shows the effect of ammonium nitrate in 
decreasing the resistance. It also shows that after 35 g. of ammonia per 
liter were present in the cell, the difference in voltage drop of the two cells 
was fairly constant. In other words, beyond 35 g. of ammonia per liter, 
there is no beneficial effect from the ammonium nitrate in so far as 
conductivity is concerned. 


Effect on Character of Silver Crystals 


The presence of ammonium nitrate apparently had an effect on the 
crystalline character of the deposited silver, but not to such an extent as 
a variation in the amounts of silver nitrate and copper nitrate in the 
electrolyte. When the silver was below 40 g. per liter the deposit was of 
a fine crystalline nature; and when the silver content was under 35 g. per 
liter the crystalline formation was very fine. The effect of ammonium 
nitrate was to cause the formation of more compact and shorter crystals, 
and was more apparent as the silver content of the electrolyte was low. 
At times the crystals tended to form very compactly and to adhere to the 
cathodes. The results indicated, however, that with high-copper and 
high-silver content (each above 50 g. per liter), the presence of ammonium 
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nitrate has a beneficial effect on the character of the silver crystals, 
causing them to form larger and restraining the formation of long crystals. 


Laboratory Tests of Effect on Silver Crystals 


Work was resumed in the laboratory to study further the effect of 
ammonium nitrate on the character of the crystals, as better control is 
possible there than in commercial-scale tests. Five electrolytes were 
prepared by dissolving the pure salts of silver nitrate, copper nitrate, and 
ammonium nitrate in water and diluting so as to give solutions having 
the compositions as follows: 


Grams per Liter | Grams Equivalent per Liter ‘ 

Bolution $$ |— ———| Specific 
AgNO; Cu(NOs3)2.3H20 NH4NOs Ag Cu NH; 

I 79 | «50 | 1.070 
1 79 | 230 | (PW) pee Lo 
Hil 79 230 | 83 50 60 LZ sb ene le 248 
IV 79 230 | 165 OO TS) CO ean 35 UL ees: 
Ve oe a 230 215 | 50 60 45 | 1.300 


TABLE 1.—Results of the Laboratory Tests 


Voltage Drop between Electrodes, 2.5 In. Apart, Volts 
Period of Test = | pha ys 
CellI | Cell II | Cell IIE | CellIV | Cel V | A 
SCaTb nicht ik ok ion cokes ee 3.20 1.20 0.80 0.65 0.54 Dall 
AVA one cae ee 3.19 Leis 0.79 0.64 | 0.53 24 
Stl Gane erste epee 3.19 1.18 OL 79 Te ORCA i On os 26 
1 tn wen eee tie. cee | 3.20 | 1.20 0.82.0) 0.659 | 50:54 23 
TEN hase sorte kee le 3.19 1.19 0.80 0.64 | 0.54 25 
OPM LIN eek cae en eee oO) alee a> L 0.82 0.66 | 0.56 23 
OY. atl ah bates Pore Scie oie eG oe i 3.20 1 PAs 0.80 0.65 | 0.55 26 
Shins liteeae eee ae toe SED iL Pall 0.83 0.67 0.57 23 
BONGEHP St earshot eR ee. Se Zou 2) 0.82 0.66 0.56 26 
SOtIPIAE et aia iene Stopped test | 
| | 
Current efficiency, per | | 
CONES Geer ea: 83 |. 98 | 98 98 | 98 
Specific Gravity of Electrolytes 
Cell | I i ir “teri Mase Vv 
Start Eocene aie eee | 1.070 | 1 PAS 1.248 | 2 5 1.300 
Pinigh Caseneermtenee ce fi dL ey | 1.070 | 1.215 | 1.245 | 1.270* 1-205 
NE ee a eee ee 
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Pure cast-silver anodes and sheet-silver cathodes were used. The 
latter were coated with a film of oil so as readily to permit the removal of 


Zs Ds x60. 
Fig. 5.—SILVER CRYSTALS FORMED IN ELECTROLYTE CONTAINING 50 GM. SILVER PER L. 
ELECTROLYTE [, 
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the deposited crystals of silver at periods of about 4 hrs., in the case of ey 
except the deposits formed in solution I., from which the cathode erystals 
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were removed at about 1-hr. intervals to prevent short circuiting. The 
anodes and the cathodes were suspended 24 in. apart in beakers holding 
600 ce. of the electrolyte. 

The current density selected was 32 amp. per square foot of exposed 
electrode surfaces, and the temperature of the electrolytes was between 
20° and 26° C. The duration of the test was 36 hr. The voltage drop 
between the electrodes was measured at the start of the 4-hr. periods, 
after the electrodes were stripped of the deposited silver crystals. Table 1 
gives the data. 

The difference in the weights of the cathode silver and the loss in 
weights of the anodes gave the weight of the anode residue as about 0.4 
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per cent. in the case of anode I, and about 0.6 per cent. for anodes IT 
TLL Veron: Va 

The character of the cathode silver was as follows: 

Cell I.—Long slender branching needles, which rapidly grew towards 
the anode, and unless pushed back to the cathode would short-circuit the 
electrodes within an hour. 

Cell I1.—Short thick single and dendritic crystals which formed close 
to the cathode. An occasional dendrite would slowly grow towards the 
anode, but in no case caused short circuiting of electrodes in the 4-hr. periods. 

Cell I1].—Heavier thick crystals than those formed in cell IT: the 
tendency of the crystals was to form compactly. 
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Cell IV.—Heavier crystals than those formed in cell III. The 
dendrites which formed on the edges of the cathode, had a tendency to 
turn back toward the surface of the cathode; the erystals in general 
were compact and short. 

Cell V.—The crystals were similar to thase formed in cell IV but in 
general were more compact and of smaller size; the dendrites on the edges 
of the cathode formed close to the surface. 

The anode residue which formed in cell I was of lighter color than that 
which remained on the anodes in cells II, III, IV and V; in each test it 
was removed from the anodes when the electrolyte was stirred. 

The character of the silver crystals just mentioned is more clearly 
shown in the photomicrographs (Figs. 5, 6 and 7). 


CONCLUSION 


The conclusions deduced from the results of the test conducted in the 
plant and in the laboratory are as follows: 

A. The conductivity of the electrolyte depends upon the silver and 
the copper content; and the higher the silver and copper content within 
limits, the greater is the conductivity. 

B. Copper in the electrolyte is more effective than silver in increasing 
the conductivity. 

C. The presence of ammonium nitrate materially increases the con- 
ductivity of the electrolyte. 

D. The effect of ammonium nitrate on the conductivity of the 
electrolyte reaches a maximum when about 165 g. of ammonium nitrate 
per liter is present, equivalent to about 35 g. of ammonia. 

E. A low-silver and low-copper content of the electrolyte causes the 
silver to deposit as fine crystals. With very low-silver content the 
deposited crystals will either be finer or will assume a long slender branch- 
ing needlelike form. 

F. The greater the amount of silver in the electrolyte, up to about 60 
g. per liter, the coarser the crystal formation becomes, if copper is present; 
and with an increase of the copper content, up to 80 g. per liter, the coarser 
and more compact will be the crystal formation. 

G. The presence of ammonium nitrate has a tendency to change 
the crystalline character of the deposited silver causing it to form more 
compactly in electrolytes that contain between 40 and 60 g. each of silver 


and copper per liter. 


DISCUSSION 


W. Buum,* Washington, D. C. (written discussion).—This paper is an 
evidence of the increased interest in recent years in the properties of 
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solutions used in electrolytic refining. Because of this interest, attention 
may be called to a few points for future consideration, rather than as a 
criticism of the present work. 

The measurement and recording of conductivities in terms of the 
actual metal concentrations, lead to the entirely valid conclusion, that 
for equal metal contents, copper nitrate has a much higher conductivity 
than silver nitrate. It obscures however the far more significant fact 
that for equivalent concentrations, silver nitrate has a higher conductivity 
than copper nitrate. At first thought it may appear that in refining we 
are interested in the actual and not the equivalent metal concentrations. 
Analyses so reported however give no true indication of the changes 
produced in an electrolyte during electrolysis. If copper and silver both 
pass into solution from an impure anode, and silver only deposits, the 
copper replaces part of the silver in the solution, not gram for gram, 
but in equivalent proportions, i. e. 31.8 gm. Cu for 108 gm. Ag. Asa 
first approximation, therefore (unless free acid is present and is reduced 
in concentration during electrolysis), the total equivalent content of 
metal in the solution remains constant. The conductivity data should 
prove more useful if they represented the change in conductivity when 
successive portions of the silver, in e. g. N AgNOs, are replaced by equiva- 
lent amounts of copper. The same considerations may be helpful in 
connection with the effects of iron and nickel in copper refining baths. 

It is generally recognized that formation of ammonia in the electrolysis 
of nitrate solutions is caused by cathodic reduction. This reaction is 
the basis of methods for the electrolytic determination of nitric acid. 
The equations on page 110 therefore probably have no direct relation to 
this cathodic formation of ammonia, and may even lead to the erroneous 
conclusion that the ammonia is formed at the anode where the metals 
pass into solution. 

The observation of the authors that the presence of ammonium nitrate 
caused the formation of finer crystals of silver, might be predicted by the 
fact that the addition of a common ion (nitrate) reduces the metal i ion 
concentration and increases the cathode polarization. 


EK. F. Kern (written reply to discussion).—It is obvious “that for 
equivalent concentrations, silver nitrate has a higher conductivity than 
copper nitrate,’ but what really concerns the electrolytic refiner is not 
only to use an electrolyte which possesses high conductivity but at the 
same time one yielding a satisfactory cathode deposit, which is most 
desirable. As has been shown by the results reported in the paper, the 
presence of copper (even though its solution does not possess as high 
conductivity as silver solution of equivalent concentration) does act 
beneficially in not only causing more desirable silver crystals to form, 
but it also enables an electrolyte containing a small amount of silver to 
possess very high conductivity. In reality, these are what most interests 
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the electrolytic refiner of silver. However, if anyone desires to compare 
the equivalent conductivities of copper nitrate and silver nitrate solutions, 
the curves of Figs. 1 and 2 ean be immediately utilized without any 
trouble; for example: 

eee a ee 


Normality Gm. per L. \* Conductivity Mho per C. C. 
“NT UO TR RRS elgg: 2, ok en 23.85 Cu ' Approximately 0.053 
SHIN) EEN sl RE ae Se el 81.0 Ag Approximately 0.065 
| 

N/A G See, a A a ee eee ne at 15.9) Cu Approximately 0.036 

INGE BAG ee eR, Se ey 54.0 Ag Approximately 0.047 

INV LU Cima ret es one Saice. oat 8 Cu Approximately 0.02 

INARA Oe Pe on a) te usc | 27 Ag Approximately 0.028 


So anyone familiar with, and who prefers to express concentrations of 
electrolytes in terms of fractional normalities, can rapidly translate 
“grams per liter” into ‘‘fractional normality” by dividing grams of 
copper per liter by 31.8, and grams of silver per liter by 108. 

It would mean little to the operator of a refining plant to express 
concentrations of electrolytes in terms of fractional normalities, as from 
day to day the metal content of electrolytes vary greatly; besides, the 
metals in the electrolytes are reported by the laboratory as ‘‘grams per 
100 c. c.,” ‘grams per liter,” or ‘percentage and sp. g. of the solution.” 
It would be far more difficult for the plant operator to figure the metal 
tie-up in the electrolytes from the fractional normality of the solutions, 
than for the scientifically trained man to translate “‘grams per liter”’ 
into normality. Asa matter of fact, the electrolytic refiner is “interested 
in the actual, and not in the equivalent metal concentrations.” It 
would be extremely confusing for him to make his reports of the electro- 
lytes as having a stated fractional normality, instead of so many grams 
per liter. For example: an electrolyte which contains 68 gm. copper 
and 38 gm. silver per |. has a normality of 2.138 + N. Cu, and 0.352 N. 
Ag. (or 68 N/31.8 N. Cu, and 38 N/108 Ag.). Further: the refiner knows 
that for each unit of copper which the anodes contain, he must supply 
to the electrolyte 3.4 units of silver in the form of silver nitrate, which 
he prepares by chemically dissolving metallic silver, either by adding 
a calculated amount of nitric acid to the electrolytic tanks, or else by 
digesting metallic silver in dilute nitric acid and adding the resulting 
solution to the electrolytic tank. I cannot realize how normality values 
can aid the refiner. 

With respect to the formation of ammonium nitrate in the electrolyte, 
I believe that it is formed electrolytically by evolved hydrogen at the 
cathode, and also by the reaction shown by the equation on page 110; the 
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ammonia which is formed in the cell by direct chemical action is not 
“formed at the anode where the metals pass into solution” but at the 
cathode by the free nitric acid added to the cell to form silver nitrate by 
the dissolving of cathode silver crystals, and by digesting an excess of 
metallic silver in dilute nitric acid. 


F. R. Pyne, Perth Amboy, N. J—TI used sodium nitrate to increase 
conductivity. The increase was due, in my opinion, to the increased 
velocity of the sodium ion over that of the copper and silver. We also 
found that the deposit became quite dense and when we added it in 
excessive quantities, we had great difficulty in scraping the deposit off 
the carbon plate. Probably the cause of that is that the nitrate depresses 
the dissociation of the silver and perhaps gives a more matted deposit. 

As the paper states, those who have had experience in electrolytic 
silver know that the older the electrolyte the better it seems to work. 


EK. F. Kern.—Mr. Pyne used sodium nitrate a number of years ago 
at the time that I tried potassium nitrate and practically confirmed the 
results. I do not know which came first, hisor mine. Even with potas- 
sium nitrate the effect was to give a finer crystalline form than this exact 
form. I do not think there would be any great harm in the deposit 
forming in the plates impregnated with paraffin. The impregnation of 
the cathode with paraffin does not affect the conductivity of those plates 
to any great extent. 


F. R. Pyne.—In addition to the sodium nitrate I tried at one time 
adding sulfuric acid which greatly increased the conductivity but the 
silver came down so dense it almost had to be chiseled off. 


S. Skowronskl, Perth Amboy, N. J.—Ammonium nitrate is not 
necessarily formed in the electrolyte during the refining of silver. With 
a neutral electrolyte ammonium nitrate will not form. It is the nitric 
acid which the authors added to the bath which caused the formation 
of ammonium nitrate. With silver anodes containing tellurium or 
bismuth as impurities, the addition of nitrie acid is not to be recom- 
mended as these impurities will become soluble under the acid condition 
and will contaminate the cathode deposit. For this reason it is the usual 
custom to add silver nitrate to the electrolyte rather than nitric acid, 
keeping the silver contents not below 60 gm. per l. The addition of 
silver nitrate is necessary to keep up the silver content of the electrolyte, 
due to the fact that other impurities dissolve at the expense of the silver 
in the anode. For example, for every part of copper present in the anode, 
three parts of silver will deposit out of the electrolyte, hence if an appreci- 
able amount of copper is present in the anodes the electrolyte will rapidly 
deplenish in silver content. 

In the usual process of silver refining the anodic reaction is basic and 
the slime usually contains from 20 to 25 per cent. of copper present as a 
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basic nitrate. The cautious addition of nitric acid to the anodic com- 
partment will dissolve this basic nitrate without the introduction of free 
nitric acid in the electrolyte. 

From the point of view of power saving the addition of ammonium 
nitrate is not essential. Lower voltage, howeyer, gives a better cathode 
deposit and less chance of contamination of the refined silver with impuri- 
ties. Under certain conditions with high voltage, even with a neutral 
electrolyte, some of the palladium present in the anode will dissolve and 
contaminate the silver deposit. 


KE. F. Kern.—It may be well to present the method which was used 
for the determination of the ammonia in the electrolytes, which is rather 
simple: From 10 to 25 ¢. ¢. of the electrolyte, or its equivalent in weight, 
is placed in an ordinary 250-c. ec. distilling apparatus with water-cooled 
condenser, similar to that used for the determination of arsenic. The 
solution in the distilling flask is thoroughly neutralized with strong 
caustic solution and an excess added. The ammonia is distilled and the 
distillate collected in a 0.3 normal sulfuric acid solution. When large 
quantities of ammonia are distilled it is important to cool the receiver which 
contains the 0.3 normal sulfuric acid solution, or have it surrounded by 
running cold water to assure the entire collection of the ammonia as it is 
distilled over. After the distillation is complete, the excess sulfuric acid 
is titrated with 0.3 normal caustic solution, and the ammonia calculated 
from the amount of sulfuric acid which it neutralized. Results by this 
method were checked in the plant laboratory and by Mr. Chapman of 
the Indiana Laboratories, Hamond, Ind., on synthetic solutions, which 
were made by adding ammonium nitrate to some of the electrolyte. The 
results of the check determinations checked exceedingly close, showing 
that the method gives good results. A preliminary distillation and 
titration are sometimes run, in order to determine the approximate amount 
of 0.3 normal sulfuric acid solution necessary to collect the distillate. 


H. H. Atexanper, Westfield, N. J—Dr. Kern’s statement covering 
the amount of copper in the electrolyte is very important. When we 
first started the electrolysis of silver, it was considered advisable to keep 
the copper in the electrolytes low—as I recall, not over 15 or 20 gm. 
Holding the amount of copper to such a low figure required the removal 
of too much solution, and it was allowed to build up in the electrolyte. 
We found when the copper content were between 60 and 70 gm., better 
results were obtained. 


E. E. Dimrrensacu, Newark, N. J.—In the Balbach plant we never 
looked for ammonia in our solutions. While our deposit of silver almost 
always came in large crystals, it never came in such large crystals as 
Prof. Kern shows in the bottles. It is well known that copper helps the 
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deposition of silver. A little copper in solution will give a nice gold 
deposit on the cathode. 


E. F. Knrn.—In doré there is considerable selenium, but by adding 
nitric acid to the cell direct there is no trouble in any way. 


S. Skowronskr.—In the reduction of the slime in the cupel or doré 
furnaces, the selenium is far more easily removed than the tellurium, and 
with a slime assaying high in tellurium a small amount of tellurium 
remains with the doré silver, whereas selenium is seldom if ever found 
in this metal. 


KE. E. Dierrenpacu.—lIf you do not get doré free of selenium, the 
deposit of silver in the tank of copper is like a black mud. In other 
words, it does not deposit nice, gray, metallic, bluish crystals. You 
have to take it out in baskets. To make a good sulfuric acid parting, 
you must get rid of selenium. 


E. L. Jorgensen, Irvington, N. J—My experience has been similar. 
By boiling a little longer the selenium can be driven out. There will be 
a red deposit of selenium in sulfuric acid parting, and you will be able to 
get the clean-cement silver just the same. 
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Improvements in the Series System of Electrolytic Copper 
Refining Recently Developed by the Nichols Copper Co. 


By M. H. Merriss*, New Yorks, N. Y. 
(New York Meeting, February, 1926) 


In THE last few years, there have been developed at the plant of the 
Nichols Copper Co., Laurel Hill, Borough of Queens, New York City, 
improvements in electrolytic copper refining by the series system that 
have materially increased the flexibility and economy of that system. 
The purpose of this paper is to discuss, as of interest to refiners and to 
those who have copper to refine, as well as to the engineering profession 
in general, the changes that have taken place resulting in wider applica- 
tion and increased efficiency of the series system. 

Copper is electrolytically refined in two ways, which are spoken of as 
. the “multiple system” and the ‘‘series system.”’ In both systems, the 
electrolytic tanks are in series electrically. In the multiple system the 
electrodes in a single tank are in multiple or in parallel, thus: 


In the series system, the electrodes in a single tank are in series, thus: 


(UTTLLLL) 


There are two important adaptations of the series process, one repre- 
sented by the series electrolytic tank room at the Baltimore Copper, 
Smelting & Rolling Co., Baltimore, Md., and the other by that of the 
Nichols Copper Co.’s plant. At Baltimore, the anode is rolled to perfect 
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smoothness and uniform thickness, cut into small rectangular pieces, 
framed with grooved wooden strips and supported in the tanks with a 
wooden frame, which also determines with precision the distance between 
anodes. The dimensions of the finished framed anode are 22 by 2414 
by 546 in.,! therefore its weight is comparatively low and the tanks com- 
paratively small. The tanks are loaded and unloaded by hand, the 
anode being of a convenient size for this purpose; there are no cranes in 
the tank room, and this adaptation of the series system does not lend 
itself, as far as the tank room is concerned, to mechanicalization. 

Quite different is the “Nichols series’? process, as it may be conveni- 
ently called for the sake of brevity, and it is this adaptation of the series 
system that it is the purpose of this paper to discuss. The anodes are 
much larger, being about 54 by 12 by 3g in. They are cast upon a 
circular casting machine and are sufficiently smooth and uniform in 
thickness, so there is no necessity of rolling. They are hung in tanks by 
means of cranes and are removed in the same way. More details of the 
process are given later. Having thus briefly outlined the essential differ- 
ence between the multiple and series systems and having stated the out- 
standing divergencies between the two present adaptations of the series 
system, it may be of interest to give a summary of the historical develop- - 
ment of electrolytic copper refining, with special reference to the kind of 
installation chosen in each case. 


HiIstToRICcAL 


The original electrolytic copper refinery in the United States was that 
of the Balbach Smelting & Refining Co., which, about 1883, installed a 
small multiple system patterned along the lines of refineries in operation 
at that time in Germany. Some time thereafter small multiple plants 
were erected at Baltimore, Md., at Pawtucket, R. I., and in Montana. 
About 1890, Hayden developed his process in Bridgeport and shortly 
thereafter was engaged to install it at the Baltimore plant. The Balti- 
more series plant started operation in the fall of 1891. About 1892, 
the Nichols Copper Co. started a small refinery using its present system. 
About 1895, a multiple plant was erected at Maurer, N. J., somewhat 
similar to the Balbach one, but with trolleys for handling copper into 
and out of the tanks. That a multiple installation was chosen seems to 
have been due largely to the fact that the copper to be treated was very 
impure and high in silver. Individual busbars were used on the sides of 
each tank, so that the copper tie-up in busbars per pound of copper out- 
put was high. A few years later (1902) Arthur L. Walker developed 
his le -series”” tank room; ay pe a number of tanks ee by 
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side he eliminated the heavy copper busbar, except on the end tanks, 
substituting a small bar of triangular Spun between the ihiermediats 
tanks. This arrangement materially reduced the amount of copper 
required for busbars and also decreased the loss of voltage between tanks. 
Professor Walker’s idea was so successful that the tank room of the 
Raritan Copper Works, which had been built meanwhile along the old 
lines, was remodeled, using the small triangular distributing bars. Coin- 
cident with the introduction of the Walker.method, traveling cranes were 
introduced; but, up to this time and for many years thereafter, all the 
tank room operations in both series systems were by hand, there being 
no crane work of any sort. 

Shortly after this, when refineries were erected at Chrome and 
Tacoma, it was natural to put in the multiple system inasmuch as con- 
siderable study had been devoted by copper refining metallurgists to the 
proper construction, mechanicalization and operation of multiple tank 
rooms, resulting in material improvements in them. On the other hand, 
no new series plants had been erected, it being generally understood that 
the series system was comparatively underdeveloped. Furthermore, 
it was believed that the multiple system was much more flexible and 
applicable to a much greater variety of coppers than the series system, 
especially coppers containing high antimony, high lead, and high silver. 
This was largely due to the fact that it had been found impossible, at 
Baltimore, to roll an anode satisfactorily unless it was very pure. Some- 
what similar considerations doubtless influenced the erection of the 
Baltimore multiple refinery and the new Great Falls refinery, reenforced 
by the additional argument of the increased rates for labor at that time, 
which precluded the use of a tank room without labor-saving devices. 
The interchange of ideas between large numbers of engineers engaged in 
constructing and operating these multiple plants resulted in developing 
the multiple system intensively, as well as giving these developments 
wide publicity. This created the impression that the refining art, as 
practiced by those using the series system, was standing comparatively 
still, or at least that its progress was much slower, it being generally 
recognized that refiners operating series installations kept more to them- 
selves. The point to be stressed is that for various reasons—some of 
which have been indicated above—the series system did not receive the 
same intensive and constructive study by the engineering fraternity as a 
whole as had been applied to the multiple system. 

At the same time, due to original excellence of design and to funda- 
mental advantages of its system, the Laurel Hill plant, guided carefully 
by such men as Dr. W. H. Nichols, Dr. J. B. IF’. Herreshoff, J. B. Herres- 
hoff, Jr., and W. C. Ferguson, maintained its competitive position, pro- 
ducing (for many years on the largest scale of any refinery) electrolytic 
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copper of such high grade as quickly to attain a reputation for unexcelled 
quality, which has ever since been maintained. 


Tur NIcHOLS SYSTEM 


A general outline of the copper refinery of the Nichols Copper Co. 
at Laurel Hill, Long Island, has been published elsewhere.? Stripped to 
its essential metallurgical steps, and without reference to dimensions or 
methods of handling, the Nichols series system is as follows: 

A smooth anode of uniform thinness is cast, and five of these are sus- 
pended from an iron hanger bar, making a “ .’ These rows are 


TOW 


Trg. 1.—SUSPENSION OF ANODE UNITS IN MASTIC-LINED TANKS. 


accurately spaced in tanks much deeper and wider and somewhat larger 
than other copper refining tanks (see Fig. 1). At a given period, the 
spacing may be such that about 100 to 125 rows are placed in a tank. 
Current is introduced at one end of the tank and travels from row to row 
through the electrolyte, dissolving copper from one side of each row and 
depositing it upon the adjacent side of the next row. In other words, 
each tank is really from 100 to 125 depositing “cells,” or electrolytic 
units. Starting sheets, as used in the multiple system, are eliminated; 
spacing can therefore be much closer; and large yields are obtained per 
unit of power and per square foot of tank area, building area, and land. 
There are no double or triple pullings of cathodes per anode, and no 
multiplicity of contacts to be kept clean. Both of these facts result in a 
considerable reduction in number of men employed. 


*The Smelter and Refinery of the Nichols Copper Co. Eng. & Min. Jnl. Ps 
(1925) 119, 290. 
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When all but 8 to 10 per cent. of the anode has been converted into 
cathode, the electrodes are removed from the tank and the remainder of 
the anode is stripped off. The “backs,” or anode remains, return to the 
anode furnaces, while the cathodes, long and narrow, are chareed down 
chutes into melting furnaces preparatory to mong into wirebars and 
other merchant shapes. The shape and thinness of the cathodes are 
ideally adapted to such a method of charging, which saves time, labor, 
and furnace repairs, as well as altogether eliminating charging machines, 
and admission of unnecessary false air. 


Anode Department 


The anode is long, narrow, cast by hand, and delivered to the “assem- 
bly” or “preparation”? department in piles on small industrial cars. 
The furnaces are efficient but not large. The anode is intensively refined 
in these furnaces, its ‘‘set’’ being very nearly equal to that of wire-bar 
copper. Its copper content is at least 99.20 per cent. and often runs up 
to 99.60 per cent. It is certainly the best anode produced today from a 
physical standpoint, being absolutely free from blisters, fins, splashes, or 
edges of any kind, and extremely uniform in thickness. In spite of 
these facts the cost of its production is only slightly in excess of the cost of 
producing multiple anodes, whereas the expense of rolling (deemed neces- 
sary in the other series process) is entirely eliminated. 


Fic. 2.—MACHINE FOR PUNCHING LUGS Fic. 38.—RAacK CARS FOR ASSEMBLED 
ie IN ANODES. ANODE UNITS. 


Assembly or Preparation 


Up to very recent years, each anode was taken from its pile on the 
industrial cars, straightened, punched, brushed to remove loosely adher- 
ing scale, painted, and returned to a similar pile on an industrial car, all 
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by hand, and then pushed into the tank room. This meant 100 per cent. 
hand labor, involving the repeated liftings, handling, turning over, etc., 
of a 90-Ib. piece of copper. This procedure has been supplanted by the 
largely mechanicalized operation depicted in Figs. 2, 3 and 4. 

The anode is now taken from its pile; straightened, if necessary, by a 
couple of taps with a hammer; punched; and pushed on to a set of con- 
veyor rolls pitched at just the right angle to carry it down to a set of 
horizontal rolls wide enough to receive five anodes. These rolls consti- 


Fig. 4.—TImLTING TABLE FOR ANODE ASSEMBLY. 


tute a tipping table, which can be turned to a vertical position at the will 
of an operator, who stands at its head attaching the unit of five anodes to 
an iron hanger bar by means of ten copper rings. From the vertical 
position, the unit is lifted by an air hoist and set in a rack car, where it is 
sprayed on the set side with a resinous soap emulsion. The rack cars, 
each representing one-sixth of a tank, are pulled in long trains to their 
destination in the tank room by storage-battery locomotives. 

The object of the resinous spraying (or “painting,” as it is called) is 
to facilitate the subsequent stripping of the remains, or “backs,” of the 
anode from the deposited cathode. Much work has recently been done 
in the determination of the exact temperature of anode at which it is 
best to paint, resulting in greater ease of stripping. The paint itself 


anid 
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has been the subject of careful study, with the result that its composition 
as well as its manner of application have been simplified and cheapened, 
with an actual betterment in stripping conditions. 


Fie. 5.—NEW TANK ROOM WITH ENLARGED CONCRETE TANKS LOADED AND UNLOADED 
WITH CRANES. 


Tank Room 


When the piles of painted anodes had been pushed into the tank room 
and into position alongside of the tanks, they were formerly hoisted 
by hand over the sides of the empty tanks, received by a man standing 
down in the tank, and hung individually from the iron bars. As the tanks 
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are about 5 ft. deep the arduous nature of the labor required can well be 
appreciated. When the tanks were to be unloaded, the process was 
reversed. With the thinner anode formerly used and with low labor 
rates, these hand operations were economical but the labor scarcity and 
higher wages of the war period led to the installation of cranes. Figures 
5 and 6 illustrate the difference between the old ‘‘craneless”’ tank room 
and the present mechanicalized operations. The cranes have been 


Fig. 7.—CRANE HOISTING ASSEMBLED ANODES. 


installed in the tank-room building just as it originally stood, with trans- 
fer bays so that a single crane can serve many bays. ‘The rack cars 
are now run in on tracks between the tanks, and the crane, by means of a 
lifting frame, hoists one-sixth of a tank of anodes and charges them into 
the tanks (see Fig. 7). The same procedure is followed in unloading the 
tanks. As a result there have been important labor savings. Further 
mechanicalization in general tank-room layout is contemplated. 


Concrete Tanks 


Perhaps the most important single development in the Nichols proc- 
ess has been the design and installation by the staff at Laurel Hill of a 
reenforced-concrete tank to replace the wooden tanks formerly used. 
In both cases, the actual tank lining is an asphalt mastic, which both 
insulates the tank from electric current and protects it from corrosion by 
the tank-room electrolyte running high in sulfuric acid. The wooden 
tanks lasted about 7 years, when loaded by hand. The oldest concrete 
tank was built about 1913-14 and is still in good condition; others, now 
from 3 to 5 years old, have never shown leakage. It is believed that, as 
long as the proper attention is given to the composition and installation 
of the mastic lining and to keeping this lining in good condition by regular 
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attention, the concrete tanks will have an indefinite life. In addition, 
the reenforced-concrete construction of the tank makes it much more 
rigid than a wooden tank. This is of importance now that tank loading 
and unloading is by means of cranes, involving considerable stress on the 
sides of the tanks when anodes are lowered into place. At the same time, 
the concrete tanks have been lengthened, making them more than double 
the size of the wooden tanks, resulting in circulation and labor economies, 
as well as cheapening tank repairs. The temperature of the electrolyte 
varies from about 122° to 132° F. in the “receivers,” or heating reservoirs, 
and from about 117° to 125° in the mastic-lined tanks. At these tempera- 
tures, the mastic lining used, which is a blend of asphalt and blown oils, 
has remained hard and unattacked. Elimination of lead tank linings 
saves not only the capital necessary for such a large lead tie-up, but more 
especially the heavy lead-burning tank repair costs common in other 
refinery practice. 


Power Consumption 


Much has been said about the relative power consumption in the series 
and multiple systems of refining copper. The facts with respect to the 
Nichols series process are best shown by the following figures, representing 
actual operating results of five successive years at Laurel Hill: 


Current Density, CoprER DEposiTEeD, 
Amp, PER Sq. Fr. Ls. ppR Kw.-pay 
18.3 307 
17.0 345 
Leg. 373 
17.4 354 
19.5 328 
Average, 17.9 341 


These figures indicate the remarkably low power costs that can be 
obtained with a properly operated series tank room. In multiple prac- 
tice, 200 lb. per kw.-day would be considered excellent. These results 
do not represent any single tank or any special portion of the refinery 
but show the actual final result for the entire electrolytic plant for the 
whole year. Furthermore, they are based on voltages and ampere 
readings at the power-house switchboard and, therefore, include all 
busbars, line losses, and contact losses. The reasons for the power saving 
are simple and may be briefly stated as: 

1. Narrower spacing, made possible by a more carefully cast and more 
carefully refined anode, and by the elimination of the thin starting sheet 
with its tendency to bend easily and short circuit. ’ 

2. Elimination of all the electrical connections necessary in the multi- 
ple system, such as busbar to anode, cathode to starting loop, starting 
loop to hanger bar, hanger bar to busbar. 
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There is also eliminated what might be termed “line loss,’’ represented 
by the small but cumulative losses as the current travels through the 
anode lug, cathode loops, hanger bars, and the intermediate busbars in 
the multiple system. All the suspending apparatus in the series system 
is simply for the purpose of hanging the electrodes and serves no addi- 
tional electrolytic purpose, as is the case in the multiple. The current 
is simply introduced at the end of the series tank; from that moment 
until it leaves at the other end no part of it is consumed in overcoming 
contact resistances. 

It is to be realized that the ampere efficiency of the series system does 
not get much above 70 per cent., being low on account of leakage through 
the electrolyte above, below, and around the electrodes. The “power” 
efficiency, however, to coin a phrase for ‘pounds per kilowatt-day,”’ 
is consistently high under properly controlled working conditions. 


Original Cost 


The original cost for building a Nichols series tank room would be 
considerably less than that for building a multiple one, given identical 
conditions and capacities. The criterion usually relied on is the ‘‘square 
feet of tank-room area required per ton of cathode copper deposited per 
day.”’ At Laurel Hill well under 200 sq. ft. of tank room is required per 
ton per day. The best claim for the multiple system that has been 
published recently is 330. These figures include the necessary space for 
working aisles, pumps, receiving tanks, heating tanks, stripping space, 
etc., and the receiving and filtering of slimes, but not for further slime 
treatment. About two-fifths of the multiple tank room cost could, 
therefore, probably be saved, and without any offsetting increase of 
importance elsewhere in the refining process. 


Busbars 


Normally, series-system power is transmitted from power house to 
tank room at about 225 to 240 volts, through very small busbars carrying 
only about 1000 amp. Multiple-current normal voltage is around 110 
to 130. For a 25,000,000 lb. monthly capacity, a multiple plant running 
at 10,000 amp., with 90 per cent. ampere efficiency, would require about 
1475 tanks and would probably have three circuits of 10,000 amp. each. 
A series plant of the Nichols type would require, at 500 amp. and even 
as low as 65 per cent. ampere efficiency, only about 340 tanks and would 
consist, electrically, of ten 1000 amp. “systems”? each subdivided in 
turn into two 500 amp. “legs,’’ or divisions, of about seventeen tanks 
each. Figures based on the above premises reveal that the weight of 
busbar used in the series condition described would be roughly only 


3H. O. Hofman an Care R. Haye “Metallurgy of Copper,” 402, 
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one-quarter of that in the multiple, even using intermediate small trian- 
gular bars between all possible multiple tanks. (Two cascaded sections, 
seventeen tanks to a cascade, thirty-four to a section, were used in the 
estimate.) 

The Nichols series system does away entirely with copper hanger bars 
(except one at each end of each tank), copper loops, copper starting 
blanks, and stock of copper starting sheets, the total of which amounts 
to a considerable interest item in a refinery of the above size. Added to 
this is the fact that the amount of electrolyte used is not over 60 per cent. 
of that used in the multiple for the same output. 


Power-house Installation 


The low power consumption in the series system naturally has a 
marked effect on the overall cost of power-house installation necessary 
for such a refinery. Assuming a multiple deposit of 200 Ib. per kw.-day 
as compared with the above average of 341 Ib. per kw.-day, there neces- 
sarily must be provided about 70 per cent. more power-house generating 
and converting capacity. 

Apart from this, however, there is an advantage in a series installation 
which reputable manufacturers of this type of equipment estimate to be 
in the ratio of 1 to 1.13. This is chiefly due to the fact that the product 
of the conversion will be a current of from 8000 to 12,000 amp. at about 
125 volts in the case of the multiple and but 1000 to 2000 amp. in the 
series at about 250 volts. 

As shown above, three 10,000 amp. machines would be required for 
the multiple and, say, five 2000-amp. machines for the series. Inasmuch 
as copper required varies as the square of the relative amperage, theo- 
retically, about nine times as much copper would have to be built into 
the generative and converting apparatus for a multiple unit as for a 
series unit. 


Silver and Gold Loss 


The question of silver and gold losses in the series system is an interest- 
ing one. The actual operating results at Laurel Hill for the five years 


previously referred to are: 


SinveR CoNnTENT Goup CoNTENT 
OuncES PER TON OuncES PER TON 
Per Cent. Per Cent. 

ANODES CATHODES Loss ANODES CaTHODES Loss 

36.8 0.83 2.2 0.53 0.009 ILE Th 

35.0 0.79 2.3 0.59 0.011 LES 

27.0 0.68 2.5 0.52 0.010 1.9 

25.0 0.58 2.3 0.54 0.011 2.0 

24.4 0.62 2.6 Op 74h 0.016 2:2 
Average......-- 29.6 0.70 2.4 0.58 0.011 m0) 
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Assuming that in a multiple refinery with anodes averaging as above, 
the cathode silver analysis were 0.25 oz. and the cathode gold analysis 
were 0.005 oz., the balance against the series system would be only about 
40 cents per ton of copper refined. Furthermore, individual results 
obtained from time to time have proved conclusively that the percentage 
loss of precious metals would decrease materially with an increase in 
precious metal content of the anodes. 


Impure Blister Can Be Used 


For many years it was believed that only the purest of blisters could 
be used in the series system. There were two reasons for this belief: 

1. At Baltimore, the introduction of a comparatively small amount of 
certain impurities renders the copper incapable of satisfactory rolling.‘ 
It was therefore impossible for that plant to treat many kinds of blister 
coppers. A multiple unit was accordingly built, and the combination 
of one multiple and one series unit gives the flexibility desired. The 
above situation created an impression in the minds of many that Laurel 
Hill was limited in the same way. Inasmuch as no rolling is necessary, 
such an impression is entirely erroneous so far as Nichols is concerned. 

2. So much pure copper was formerly received at Laurel Hill that 
there was no need for flexibility or development of the series process 
there to make it applicable to more impure blisters. 

It can now be given as the opinion of the Nichols staff of engineers 
that any anode can be treated by their process whose solution in the 
electrolytic bath will proceed fairly uniformly. This widens the field of 
blisters to which the Nichols series system is applicable, to include all 
the large productions of the modern copper mines of the world, at present 
purities. This allows for the fact that the pure blisters would be mixed 
with the impure, as is the case in every refinery. 

As a matter of fact, considering the six large refineries of the United 
States, at least two are at present receiving much purer blister than Laurel 
Hill. The intake of blister at the Laurel Hill refinery is probably the 
lowest of any in copper content, its total impurity content probably the 
highest but one, and the total amount of each individual impurity prob- 
ably not the lowest in any single case. 

The flexibility for the Nichols series process has been achieved mainly 
by varying the electrode spacing and by controlling the smoothness of 
the cathode deposit by the treatment of the electrolyte with suitable 
addition agents. Whereas for some time an unchanged spacing of elec- 
trodes had been adhered to, it has been found that for blisters of differing 
grades cheaper overall refining costs are obtained by altering this as much 
as 15 percent. In general, wider spacing permits the use of more impure 
blister; while for purer material, the spacing is narrowed. The desired 
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flexibility is thus obtained and the spacing chosen, over a period, for 
blister of given intake analysis represents a nice adjustment between 
costs for power, labor, and “back” remelting, ampere efficiency, and 
refinery capacity. 


Treatment of Electrolifte 


Unlike multiple practice, it was formerly believed unnecessary to add 
glue to the electrolyte at Laurel Hill, though small amounts of chlorine 
were used. As long as the anodes were of extremely high purity, this 
practice was correct. With a desire to treat blisters of widely differing 
and sometimes variable content, however, came the necessity for glue 
additions to preserve smooth, close-grained cathode deposits, and a 
great deal of work was done, first on a one-tank scale, then on a one- 
circulation scale, and finally throughout the whole tank room, with 
excellent results. 

It was found necessary and desirable to use chlorine (added as com- 
mon salt) a little more freely, carrying perhaps twice the content formerly 
thought best; and also to introduce glue and oil for their respective pur- 
poses of making deposited copper smooth and tough. 

Arsenic content of electrolyte was increased fourfold without deleteri- 
ous effects, while antimony content is now as high as in multiple practice. 
Contrary to what was formerly the opinion of those interested in copper 
refining, it is believed that the limits of electrolyte impurities in the 
series system are about the same as those in the multiple system. 

The effect of varying copper and acid content was carefully observed 
and most favorable results were found to be obtained when free sulfuric 
acid was kept between 16 and 1714 per cent., copper content between 
2.60 and 2.85 per cent., and chlorine between 0.00035 and 0.00060 per cent. 
More especially, however, adequate precautions of all kinds were taken 
to insure the maintenance throughout the whole 24-hr. period of abso- 
lutely constant electrolyte conditions in every respect. Segregation of 
all sorts was minimized, all additions and alterations made as gradually 
as possible, and individual tank circulations, which are low at Laurel 
Hill (3 to 5 gal. per min. for a tank 16 by 514 by 5} ft.), kept 
perfectly uniform. After all, probably the most vital single factor in 
tank-room operations everywhere is, having established a set of condi- 
tions that produce smooth deposits, to minimize in every possible way 
any variation in each of the many conditions in the set. 

The action of a solution of glue added uniformly to an electrolyte has 
long been known to have the effect of smoothing or maintaining smooth a 
growing cathode deposit. It is believed that this effect is more a physical 
than a chemical one. The very dilute glue solution is introduced in as 
continuous a manner as possible, so that a gelatinous film will uniformly 
cover the projecting points much as snow falls upon a rocky promontory. 
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A plausible theory is, that the film being of relatively high insulating 
tendency, the nodule is shielded from negative discharge, and the back- 
ward parts of the cathode surface instead are built forward, constantly 
tending to level up the depositing surface. 

The amount of glue to be added, then, is that amount found necessary 
to provide a film of sufficient thickness or resistance to bring about the 
end sought. It is possible to use a smaller quantity, which forms a 
film semipermeable by the current, giving an intermediate control, 
provided, however, the chlorine content be kept lower. In other words, 
the most dense cathode is made by a careful regulation of the chlorine 
content so as to be crystal forming; and then just counteracting this 
effect, which readily accelerates, by the masking effect of a glue solution 
of proper concentration. To do this adequately, and yet not in excess, 
at Laurel Hill has been found to require approximately 1 oz. of glue per 
hour (in the concentration of a 0.6 per cent. solution) per million pounds 
of electrolyte. 

It is believed that the use of the customary grade of glue does not 
raise the ohmic resistance of the electrolyte materially, if any at all, but 
that the well-known increase in power consumption through its use is 
due to the additional voltage required to force current through the gelat- 
inous film. 


Additional Improvements 


These excellent results have been furthered by other improvements, 
smaller it is true but none the less important, as can be appreciated by 
those who realize the attention to minute detail necessary to keep a 
tank room at the very top notch of efficiency. Chief among these ar 
the following: ; 

1. A special flat-bulb light has been designed, which can be inserted 
between even as narrow spacing as that used at Laurel Hill. After the 
anodes are hung, every row is examined most carefully by the illumina- 
tion of this lamp, and adjustments made as to plumbness, uniformity of 
spacing, etc. With this minute inspection possible, it is rarely necessary 
to lift any electrode out of the tank during its run. Quite the opposite 
is the case in ordinary multiple practice, where the thin starting sheet, no 
matter how carefully adjusted, may warp under some systems of opera- 
tion as soon as the hot electrolyte strikes it. Furthermore, there are 
two, three, or even four starting sheets to one anode. Gangs of inspec- 
tors, “hot sheetmen” and “sheet-straighteners” are kept busy. At 
Nichols, the only inspection is by reading voltages across the ends of the 
tanks once or twice each day. Should the voltage go below normal the 
trouble is located, otherwise the tank is left alone. 

2. Special recording thermometers and recording steam-pressure 
gages were installed for the purpose of keeping an absolute check on 
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electrolyte temperatures at all hours and upon reasons for any irregulari- 
tiesin them. More adequate heating apparatus was also provided. The 
result has been more uniform electrolyte conditions, which, as stated 
above, are the foundation of success in maintaining smooth deposits 
at Laurel Hill. “ 

3. The filters and settling tanks for removing suspended slime and 
float have recently been entirely redesigned and rebuilt in order to clarify 
the electrolyte better, another step in the direction of assuring better 
electrolyte conditions. 


Stripping 


Formerly, the electrodes unloaded by hand from the finished tanks 
were piled flat upon small industrial cars and pushed by hand into the 
stripping room. Here each electrode was thrown to the ground and 
stripped, the “‘back”’ and cathode being later reloaded on to other cars. 
Part of the mechanicalization of this step of the process has been com- 
pleted. The electrodes are now unloaded by cranes on to rack cars, 
-which are pushed, in train lots, into the stripping room with storage- 
battery locomotives. The room itself has been enlarged and a 714 ton 
Bedford crane installed. This picks up the carloads of electrodes and 
carefully lets them down to the ground, so that they lie flat, “backs” 
up, like a partly spread out pack of cards. In this position the hanger 
bars and suspension rings are easily disengaged. The men then take 
off the ‘“‘backs” and toss them to one side and immediately load the 
cathodes on waiting cars. Separate carloads of backs and cathodes are 
then pushed to the scale by tractor. 

It is confidently expected that a machine will be designed for the strip- 
ping operation. Even as it is now performed, it is not unreasonably 
costly. It is safe to say that this cost is more than balanced, in the 
multiple system, by the cost of producing starting sheets, looping and 
hanging them, and straightening them after a 24-, 36-, or 48-hr. deposit 
upon them. All of these steps the series system eliminates. 

Quite a little work has been done, with considerable promise of ulti- 
mate success, along another line, which has in view the same objective 
of reduced stripping costs. Instead of calling a tank finished when the 
backs are found to be down to 8 per cent. it is proposed to allow the cur- 
rent to continue. Some “redeposition’”’ will set in, but the percentage 
of backs will decrease. Theoretically, if carried far enough, there will 
eventually be no backs to strip (the anode lugs would be knocked off or 
sheared off); the penalty would be increased power costs. Practically, 
there is a point at which a large percentage of cathodes will require no 
stripping, the power cost will not be unduly increased, and the balance of 
the electrodes will fall naturally into two classes: (a) with small per- 
centage of back to be stripped, and (6) with large enough percentage of 
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back to pay to send to special ‘hospital tanks,” provided to deposit all 
the “backs” off such transient ‘“‘cathodes” in a two- or three-day period. 

The first difficulty that was encountered in these experiments was 
that when the anode back was entirely dissolved off, the cathode, having 
nothing to hold it to the suspending anode lug, fell down into the tank. 
This has been overcome by the installation of overflow-height regulating 
devices, which enable the tank-room operators to regulate to a nicety the 
depth to which the electrodes are submerged, and to vary this through- 
out the life of the tank through a range of 34 in., thus controlling speed of 
anode solution up near the lug. When the anode is entirely dissolved. 
there is now no sharp line at which the lug will break off, but a 34 in. 
strip of back, of a controllable thickness, which keeps the cathode hung. 


Tia, 8.—CurvED CHUTES FOR GRAVITY CHARGING. 


Refinery, or Wire Bar Practice 


From the stripping room, cathodes are delivered to cars or barges for 
shipment; or else to the wire-bar furnace charging floor, which is ele- 
vated above the furnace for chute charging, as later described. Up toa 
year ago, the individual cars of cathodes were pushed from stripping room 
to small elevators, lifted slowly, and pushed around by hand on the fur- 
nace charging floor. There has now been installed a small monorail 
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crane, which rapidly lifts the cathodes up through a small shaftway and 
then carries them farther, depositing them on the feed floor. The crane 
is also used during the immediate charging period, shifting piles of cath- 
odes nearer the chutes, thus further reducing labor. 

Figs. 8 and 9 give a good idea of the method of charging, which is 
a natural outgrowth of the Nichols series system. The cathodes pro- 
duced are so long, narrow, thin, and light in weight as to suggest project- 
ing them into the furnace in such a way as to land them flat on the furnace 
bottom. The advantages are obvious. Most important, the brickwork 
of the furnace is not exposed, for several hours daily, to inrushing cold 
air through the wide-opened charging doors. Likewise, the sides and 


Fia. 9.—CHARGE FLOOR OF WIRE-BAR FURNACE WITH MONORAIL ABOVE. 


door jambs cannot be damaged by a careless operator, as occasionally 
happens under the best conditions with a charging machine. The elimi- 
nation of the initial expense and the maintenance of the charging machine, 
together with the space it requires, is a further advantage. A strong 
argument for chute charging is that it helps to keep the furnace on a 
regular 24-hr. cycle. Here again the facts speak for themselves. At 
Laurel Hill, the furnace produces from 700,000 to 750,000 Ib. of copper 
each day, every day in the month if necessary (except for Pome ir 
repair operation). If one of the many minor things happen to throw 
the furnace back”’ an hour or two, the next day the furnace is right back 
on schedule. At any rate it can be relied on to gain back gradually the 
time lost, whereas great difficulty is usually experienced in holding the 
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ordinary type of furnace to a 24-hr. cycle, to say nothing of 23-, 22-, or 
91-hr. This is due to the heat retention, as well as to the rapidity, of 
chute charging. As to the latter, daily routine of charging at Laurel 
Hill is about as follows: 300,000 lb. are introduced from 3:00 to 3:30 
p. m., 220,000 lb. from 6:00 to 7:00 p. m., 130,000 lb. from 9:10 to 
9:50 p. m., and the balance of 70,000 lb. from 11:00 to 11:30 p. m™. 
Twenty-seven man-hours of labor are employed for the work, including 
the time of the men who seal up with clay and old brickbats the narrow 
apertures where the chutes open into the furnace. 


Fic. 10.—WIRE-BAR CASTING LADLE AND STRAIGHT-LINE CASTING MACHINE. 


The wire-bar casting ladle and straight-line casting machine are 
shown in Fig. 10. 


Further Improvements 


Plans are definitely under way for further improvements in refining 
methods at Laurel Hill. In the anode department, authorization has 
been given for the immediate erection of a unit, to consist of a large semi- 
continuous receiving, melting, and slagging furnace, and two smaller 
furnaces, reserved for refining, poling and casting only. Material 
benefits are expected, the new unit taking the place of four present fur- 
naces. It will be connected to a single, large, efficient waste-heat boiler. 
Important heat economies will be effected, steam production being 
practically continuous instead of intermittent. As in the case of most 
copper refineries, waste-heat steam from anode furnaces is now produced 
in large quantities during the night hours; whereas during the daytime, 
when steam is most needed, most of the furnaces are casting or charging 
and very little waste heat is produced. A codrdinated unit, as described, 
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will give a more nearly ideal steam producer from a powerhouse 
standpoint. 

Consideration is also being given to the use of a mechanically operated 
ladle for casting the thin anode instead of doing the work by hand, with 
resultant possibility of increasing size of the anode-refining furnace and, 
later, increasing the size of the anode itself.  * 

In the assembly department studies are being made as to the advis- 
ability of installing a mechanical straightener and punch machine. 

Another improvement, which is expected to be in operation during 
the summer of 1925, is a ‘“Ferris-wheel’’ casting machine. The large 
furnaces are equipped with straight-line casting machines and one of 
them is to have a second tap hole on its opposite side. This will connect 
with the ladle for a casting machine rotating in a vertical plane, which 
will cast, during the regular major casting time of the furnace, about 50 - 
to 75 tons of special shapes. This revolutionary step in copper casting 
has been taken not only because economy of floor space made the new 
wheel very attractive for the particular problem to be solved, but also 
because it is believed that this machine will make a better casting, as 
experiments carried on several years ago conclusively proved was possible 
for this type of machine. The ladle is located in such a way that the 
semimolten copper in the mold, after being poured from the ladle, will 
travel several inches almost vertically (only a very few degrees off the 
perpendicular). This should effectively eliminate any “wave,” “Toll,” 
or “edge” on the copper, in case of any jerky stop or start of the wheel. 


CONCLUSIONS 


1. It has been found possible to treat blister much more impure than 
that formerly used in the Nichols Copper Co.’s series system of copper 
refining at Laurel Hill. 

2. This has been brought about by changing spacings between elec- 
trodes when analysis of the blister requires it, but especially by carefully 
regulated electrolyte treatment with suitable addition agents, keeping 
cathode deposit smooth. 

3. Under these conditions, it has also been found possible to permit a 
material increase in the percentages of arsenic and antimony in 
the electrolyte. 

4. Power consumption is remarkably low, a five-year average being 
341 Ib. of copper deposited per kilowatt-day, as compared with 200 lb., 
which would be considered very good work in multiple practice. 

5. Reenforced-concrete tanks, lined with asphalt mastic, are used for 
the electrolytic work, and the lining is not attacked at working electro- 


lyte temperatures, which are carried as high as 125-1, 
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6. Silver and gold losses for the above five-year period, with 
anodes running 30 oz. silver and 14 oz. gold, were 2.4 and 2.0 per 
cent., respectively. ‘ 

7. Instead of the 100 per cent. hand labor formerly used, many opera- 
tions, especially tank loading and unloading, have been mechanicalized 
and important further steps along these lines are shortly to be taken, 
particularly in the furnace departments, where a melting furnace and a 
casting wheel of ‘‘ Ferris wheel’”’ type will shortly be in operation. 

8. Low original cost of a Nichols series tank room is emphasized, only 
200 sq. ft. of floor area being required per ton deposited per day, equi- 
valent to about three-fifths of multiple requirements. There is also a 
much smaller copper tie-up in busbars, hanger bars, and other auxiliary 
apparatus. All these items materially reduce initial capital construction 
outlay, and interest, depreciation, and amortization charges during the 
period of operations. 

9. The result of the practices described, and of the improvements, 
completed and projected, will be to combine with the sound basic tech- 
nical advantages of the Nichols series system, design and equipment 
peculiarly fitted to make the most of these advantages, and to con- 
tinue the place of this series process in the forefront of copper- 
refining metallurgy. 
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DISCUSSION 


M. H. Merriss.—With regard to silver and gold losses, it is noted 
that they are considerably higher than the multiple on a percentage 
basis. We have a large and essentially a very deep tank, which has five 
long, thin anodes in it, as you have noted from the paper. The silver 
mud that is electrolyzed has to drop through 414 ft. of very narrow 
spacing between two electrodes, so it has a very good chance of being 
caught. That, of course, is the reason for the comparatively high 
percentage losses in silver. 

I can say that a very large percentage of that 2 per cent. silver loss 
is lost near the bottom of the cathode. (For normal multiple an 
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_ refining work 1 per cent. may be considered the normal silver loss.) So 
it is also self-evident that if one were called upon to design a plant for a 
particularly high silver blister, from a broad economic standpoint it might 
be well to have a comparatively shallow tank with an anode that was very 
much shorter, so that the opportunity for the silver mud to settle on the 
cathode would be minimized. If you did that you would tend to counter- 
act your other advantages such, for instance, as low installation cost per 
ton of copper refined. There is a tank room in operation now of this 
design, although it was not so designed on account of high silver content. 
It is at Boleo in Lower California. The tank is very shallow and the 
anode also, and the silver losses must be very low. 


A. L. WALKER, New York, N. Y.—In the old Guggenheim plant, 
afterward the American Smelting & Refining Co., at Maurer, near Perth 
Amboy, the anodes were 3 ft. deep and 2 ft. wide. High argentiferous 
copper bullion was treated at that plant. We found the loss in silver, 
even in the multiple system, was quite high. After conducting a series 
of tests we determined that fully one-half of the silver in the cathode was 
in the bottom 9 inches. In building a new plant in 1902, we turned the 
anodes around 90°, making them 3 ft. wide and 2 ft. deep, instead of 2 
ft. wide and 3 ft. deep. We did this to save the excess amount of silver 
which would be caught on the surface of the deeper cathodes due to 
falling anode slime. It was a question of saving silver as against floor 
space required. 

In the early days it was always considered that only very pure copper 
bullion could be treated by the series process. I think the results of the 
work that has been done by the Nichols Copper Co. in recent years shows 
that the limit for impurities can be materially increased. It has been 
found possible to use an electrolyte containing very much higher impuri- 
ties even in the series system. I do know, however, that it is more 
difficult to treat a high silver copper in the series process than with the 
multiple. The silver losses are bound to be greater. 

E. L. Jorgensen, Irvington, N. J—I have found that the large 
amount of values usually found near the bottom edge of the cathode in 
the multiple system can be overcome by making the cathodes considerably 
longer. I would like to ask Mr. Merriss if the very bottom edge of the 
cathode contained a higher percentage of silver, i. e., if you took a section 
6, 8 or 10 in. from the bottom and analyzed it? 

M. H. Merriss.—With us, the cathode is not enlarged on the edges 
the way it is in the multiple if you work with too large an anode. It is 
almost flat, and we have never cut off the bottom half-inch and analyzed 
it for silver. I agree with Prof. Walker that the percentage of silver loss 
is bound to be higher in the series than in the multiple, due to the closer 
spacing. All I wanted to bring out was that the ratio was not neces- 
sarily just 1 to 2. 
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A. L. WaLKrer.—It is a regular practice in the multiple system to make 
the cathode deeper than the anode so that the cathode projects from 14 to 
1 in. below the lower edge of the anode. 


A. F. Scunemer, New York, N. Y.—It makes a great difference if 
the anode has only 30 oz. or if it has 150 oz. Percentage isnot a criterion. 
When Prof. Walker spoke of the high silver content of the anodes I 
wondered if his percentage would be the same. I think, not at all. It 
is a question of dollars and cents. 


M. H. Merriss.—That point is covered in the paper; the actual silver 
and gold contents are given, and the following also appears: 


Furthermore, individual results obtained from time to time have proved con- 
clusively that the percentage loss of precious metals would decrease materially with an 
increase in precious metal content of the anodes. 


When the anode is higher, the percentage loss is less. The dollars per 
ton loss is greater. 


A. L. WaLKER.—In 1902, when the plant I referred to was built, the 
copper bullion assayed 350 oz. I know at times we received bullion 
from Mexico which ran as high as 1000 oz. per ton. The silver loss was a 
very important proposition. My recollection is that the loss was under 


1 per cent. Mr. Witherell says definitely his recollection is that it was 
0.6 per cent. 


S. SkowronskI, Perth Amboy, N. J.—One point that the author did 
not bring out as forcibly as possibly in the paper, is that while the author 
has undoubtedly refined a lower grade of bullion than hitherto thought 
possible by the series system, he has done so at the expense of increased 
spacing, which will increase the voltage on the tanks, and then reduce the 
output of copper per kilowatt day. 

The great advantage of the series system over the multiple system is 
that a closer spacing is possible with a corresponding decrease in voltage. 
If the spacing is increased, the natural advantage of the series system 
over the multiple system is thereby decreased. 

There is in the Metropolitan district a refinery operating with 98-98.5 
per cent. anode, and yet obtaining 220 lb. copper per kilowatt day, using 
the multiple system. A direct comparison of the series system versus the 
multiple system with this low-grade anode would be interesting. 


F. R, Pyne, Perth Amboy, N. J.—Regarding Mr. Skowronski’s 
statements: One point which has not been brought out relative to power 
saving with the series system is the absence of contact losses. You have 
practically no contact losses in the series system, whereas you have from 
a 25 to a 30 per cent. loss in the multiple system. Possibly it may amount 
to 5 per cent. in the series system. The series system operating on prac- 
tically equal spacing as the multiple system has the advantage in requir- 
ing much less floor space per ton of copper, produced per day. The 


: ni rma Bvinultiple tank holds from 15 to 18 tons of copper, the old wooden 3 


series tanks about 27 tons, and the large concrete ones 50 tons. 

With the series system you have the elimination of the old bugbear 
of starting sheets, 2 or 3 months’ supply of which must be carried. 

There are some serious disadvantages to the series system; that is, on 
_ the preparation and the casting of the anode and the stripping of the back. 
There are many points, relative to labor, which could be satisfactorily 
solved provided some one would be willing to put up the requisite time 
and money. The series system, unfortunately for the copper refining 
world in general, has been surrounded by a great deal of secrecy for 
reasons best known to those who operate the plants. There was no 
interchange of ideas. If there had been, and had the attention been 
given to the series system that has been given the multiple, I very much 
doubt whether the multiple system would be as predominant as it now is. 
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Anaconda Electrolytic White Lead 


By R. G. Bowman, East Cuicago, Inp. 


(Salt Lake City Meeting, September, 1925) 


Discussions of processes for the manufacture of white lead generally 
open with the statement that white lead is the oldest chemical pigment 
known to man. This fact is of more than historical interest; in the 
light of the present extensive use of white lead, it indicates that the 
compound possesses characteristics that make it unique among white 
pigments, and superior to all in its particular field. A greater variety 
of processes have been proposed for manufacturing white lead than for 
any other one chemical compound. Only a few of these processes have 
come into commercial use, however, and a large part of the present 
production here and abroad is made by the process used in ancient times. 

The outstanding disadvantages of the old process are that it is slow 
and laborious, affords no control of the product, and yields at best an 
impure material lacking in uniformity. Improved processes, sometimes 
classed all together as “quick processes,’’ have had as their main object 
the shortening of the time required. Most of them accomplish this and 
some have yielded a superior product as well, but only two or three are 
now in use commercially. 

For centuries the manufacture and mixing of paints have been treated 
as an art, and the practice has been much influenced by tradition and 
precedent. There is a reluctance to abandon old materials for this 
purpose, and as few new uses for white lead have been developed, the 
adoption of the quick processes has heen slow. The electrolytic pro- 
duction of white lead is not new, a large number of processes and forms 
of apparatus have been proposed and patented within the past 25 years, 
all directed toward the production of white lead, wholly or in part, by 
electrolysis. One or two of these processes were tried commercially but 
proved unsuccessful. 


PROCESS 


The Sperry process, used by the Anaconda Lead Products Co.,is 
the invention of Elmer A. Sperry, and was worked out to a commercial 
basis at the East Chicago plant. It resembles, in a general way, earlier 
methods, but embodies the features that make it possible to operate 
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continuously and to produce a uniform product, the character and com- 
position of which are under complete control. It has made possible the 
| rapid production of white lead of a degree of chemical purity and brilliant 
_ “whiteness” superior to any produced by other methods. These proper- 

ties of the product are independent of the purity of the metallic lead used. 

The Sperry process is not a process for thé production of white lead 
alone, but a basic method of producing an insoluble salt of any metal by a 
continuous electrolytic process. Application of the method to lead salts, 
and to white lead in particular, was selected on account of the staple 
character of the product, calling for production on a tonnage basis. The 
process is a combination of electrolysis and chemical precipitation, in 
which the precipitation is a secondary reaction and the composition 
of the reagents and of the precipitate are controlled electrolytically. It 
is unique among electrolytic processes, in that it yields a solid 
product that is neither an anode nor a cathode deposit and is 
removed continuously. 

As applied to white lead, the process is carried on in a cell having a 
lead anode and an iron cathode, separated by a porous diaphragm. The 
anode is surrounded by an electrolyte—the “anolyte’—containing 
sodium acetate and a very small amount of sodium carbonate. The 
cathode is surrounded by a similar electrolyte—the ‘‘catholyte’”’— 
containing sodium acetate and a relatively large amount of sodium 
carbonate. Each electrolyte is maintained in rapid circulation about 
its electrode. The circulation systems of the two electrolytes are entirely 
independent and no communication exists between catholyte and anolyte 
save through the diaphragm in the cell. 

The action occurring when the current is applied may be described, 
simply, as follows: The lead is dissolved from the surface of the anode, 
electrolytically, as lead acetate and is immediately reprecipitated as 
insoluble basic carbonate, 2PbCO; Pb(OH)s, by the sodium carbonate in 
the anolyte, thus restoring the sodium acetate but depleting the anolyte 
in CO;ion. The proper concentration of CO; is restored and maintained 
constant by passage of this ion through the diaphragm from the catholyte, 
which in turn becomes impoverished in CO;. The anolyte enters the 
cell clear and leaves carrying the white lead in suspension, but with no 
change in composition. The catholyte enters the cell high in Na2CO; 
and low in NaOH, and leaves low in NazCO; and high in NaOH. The 
CO; is restored by carbonating the catholyte at one point in its circula- 
tion outside the cell. 

The white lead produced in suspension in the anolyte is removed 
from the cell continuously by the circulation of the anolyte. It is 
separated from the solution by settling and filtration and the clear 
anolyte is returned to the cell. The white lead thus removed is washed, 


dried, pulverized, and barrelled for market. 
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This, in brief, is the process, without entering into the details of the 
electrochemical phenomena occurring in the cell; in operation, the process 
is considerably more complicated. The balance to be maintained for 
continuous operation is rather delicate and there are a large number of 
factors slight variations of which will interfere with operations, either 
immediately or ina cumulative manner. This is merely the converse of 
one of the chief advantages of the process; namely, its flexibility and the 
close control of composition, purity and physical character of the product 
which it affords. In this respect it does not differ greatly from other 
electrolytic processes, where a continuous closed cycle of circulation 
is maintained; however, when approaching it as a new process in the 
development stage, the array of variable factors appeared rather formi- 
dable and a great deal of experimental work has been required to establish 
a simple method of control, and means for protecting the operation and 
the product against unavoidable variations in raw materials and operat- 
ing conditions. This control has now been so far simplified and standard- 
ized that all important factors are centered in the analysis of two solution 
samples, and an arbitrary relation or ratio between certain constituents. 
These analyses are simple alkalimetric titrations and are made by an 
operator at the plant. 


PLANT 


Materials of Construction 


The circulating electrolytes used are alkaline or neutral solutions, 
and at first the problem of handling appears to be much simpler than 
in the case of an acid and highly corrosive solution; however, the extreme 
purity required of the product limits the selection of materials that can be 
brought into contact with it or with the circulating solutions. 

The solutions are destructive to wood, due to the saponification and 
removal of the resins. Most paints and waterproofing coatings either 
contain saponifiable oils or are slightly acid, and are gradually destroyed. 
Bakelite and other phenol condensation products are soon destroyed. 
Concrete is penetrated and gradually disintegrates due to crystallization 
of salts and to electrolysis of the metal reinforcement. Porcelain and 
stoneware are only slightly affected but have other limitations. The 
only satisfactory nonconducting material found for contact with these 
solutions is rubber, in various degrees of hardness. Hard-rubber pipe 
fittings, soft-rubber hose, and wood launders lined with soft-sheet rubber 
are used for handling solutions at all points where it is necessary to reduce 
the electrical conductivity of a solution line. Hard-rubber is used, also, 
in the construction of the supporting frame for the cathode diaphragm. 

Pure copper, pure lead, and, in some cases, cast iron are unaffected 
by the solutions; brass and bronze are used in the present plant for much of 
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the piping; however, these are not entirely unaffected as a local electroly- 
tic action is set up by the two metals forming the alloy. 

Considerable experimental work has been done on protective coatings 
for wood and concrete. An enamel-like asphalt coating for concrete has 
been developed; this has been applied to all tanks and cells in the plant 
and has proved satisfactory in all cases where the concrete can be 
protected from entrance of moisture behind the coating. Asphalt coat- 
ings for concrete have failed completely in all tanks below ground level 
_ and wherever the concrete is exposed to moisture that enters and forces 
the coating off of the surface. 


Equipment and Operation 


The East Chicago plant is the first commercial-size unit for producing 
white lead by the Sperry Process; it was completed and placed in opera- 
tion in January, 1920. The plant was designed for a capacity of 10 tons 
of dry white lead per 24 hr. While the capacity of the electrolytic cell 
can be calculated rather closely, and had been established by experiment 
in a small one-cell laboratory plant, the capacities of standard settling, 
filtering, and drying equipment, as applied to the product, were unknown. 
As a result, some of the equipment installed was found to have a much 
greater capacity than estimated, when operated continuously. It was 
also found possible to operate the entire cell room continuously at a 
higher current density than estimated, resulting in more than doubling 
the capacity of this department. 

After the initial difficulties had been. overcome and continuous operation 
established, the capacity of the drying department was brought to an 
equality with the remainder of the plant, and other adjustments in 
equipment made to provide storage space between departments. The 
plant is now producing 26 tons of dry white lead per day. This produc- 
tion is determined by the working capacity of the present motor-generator 
supplying current to the cells, but does not represent the capacity of the 
present cell design, which is about 1500 Ib. per cell day. 

The plant was designed essentially as an operating unit, but has been 
used to some extent for a continuation of experimental work. The cell- 
room equipment is peculiar to the process and presented certain operat- 
ing problems of its own. Equipment in other departments was selected 
with a view to provide standard machinery that fulfilled the requirements 
and insured protection of the cell-room product. Selection of more 
efficient equipment in these departments was left for a later develop- 
ment. This standard machinery is still in use, but considerable experi- 
mental work has been done on other equipment designed to reduce labor 
and operating costs and to introduce mechanical handling of the product 


throughout. The installation of this machinery forms part of the pro- 
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gram of extension of the present plant. A general exterior view of the 
plant is shown in Fig. 1. 


Buildings 


The main building, housing the cell room, settling, and filtering 
departments, is of brick and steel 78 by 87 by 27 ft. high. The dryer 
tunnels are of brick and extend from the main building to the pulverizing 
and barrelling department, which is a frame building. Additions to 
the main building, to house additional solution tanks, pumps and storage 
bins, are of frame and corrugated iron. The substation is of brick and 
steel and the boiler house and miscellaneous out-buildings are of 
corrugated iron. 


Fig. 1.—ExtTERIOR VIEW OF PLANT. 


The solutions handled are rather destructive to building materials. 
Excessive condensation of vapor, combined with alkali dust, attacks 
the metalwork and makes frequent repainting necessary. Good ventila- 
tion, blast heating, and a heavy felt roofing on the main building have 
reduced this trouble considerably. 


Anode Molding 


The anode is a rectangular lead plate 21 by 3014 by 1 in. and weighs 
250 lb. Projecting lugs are cast at the two upper corners for supporting 
the anode in the cell. It resembles the standard anode of copper refin- 
ing, but the lower physical strength of lead requires a heavier lug section, 
to resist bending. Anodes and common pig lead are molded, as required, 
from the same furnace, at the Parkes Process refinery of the International 
Lead Refining Co. and are transferred, on rack cars, to the white lead 
plant, 1000 ft. distant. 
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The anode is molded in a cast-iron mold 1 in. deep, set horizontally ; 
twenty molds are arranged in an are below the tap of a reverberatory 
furnace. Lead flows from the furnace through a 214-in. plug-cock connec- 
tion to a pivoted-head pot and is delivered to the molds through a 214-in. 
pipe launder swinging radially from the head pot. The stream is stopped 
after molding each anode by lifting the delivery end of the launder. 
The anode is chilled with water, sprayed on its surface, and is ejected 
from the mold by a small plunger operated through a trigger valve by 
compressed air, which raises the lugs free from the mold. The anode is 
picked up by a small air hoist, mounted on a radial traveller, and trans- 
ferred to a rack. From the racks, groups of twenty-five anodes are 


Fig. 2.—GENERAL VIEW OF ANODE MOLDING. 


transferred to the straightening press by the overhead cranes serving 
the refinery. A general view of the anode molding operation is shown 
in Fig. 2. The capacity of this equipment is approximately 20 tons of 
anodes per hour. 


Anode Pressing 


The soft lead anodes are easily bent and deformed when being removed 
from the mold and in handling. Before delivery to the cell room, they 
are straightened in a press located at one end of the refinery. This is 
a horizontal press having a single cylinder 1014 by 23 in. and is operated 
by compressed air at 90 lb. pressure. Two anodes are pressed at one 
time. A small compressed-air jib crane serves the press. 

After pressing, the anodes are arranged on rack cars in their proper 
spacing for placing in the cells, each car holds two sets, of eighteen anodes 
each. The cars are delivered to the cell room over a short industrial 
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railway using a gasoline locomotive. Scrap returned from the cell room 
to the refinery for recasting is handled with the same equipment. 


CELL Room 


The cell room is 40 by 74 by 16 ft. high, from operating floor level to 
the hoist monorails. Below the operating floor is a shallow basement 5 
ft. deep, the floor of which is at ground level. The building is of brick 
and steel, with felt-insulated wood roof to prevent condensation. It is 
lighted on three sides by steel sash; the fourth side is open to the tank 
room. The cell-room interior is shown in Fig. 3. 

The forty-eight cells are arranged in six rows of eight cells each, with 
operating aisles between. Each cell is supported independently upon 
concrete piers, rising from the basement-floor level. The top of the 
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cell is 29 in. above the operating-floor level. The operating floor is 
merely a wooden deck laid in movable sections and supported from the 
cell piers. 

Each row of eight cells has, at one end, an anode wash tank and an 
anode storage rack. The industrial track handling anodes and scrap 
from the refinery enters and passes across one end of the cell room, deliver- 
ing anodes to any of the storage racks. Each row of cells is served by a 
3-ton Sprague electric monorail hoist, travelling over the anode track, 
storage racks, wash tanks, and cells. A transfer bridge at one end of the 
cell room permits the interchange of hoists between rows. 


Cell 


The construction of the cell is illustrated in Figs.5,6and7. The cell 
proper consists of a rectangular tank with hopper bottom, built entirely 
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of reinforced concrete, (‘ gunnite’’). The inside dimensions are 2414 by 
54 by 335¢ in., with a shallow hopper bottom leading to a 3-in. horizontal 
discharge. The walls are 3 in. thick and are reinforced with wire mesh. 

The discharge is connected through an inverted siphon toa rectangular 
overflow box of concrete, placed at one end of the cell. The box has an 
inlet and an outlet compartment separated by’a movable wood dam, the 
height of which controls the level of solution in the cell. The interior 
of the cell and overflow box is lined with asphalt enamel, to prevent 


Fig. 4.—SET OF EIGHTEEN ANODES, 


penetration of the concrete by the solution, and consequent electrolytic 
corrosion of the reinforcement. 

The anode and cathode busbars are supported on the cell body as 
shown. Each bar is of copper 114 by 4 in. in cross-section, and runs the 
full length of the cell. The anode busbar rests on insulating blocks on 
the rim of the cell at one side, it has no rigid attachment to the cell body, 
but is an extension of the cathode busbar of the adjoining cell, which is 
bolted to the cell. 


a 


The anode hangs in the cell, supported by its lugs, one of which rests 
on a block of hard rubber on the rim of the cell and the other on the anode 
busbar. ‘The busbar carries on its upper face a single sharp rib, which 
cuts into the soft metal of the anode lug and makes a connection of low 
electrical resistance. Each cell holds eighteen anodes, spaced 3 in. 
center to center. 

The cathode, with the diaphragm and supporting frame, form a 
separate unit, which is described later. The cathodes are supported in 
the cell at 3-in. centers. The lower corners of the frames rest on hori- 
zontal ledges formed in the body of the cell, and the spacing of the frames 
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Fig. 5.—ELEcCTROLYTIC CELL. 


is maintained by notched wooden strips attached to the inner walls of 
the cell, as illustrated. A copper busbar, mounted on’ the upper edge of 
the cathode sheet, projects at one corner of the sheet and is bolted and 
soldered to an insulated copper strap, which passes under the anode 
busbar and is attached to the cathode busbar. The latter is supported 
on insulators bolted to the side of the cell, as shown. 

When a cathode is removed, the soldered and bolted joint is easily 
broken and remade by the use of a tool that short-circuits the cathode to 
an anode in an adjoining cell, thus heating the joint sufficiently to melt 
the solder. Each cell contains seventeen cathodes, leaving the outer 
face of each end anode inactive. 
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Fig, 6.—ELECTROLYTIC CELL, SHOWING CATHOLYTE DISCHARGE AND OVERFLOW BOX. 
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The entire forty-eight cells are connected in series. Current enters 
the cell room by a line of copper busbar 114 by 4 in. in cross-section and 
25 ft. long, from generator switchboard to cell A-1. A jumper-bar on 
each cell short-circuits the anode and cathode busbars, thus cutting the 
cell out of the circuit when desired for any purpose. 

The cell illustrated and described is the original design and the one 
now inuse. Certain defects and weaknesses have been recognized in the 


Fig. 8.—CaTHODE FRAME AND DIAPHRAGM. 


design, and their remedies have been worked out. These changes will 
be embodied in any new cells constructed, however, the general design 
has been found highly satisfactory and well adapted to the process. 


CATHODE FRAME AND DIAPHRAGM 


The Sperry process is essentially a diaphragm process. The formation 
of carbonates of lead, and of other metallic salts, in a manner similar to 
that in this process is possible in a one-solution cell, without the use of 
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any diaphragm, but the continuous production of basic carbonate of 
lead of uniform composition, in commercial quantities, is the thing that 
has been made possible by Sperry. This has been accomplished by the 
application of the diaphragm type of cell using two distinct solutions. 

To anyone familiar with electrolytic processes, the subject of dia- 
phragms is common, and, to those familiar with diaphragms, rather 
unpleasant. Many successful laboratory processes dependent on a dia- 
phragm cell have failed commercially because of the lack of suitable 
diaphragm material, which performed the functions of a diaphragm and 
was at once durable and cheap. 

In a diaphragm-type electrolytic cell, the anode and cathode are 
placed in separate compartments in the cell and are surrounded by solu- 
tions of different characters and compositions. The two compartments 
are separated by a diaphragm having a degree of porosity suited to the 
requirements of the operation being carried on. Economy of construction 
and operation require that the following conditions be fulfilled: 

The anode and cathode must be parallel and as close together 
as possible. 

The diaphragm must lie directly between the anode and cathode, must 
be as thin as possible, and must offer as little resistance as possible to 
the passage of the electric current. The diaphragm support must be 
tight and allow no leakage or intercommunication between the two 
compartments or solutions, except through the pores of the diaphragm. 
There must be between the anode and cathode no inert obstructions 
that will have the effect of reducing the effective area of the electrodes. 
There must be between the two electrodes no active conducting material 
that can act as an extension of either electrode and thus cause a local 
reduction of the spacing. 

The diaphragm must not be in electrical contact with either the 
anode or cathode. 

A free and uniform circulation of solution about both electrodes 
must be maintained, and provision must be made for the escape of gas 
generated at either electrode, without causing frothing or boiling over 
of the electrolyte. 

There must be no obstruction that will allow the accumulation of 
solid matter from either solution between the electrodes. 

It is evident that the comparatively thin flexible material used for 
diaphragm, is incapable of supporting itself in a perfectly flat form over 
a wide area, and that a slight difference of pressure on opposite sides 
will bring it into direct contact with one of the electrodes. A supporting 
frame for the diaphragm that fulfills the other necessary conditions, 
is therefore required. 

A great variety of materials have been tried for diaphragms for the 
Sperry process, and a number have been found entirely suitable from a 
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Fia. 9.—CoNSTRUCTION OF CATHODE FRAME AND DIAPHRAGM, 


phragms were made of parchment paper. 


This was replaced by cotton 


uric acid. 
, tightly woven, and similar to the material 


duck, parchmentized by immersion in sulf 
phragm is a heavy linen duck 


used for water bags. 


The present dia- 
ragm cell using the 


The present form of cathode frame is shown in Figs. 8 and 9. The 


essential feature is the forming of a water-tight diaph 
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diaphragm material alone, and eliminating all bolts and similar fastenings 
below the solution level. The frame structure then becomes merely a 
support, and the loosening of its joints or deterioration of its material 
will have no effect on the tightness of the diaphragm. 

The diaphragm material is formed into a flat bag or envelope by 
stitching. The cathode sheet is fitted with edge strips of non-conducting 
material and is slipped into the envelope, which is made of the proper 
size to fit snugly over the cathode without undue tension, such as might 
increase its porosity. The depth of the envelope is slightly greater than 
the length of the cathode sheet, to allow space at the bottom for the 
distribution of the incoming catholyte, and also for accumulation 
of sediment. 


Fie, 10.—Moore FILter. 


The two faces of the diaphragm are supported by a grid of vertical 
stayrods of non-conducting material attached to the frame at the top 
and bottom. The thickness and spacing of these stayrods is such that 
even when resting against the anode the normal bulge of the diaphragm 
between rods will not bring it into contact with the anode surface. The 
design of diaphragm supports has received much attention, and buttons, 
grids, and networks of various materials and designs have been tried 
and discarded. The present form of stayrod is merely a 0.34-in. brass 
rod inserted into a 3¢-in. hard-rubber pipe. 


Cathode Frame Details 


The diaphragm envelope is formed by stitching two sheets of linen 
together on three sides, leaving the top open. A stirrup of linen, open at 
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both ends, is stitched to the bottom edge to receive the bottom bar of 
the frame. ‘The linen at the top of the frame extends above the solution 
levels and is subjected to alternate wetting and drying, and concentra- 
tion of solution by evaporation, which soon rots the fabric; this portion 
is therefore protected by heavy rubberized cloth which is stitched to 
the linen. 

The cathode sheet is of 16 gage steel plate and carries two edge 
strips, consisting of 14-in. hard-rubber pipe slit along one side and fitted 
over the edge of the sheet. The side bars of the frame consist of 34-in. 
hard-rubber pipe, slotted out on one side to leave about three quarters of 
the circumference intact. They are slipped over the edge strips of the 
cathode sheet with the diaphragm between the two. ‘The side bar 
partly encloses the edge strip and is thus supported throughout its length. 

The bottom bar is of paraffined maple, it is inserted in the stirrup 
on the bottom edge of the envelope, and its ends fit into the ends of the 
side bars, locking the corners of the frame. 

The stayrods are U-shape and pass down one face of the diaphragm, 
through holes in the bottom bar, and up the opposite face. The upper 
ends are clamped under a metal strip bolted across the top of the frame. 
This strip closes the entire top of the envelope. 

The catholyte overflow is a small steel spout welded to the upper 
corner of the cathode sheet. The sides of the spout are high and the 
opening into the frame is large, to allow the escape of hydrogen without 
overflow of froth. Catholyte is supplied to the frame through a 14-in. 
thin-walled hard-rubber tube, which enters at the upper corner and 
extends to the bottom corner, diagonally opposite to the overflow and 
below the lower edge of the cathode sheet. 

The hard-rubber parts of this frame are cut from standard hard- 
rubber pipe, except a small corner piece. They are interchangeable 
and can be removed and replaced quickly when renewing the diaphragm. 


Circulation of Solutions 


The two electrolytes, anolyte and catholyte, enter and leave the cell 
and are circulated throughout the plant in two separate systems. No 
contact or mixing of the two solutions occurs except through the dia- 
phragm between the anode and cathode. 

In the operation of the plant it is convenient, at times, to add small 
amounts of catholyte to anolyte, or vice-versa, to control the concentra- 
tion of solutions and to maintain a proper distribution of volumes. 
Proper connections for this interchange are provided, otherwise the 
piping systems are distinct. 

Clear anolyte is supplied to the cell room by a single centrifugal pump, 
of 800 gal. per min. capacity, and is distributed to each cell through 
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a system of hard-rubber pipe and fittings and soft-rubber hose, supported 
below the operating floor. This piping system was originally of brass, 
but current leakage and electrolytic corrosion in all parts led to the sub- 
stitution of rubber. Long lengths of hard-rubber pipe are avoided; 
fittings with nipples are used, and these are connected with lines of pure 
gum hose. This has proved to be a very satisfactory and flexible system. 

Anolyte is supplied to the cell through a 114-in. manifold distributor 
of hard rubber, supported on blocks that rest upon the tops of the 
cathodes, as illustrated. The solution enters at one end and discharges 
through eighteen short nipples on each side of the distributor. Short 
rubber tubes attached to the nipples hang down between the cathode 
sheets to deliver the solution without splashing. The rate of flow to the 
cell is from 16 to 18 gal. per min. 

The feed manifold must be removed before the anodes or cathodes 
can be taken from the cell. Being of rubber, it is light and easily handled 
and the flexible hose connection allows it to be moved about freely. 

The anolyte, carrying the white lead in suspension, leaves through 
the base of the cell, rises through the inverted siphon, and overflows the 
dam in the overflow box. The level of the anolyte in the cell is main- 
tained as high as possible, to secure maximum immersion of anodes. 
The overflow lip discharges into the box with the normal discharge, but 
is used only as a safeguard, as maximum volume of discharge through the 
bottom is necessary to prevent settling and accumulation of white lead 
in the cell. 

A \-in. low-pressure air connection enters the discharge line at its 
lowest point, this is used as an air-lift in cleaning the cell. 

From the discharge side of the overflow box on the cell, the anolyte 
and white lead flow through a rubber hose to a system of rubber-lined 
launders, below the operating floor, and leading to a sump. In entering 
the sump, the combined discharge from all cells flows through a 100-mesh 
copper screen, to remove any foreign material that might fall into the 
cell and later cause trouble in the pumps. From the sump the anolyte, 
carrying approximately 0.5 per cent. white lead in suspension, is pumped 
to the thickener. This is a standard Dorr thickener 25 ft. in diameter 
and 10 ft. deep, with lead-covered steel mechanism and bronze rakes, 
the tank is of concrete lined with asphaltum enamel. 

The white lead settles rapidly and is normally thickened to 20 per 
cent. solids. The thickened pulp is drawn from the thickener by a 
standard Dorreo pump and delivered to a 7500-gal. concrete tank for 
storage prior to filtration. A small amount of settling and further 
thickening occurs in this tank upon long standing; the final pulp contains 
approximately 30 per cent. solids. The clear anolyte overflow from the 
Dorr thickener flows to the anolyte feed sump and is pumped back to the 
cell room. In warm weather the anolyte requires cooling, this is 
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done in a copper-tube heat interchanger, using city water as a 
cooling medium. 

The normal volume of anolyte carried in the plant is 70,000 gal. The 
anolyte enters and leaves the cell at the same chemical composition, and 
there is no decomposition or fouling of the solution in the process. 
Changes in volume, due to leakage, evaporation, and the decomposition 
of water, are made up by addition of fresh water through the washing 
cycle at the filter and returned to the anolyte with the filtrate. 

Catholyte is delivered to the cell room by gravity pressure from a 
10,000-gal. tank, having a constant-head overflow, which maintains a 
pressure of approximately 12 in. of water at the point of delivery to the 
cell. It is distributed to the cells through a system of rubber hose and 
piping similar to that carrying the anolyte. At each cell is a 34-in. 
rubber manifold, supported on insulating blocks on the side of the cell, 
as illustrated. This manifold has seventeen 14-in. outlet nipples, and 
each nipple is connected by a soft-rubber hose 18 in. long to the feed 
tube of a cathode frame. 

The catholyte is discharged from the frame through a spout and flows 
through a shallow launder in the cell body to a discharge pipe at one 
corner of the cell. A short length of hose delivers the stream to a rubber- 
lined launder running the length of the cell room, beside each row of 
cells. The launders deliver to a common discharge line of iron pipe 
leading toasump. The rate of circulation of catholyte is approximately 
3.5 gal. per min. per cell. 

The catholyte discharge system was first made of iron and later of 
rubber piping and hose. The present combination of open spout dis- 
charge on the frame and open launders leading from the cells was adopted 
to eliminate difficulties caused by entrained hydrogen, which produced 
gas pockets in the lines and consequent overflows. 

The spent catholyte discharged from the cell room is pumped from the 
sump to the carbonating towers, where it is restored to its original 
composition and is returned to the catholyte feed tank by a 250 gal. 
centrifugal pump. 


Carbonating System 


The catholyte is carbonated by passing down in a shower through 
towers against a rising stream of carbon dioxide. There are three towers 
of standard type; each consists of a concrete shaft 8 by 8 by 2114 ft. high, 
inside, lined with steel. The base forms a sump, a 10-ft. section of the 
upper shaft is packed with a standard tower filling of vitrified tile. The 
catholyte is introduced at the top in a series of gutters with notched 
edges, and showers downward through the filling. Solution to the 
depth of 24 in. is kept in the base of the tower at all times. The bases 
of the three towers are connected through a common discharge line lead- 
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ing to a steel overflow box. This box is divided by a dam, with an 
adjustable weir and screen, over which the carbonated solution flows 
and returns to the system. 

Carbon dioxide is produced by burning coke in a deep bed in the 
firebox of a 35-hp. locomotive-type boiler, which operates as a suction gas 
producer. The gas is drawn from the stack 6f the coke boiler through a 
wet cyclone collector, which acts as a cooler and removes dust, soot, and 
traces of SO». It then rises through tile-filled towers, duplicates of the 
carbonating towers, where any remaining moisture or dust is collected, 
and then enters the fan. The fan is a 500 cu. ft. centrifugal compressor 
with a maximum pressure of 2 lb., it delivers gas to the three 
towers simultaneously. 

The gas enters the tower under a perforated steel plate covering 
the bottom of the tower base, rises through the solution, and through the 
tile-filled portion of the tower, to be discharged to the atmosphere. The 
gas secured is clean, but a certain amount of COs is dissolved out by 
repeated washing; the gas averages 12 per cent. COz by volume. A 
carbon dioxide recorder is used for control. 


FILTER 


The white lead from the thickener is filtered and washed on a Moore 
filter, using four counter-current washes and one final wash with hot 
water. The primary requirements of the filtering operation are that the 
white lead be washed entirely free of all soluble salts remaining from the 
anolyte, and that this washing be under control at all times. It is also 
desirable, from the standpoint of economy, to secure as complete a 
recovery of these salts as possible and to deliver a cake of low moisture 
content to facilitate rapid drying. b 

The Moore filter was adopted for the original plant as it fulfilled the 
first requirements. Considerable experimental work has since been 
done on other types of filters, both intermittent and continuous, but none 
offers any substantial advantage over the Moore type, though the present 
equipment could be greatly improved and simplified mechanically. 
A general view of the Moore filter is shown in Fig. 10. 

The present installation consists of a series of seven rectangular con- 
crete tanks 7 by 7 by 714 ft. deep, over which the filter frames, or 
“baskets,” are handled by a 4-ton, electric, monorail hoist. The basket 
has six leaves, each 5 by 6 ft. quilted in the usual manner and using fluted 
wood inserts. The supporting structure of the basket is made entirely 
of wood and brass, to prevent contamination of the product. Vacuum 
pumps, receivers, piping and hose connections follow the standard 
arrangement for filters of this type. Provision is made for operating 
four baskets simultaneously, though normal operation requires but two 
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Each tank is equipped with a grid of perforated pipes in the bottom, 
for agitation, a small blower supplies air at 5 Ib. pressure to all tanks. 
Wash water is heated to 125° F. by steam mixing valves, as it is delivered 
to the tanks. A normal vacuum of 20 to 26 in. is carried on the line, 
representing about 14-in. vacuum at the filter basket. ' 

The normal pulp drawn from storage, following the thickener, contains 
70 per cent. anolyte solution and 30 per cent. white lead. A cake 2 in. 
thick, weighing approximately 4000 lb. (dry basis) is built from this 
pulp in 20 min. 

The four counter-current washes, of 600 gal. each, build up to proper 
strength for return to the anolyte system in the washing cycle; the final 
wash of approximately 5000 gal. of pure water at 125° F. goes to waste. 
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The length of the final wash on each cake is determined by sampling 
and titrating, at regular intervals, the wash water discharged from the 
vacuum receiver. Washing is continued until the soluble salt content 
of the discharge falls below a certain fixed minimum, the cake is then 
discharged into a small bin, from which it is elevated to a larger bin for 
storage preparatory to drying. 

The normal washed cake discharged from the filter contains approxi- 
mately 45 per cent. water. Because of the fineness and uniformity of the 
white lead, the cake at this moisture content is quite firm, and can be 
handled by a screw machine and inclined belt-and-bucket elevator. 


DRYER 
The washed pulp from the filter is stored in a rectangular wooden 
bin with two hopper-bottom discharge openings. Under each discharge 
opening is a ribbon machine, or spreader. The spreader resembles a 
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brick machine and consists of two parallel horizontal feed screws, 
which receive the pulp from above and force it out horizontally through 
a nozzle in the form of a flat ribbon, 2 in. thick and 22 in. wide. A 
sprocket and chain conveyor passes under the spreader nozzle. The 
dryer trays are placed end to end on this conveyor and carried under the 
nozzle; each receives a layer of pulp covering its entire surface. As 
the trays emerge from under the nozzle, they are lifted by hand and 
placed in tiers on the dryer cars. The dryer tray consists of a flat sheet 
of aluminum }¢-in. thick, 22 by 36-in., perforated with 3/¢-in. holes and 
surrounded by a rim 34-in. high of rolled aluminum shapes, riveted to 
the sheet. 

The dryer cars are of steel, of standard pattern, 314 by 5 by 534 ft. 
high. Lach car has rack space for twenty trays in two, tiers of ten trays 
each, spaced 5 in. apart. 

The dryer consists of two parallel brick tunnels each 4 by 6 ft. in 
cross-section, inside, and 250 ft. in length. A 30-in. gage track passes 
through each tunnel and a single return track on the outside serves 
both tunnels. The tunnel tracks and the return track are connected 
through three turn tables at each end of the tunnels. One tunnel is 
equipped with an endless chain car-haul, running its entire length between 
the rails, the chain carries dogs which engage each car. The other 
tunnel has a friction winch and cable for advancing the cars. The 
tunnels are closed by steel doors at both ends. 

The two tunnels are operated in parallel. The cars advance against 
a stream of hot air forced into both tunnels simultaneously at the car 
outlet end. The air is supplied by a single 48-in. Sirocco fan, which 
draws air from the outside through a spray washer and forces it through 
two banks of heating coils to the ducts entering the tunnels. The coils 
are heated by steam at 90 lb. pressure. 

The air enters the car outlet end of the tunnel at 120° C. and leaves 
the opposite end at 60° C. and approximately 70 per cent. relative humid- 
ity. Recording thermometers and hygrometers allow good control of 
dryer conditions. The white lead pulp enters the dryer at 45 per cent. 
moisture and is discharged at approximately 0.20 per cent. The allow- 
able limit of moisture content is 0.50 per cent. Passage through the 
dryer requires about 16 hours. 

The dried product is discharged by removing the trays by hand and 
dumping the white lead into the boot of a belt-and-bucket elevator, 
which delivers it to a wooden bin of 20 tons capacity, for storage. Hach 
car is sampled before dumping, the appearance and “‘feel”’ of the dried 
white lead is a reliable indication of its moisture content. This is 
checked by a laboratory determination of moisture for each shift. 

At the dryer discharge, the material closely resembles lump starch in 
appearance and texture; it is “bone dry” and falls to a fine powder under 


slight pressure of the fingers. The preparation of this material for 
barrelling involves merely the crushing of these soft lumps. No true 
grinding, in the sense of the reduction of the size of particle, is required. 
The particle size is determined in the initial formation of the product in 
the cell and remains unchanged through subsequent operations. 

As stated, the equipment for handling the product in the present 
plant has been selected for the quality of the work done and the control 
afforded, and does not represent the most efficient and economical equip- 
ment for the purpose. This is particularly true of the drying operation. 
The tunnel dryer, using trucks and trays, is a standard machine and 
affords a complete control of conditions affecting the final product. The 
product is, therefore, safe and a good opportunity is given for studying 
the peculiar requirements of the material being handled; however, the 
tunnel using a single pass of air heated with high pressure steam has a 
high operating and repair cost and a very low overall operating efficiency. 
The drying characteristics of electrolytic white lead are now understood 
and extensions of the plant will include continuous automatic drying 
equipment adapted to the material. 
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PULVERIZING AND BARRELING 


From the storage bin, the dried white lead is delivered to a three roller 
Raymond mill with standard air separation system, this delivers an air- 
floated product, entirely free from lumps, for packing. The pulverized 
product is delivered to a standard heavy-duty barrel packer and packed 
in barrels for shipment. The standard shipping package is a wooden 
flour barrel with tongue and groove staves, four wood and four wire 
hoops. No liner is used. This barrel holds 600 lb. of dry white lead. 


ANODE SLIME PRODUCTION AND RECOVERY 


Lead of practically any composition may be used for anodes in this 
process without affecting the purity or quality of the white lead produced. 
The metals, other than lead, in the anode are recovered in the form of a 
slime, which adheres to the anode surface and is recovered by removing 
the anodes at regular intervals and scouring the surface clean. The 
frequency of removal is determined by the amount of slime-forming 
material present, and is based on two considerations—the increase of 
internal resistance of the cell and consequent power loss with accumula- 
tion of slime, and the insoluble-anode action of a slime-coated anode, 
resulting in the decomposition of sodium acetate. The present plant 
uses the desilverized common lead regularly produced by the Interna- 
tional Lead Refining Co. The average composition is as follows: 
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The lead in the slime is present largely in the form of white lead, held 
mechanically by the slime, the remainder as metallic sponge, scoured 
from the surface of the anode by the washing operation. 

An interesting point is the presence of a small amount of lead sulfate 
in the slime, though none appears in the white lead. The only source of 
sulfur in the process is from traces of SO: in the CO, used for carbonation 
of the catholyte. This appears to migrate to the anode, where it is 
oxidized, precipitated and removed with the slime, thus protecting the 
white lead from contamination. All other metals in the slime appear to 
be in the form of metallic sponge. The slime is dark gray, extremely 
fine, and adheres to the anode as a smooth coating. The rate of pro- 
duction of slime is approximately 250 Ib. per 24 hr. 

Each set of anodes is removed and washed at 12-hr.intervals. The 
eighteen anodes are picked up, as shown in Fig. 4, and lowered into a 
wash tank through a grid of spray pipes and stiff bristle brushes, which 
scour and wash the anode surface bright and clean. The water used for 
this purpose is the discard from the Moore filter, which contains traces of 
sodium salts and serves to precipitate any soluble lead in the slime. The 
slime from all wash tanks is pumped to settling tanks, from which 
it is removed periodically and disposed of for its lead, silver, and 
bismuth content. 

The washing operation requires 10 min. per cell, which is time lost, 
but gives an opportunity for regular inspection of the cell and cathode 
frames, cleaning of contacts, etc., which helps to keep the cell in uniformly 


good operating condition. 


ELECTRICAL EQUIPMENT 


Electric power is purchased from a local company. All power used 
at the white lead plant, as well as the refinery and other departments 
located on the same property, enters on one line and is distributed 
through the substation at the white lead plant. The incoming power is 
all transformed from 11,000 to 2200 volts, and a portion is further 
stepped-down to 440 volts for distribution. 
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All operating units in the plant have individual motor drive. The 
dryer fan and Raymond mill are driven by 2200-volt a.c. motors, all 
other motors are 440-volt, a.c. Monorail hoists in the cell room and at 
the Moore filter are operated by direct current at 250 volts. Direct 
current for electrolysis is supplied at 170 volts. 

The substation equipment consists of the transformers and switch- 
board equipment for distribution of all power, the motor-generator set 
for supplying power to the cells, and a small motor-generator set for 
furnishing 250-volt direct current to the hoists. The generator for 
supplying power to the cells is a General Electric type M. P. C., 8-875-514, 
Form L, designed for 3600 amp. at 240 volts and a speed of 514 r.p.m. 
This is direct-connected to a General Electric synchronous motor, Type 
A-T-1, 2200 volts, 328 amp., 60 cycles, 1250 hp. The small motor- 
generator set consists of a 250-volt, 25-kw., d.c., generator direct 
connected to a 35 hp. motor, Type KT, 440 volts, 412 amp. Air for 
cooling the motor generators and transformers is drawn from the outside 
through a spray washer and cooler and forced down upon the machine 
through piping suspended from above. 


BotteR House 


Steam at 90 lb. pressure for heating the dryer, heating water at the 
Moore filter and for heating buildings in winter, is supplied by two 60 
hp. and one 150-hp. locomotive-type boilers. The 35-hp. boiler used as a 
producer for carbon dioxide is also connected to the main steam line. 


FLtow SHEET AND OPERATING DaTA 


A general operating flow sheet of the plant is shown in Fig. 11. Mis- 
cellaneous operating data are tabulated below: 


Neweanode weleht,)O UNOS -e irr cee cen ee 250.00 
SGrap anode weleshii, DOUNCS aes sslranniten taste eet ee 75.00 
Time of corrosion, hours. ts. 0 aude < sree eae eee 85.00 
Cell voltage: W. 200k Uke «Rus OF, So ee 3.50 
Current density, amperes per square foot.................... 29.60 
Current; efficiency,.. per. cents5s sh cfict stvardevien Genk eel aeons O70 

Anolyte temperature, depress. O., .. ss ate said aes 40.0 

Thickener feed, per cent. solids... .4...saeeeenuente fee. oe eee 0.50 
Thickened ‘pulp, per ‘cent. solids... nyc ee ee eee 30.00 
Washed. filter cake, per-gent. colds. a) eee ee re eee 55.00 
Dried product, per cent; moisture: ...5 ae eee ee 0.20 
Dryer temperature, maximum, degrees C.................... 120.00 


CHARACTERISTIC OF PrRopuct 


The outstanding characteristics of the white lead produced by the 
electrolytic process are exceptional purity and uniformity, extreme 
fineness of grain, and brilliant whiteness. 
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Basic lead carbonate has the formula 2 PbCO; Pb (OH)s, representing 
the following percentage composition. 


Pbh@Osper conta. . cc. 2.2 «sees G8090 87 Lotale Pb pericentay. tq. weccts. 4 80.14 
EDLOT es. DOF GENE... 4x01 cus scn BLe10 Total COs ner cent. oo tos ks kee 11.35 


Normal lead carbonate, hydrate, and basic lead carbonate have 
distinctly different physical properties; the normal carbonate is crystalline 
and the hydrate amorphous, while the basic carbonate, though crystalline 
under the microscope, possesses certain peculiar properties that cause it to 
work well as a pigment. Both normal lead carbonate and lead hydrate 
are unsuitable for use as pigments. Commercial white leads contain 
various mixtures of normal carbonate and hydrate with the basic 
carbonate, approaching the theoretical composition of basic carbonate 
as a mean, but varying from it considerably in physical characteristics. 

The electrolytic process furnishes an exact control of chemical com- 
position and yields a pure basic carbonate free from contamination by 
other lead compounds or by other metals contained in the original lead. 
The soluble salts from the electrolyte are easily removed by washing, 
and their neutral or alkaline character insures a product free from 
acidity or soluble lead. The particle size is that obtained by precipita- 
tion, and is much finer and more uniform than would be obtainable 
by grinding. 


CoLor 


The product is a brilliant white, this is the result of both purity and 
fineness. This property is of importance in a pigment, not only in 
yielding a white paint of great beauty but in its effect on other colors with 
which the pigment is combined in mixed paints. 

The control of color of product in the electrolytic process lies almost 
entirely in simple protection against dirt. The color of the normal 
electrolytic white lead is very little affected by irregularities in operation, 
such as would affect the CO2 content of the product, as both lead hydrate 
and lead carbonate are white compounds. It is possible, however, under 
very irregular conditions, such as the complete interruption of circula- 
tion in a cell, to form lead oxides, that are highly colored and will throw 
the entire product “off color.’ This represents an unusual condition 
and would be accompanied by other effects still more noticeable. 

Extremely small amounts of foreign matter have a noticeable effect 
on the color and, once in, their removal is practically impossible. Purity 
of color is a much better indication of freedom from such contamination 
than any chemical analysis. hie 

The plant includes no operation calculated to remove contamination 
from the cell-room product. The white lead is protected by proper 
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selection of the materials with which it comes into contact, and by the 
covering of all tanks and bins to exclude dust. 

A series of samples of the white lead, one representing its entrance 
to each stage of the operation, is taken every 24 hr. Each sample is 
compared with a standard and any color irregularity is easily detected 
and checked. 

The final barrelled product is sampled as it is packed. A color 
analysis is made on each day’s production, using the Pfund Colorimeter. 
A standard is run simultaneously with each sample. This furnishes a 
complete color record of all production and insures a uniform 
shipping standard. 


Hipine PowrErR 


Due to its extreme fineness and uniformity, electrolytic white lead 
produces a paint that may be brushed out very thin, forming a film that 
dries hard and possesses the same opacity and hiding power as much 
thicker coats of paint made from coarser, less uniform pigments. 

These characteristics mark the product, and the process that produces 
it, as noteworthy advances in a field that constitutes one of the principal 
industrial applications of lead. 
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Lead Smelting in Utah 


By B. L. Sacxerr,* Carros BARDWELL, t Simon eg t anv N. H. Jensen, § 
Toon, Uran 


(Salt Lake City Meeting, Septennbor 1995) 


Leap smelting has been an important industry in Utah for many 
years. ‘The first lead smelting was done, over 60 years ago, at the Rollins 
mine in Beaver County, by burning heaps consisting of alternate layers . 
of wood and high-grade carbonate ore. The lead thus obtained was 
molded into bullets. With the development of the mines, the problem 
of cheaper handling of the ore became important. The only outlet for 
this ore was Swansea or the Atlantic Coast but to ship to either cost 
$150 per ton or more for treatment and handling. 

From 1864 to 1871, experimenting was done with blast, Scotch hearth, 
and reverberatory furnaces, with the blast furnace surviving as the 
standard plant. The first crude furnaces were circular or hexagonal in 
shape, and were made of adobe and stone, which quickly burned out. 
They were small, about 214 ft. in diameter, and smelted from 3 to 10 tons 
in 24 hr. The metal had to be tapped from the bottom of the crucible, 
necessitating a shut down of the furnace during this process. This pro- 
cedure caused salamanders to form around the tap hole when the furnace 
was started again, which frequently resulted in freezing. The campaign 
lasted until a tap of bullion was made. The first successful plant of the 
crude stone type was operated in 1870. 

From 1870 to 1872, there was a smelter building craze in the state. 
During that period, about 20 furnaces were built, chiefly near the mines, 
and their operation was limited and sporadic. The work was then placed 
in the hands of trained metallurgists, who standardized on the rectangular 
form of furnace. In 1871, Daggett, at the Winnamuck mine in Bingham, 
installed water-jackets around the smelting zone of the furnaces. These 
furnaces were circular; the diameter at the tuyere line was 3 ft. 6 in. and 
at the charge floor 5 ft.3 in. The height from tuyere line to charge floor 
was 14 ft., height of tuyere line above top of crucible was 3 ft.8 in. Fur- 
nace Enc was about 14 tons per day, with a campaign of about 16 
days. Cost of smelting was about $44 per ton. The ores making the 
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charge mixture were bedded on the feed floor of the furnace, as was the 
common practice at that time. The siphon lead well was invented almost 
simultaneously at Eureka, Nev., and at the Sultana smelter in American 
Fork canyon; credit for the invention has gone to Arents at the Eureka 
smelter. This well permitted a continuous furnace operation. 

Although many oxidized ores high in iron were treated, these isolated 
plants had to get some hematite, for flux, from Wyoming, ata cost of 
about $25 a ton. The fuel was entirely charcoal, made by burning avail- 
able woods; this resulted in so poor a quality that some plants secured 
their supply of fuel from Sierra Nevada burners. By either plan, the 
fuel cost from $22 to $25 a ton. 

Centralization of operations started at this time with the building, 
in 1872 at Murray, of the Germania plant; at first this was only a refinery, 
the lead stacks being added two years later. Other custom plants were 
also in operation in the Salt Lake valley. The Germania plant con- 
sisted of one reverberatory furnace for roasting ores and matte or slagging 
flue dust, three shaft smelting furnaces, three softening and refining fur- 
naces, seven pots for desilverization of lead by zine, six zine distillation 
furnaces, and three English cupel furnaces; it was rated among the most 
important metallurgical plants in the West. 

Some of the plants made matte, others did not. Where matte was 
made, it was either heap-roasted or roasted in hand-rabbled reverbera- 
tory furnaces. Most of the roasting showed a slight loss in lead and but 
slight lowering of sulfur. Flues from the roasting furnaces were divided 
into compartments to effect a dust saving; the compartments had open- 
ings through which the dust could be hoed. Here also was the forerunner 
of the baghouse, as some of the plants suspended battens or filters of 
cotton or wool cloth in the flue compartments. 

In the next few years, larger plants were installed. At one of the 
valley custom plants, furnaces built in 1877 were 3 by 3 ft. 6 in. at tuyeres 
and 34 ft. high, and had a capacity of 35 to 40 tons of smelting mixture 
in24hr. By this time Pennsylvania coke was largely being used, it being 
a better fuel at about the same cost as charcoal. The length of a run 
was about 4 months. The charge varied from 13 to 22 per cent. lead, 
the slag contained from 40 to 45 per cent. ferrous oxide, from 28 to 33 
per cent. silica, and 15 to 20 per cent. lime. Matte, flue dust, and 
speiss were roasted either in heaps or in reverberatory roasting furnaces, 
and retreated. 

Practice remained virtually unchanged until the late 80’s, when 
increasing amounts of sulfide ores were mined. For some years during 
the late 80’s a large part of the mine output was shipped out of the state 
for treatment. This brought on an intensive study of the roasting prob- 
lem. Briquetting of fine material came into practice. The Bruckner, 
or cylinder, type of roaster came into common use, it being supplemented 
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by heap or reverberatory roasting. A number of mechanical roasters 
were tried during this period. 

By 1900, when new and larger plants were built, the Huntington and 
Heberlein pots using air blast were used for roasting and sintering. 
Adoption of mechanical equipment throughout the smelting plants 
was established to a greater degree to perfnit cheaper handling of 
larger tonnages. 

With the increase in fine materials and the handling of greater quan- 
tities of sulfide ores, the fume problem was presented and in the next few 
years after 1902 the smoke problem became more acute. That problem 
was met by the baghouse, of which the first was built in 1906 and put in 
operation the next year. Diffusion of gases through use of higher stacks 
was also started. Briquetting continued the practice to care for the 
fine material. 

The last period, from 1910 to the present, saw the development of 
Dwight-Lloyd machines for roasting and sintering, which greatly bettered 
roasting practice, making a porous sinter for the blast furnaces. During 
this period, also, came the Cottrell electrical precipitator for the recovery 
of flue dust and fume under conditions where baghouses were impractical. 
In the handling of ores came the bin system and the use of electrically 
operated, drop-bottom, charge cars drawing the various constituents of 
the charge from different bins. 


PRESENT Day SMELTING PLANTS 


There are at present three lead-smelting plants in Utah, all within a 
radius of 35 miles of Salt Lake City. 


American Smelting & Refining Co. 


The largest lead-smelting plant operated by this company is located 
at Murray, Utah, 7 miles south of Salt Lake City. Operations were 
started in August, 1901. The roasting and smelting equipment consists 
of seven standard Dwight-Lloyd sintering machines, six Wedge and five 
Godfrey roasting furnaces, and eight blast furnaces with lead drossing 
plant. The plant is also equipped with adequate, modern flue systems, 
baghouses, and Cottrell treaters for recovery of flue dust and fume. 


United States Smelting, Refining & Mining Co. 


This company’s plant is located at Midvale, Utah, 12 miles south of 
Salt Lake City. Operations were started in November, 1902, when one 
copper furnace was blown in. The first lead furnace was blown in the 
latter part of January, 1905. The roasting and smelting equipment 
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consists of six standard Dwight-Lloyd sintering machines, five Wedge and 
one McDougall roasting furnaces, and seven blast furnaces, with lead 
drossing plant. In addition, there are three Brunton arsenic furnaces 
and two arsenic refining furnaces. The plant is equipped with large flue 
system and baghouses for recovery of fume and flue dust. 


International Smelting Co. 


The lead plant operated by this company is located near the Salt Lake- 
Los Angeles line of the Union Pacific R.R., 35 miles southwest of Salt Lake 
City. It is connected to the Union Pacific by 6 miles of its own track. 
This plant was blown in as a copper reverberatory smelter in August, 
1910. Lead-smelting operations were started in February, 1912. The 
lead-roasting and smelting equipment consists of ten standard Dwight- 
Lloyd sintering machines, eleven McDougall roasting furnaces, and five 
blast furnaces, with lead drossing plant. Ample flue systems, baghouses 
and Cottrell precipitators are provided for fume and flue dust recovery. 


PREROASTING 


Types, Sizes, and Capacities of Preroasters 


Preroasting is being done in Utah lead smelters in McDougall, Wedge, 
and Godfrey roasting furnaces. The McDougall roasters are six-hearth, 
16-ft. furnaces treating 40 to 80 tons of wet feed per 24 hr. and eliminating 
sulfur from 32 to 35 per cent. in the feed, to 11 to 17.5 per cent. in the 
calcine, the greater sulfur elimination accompanying the lower tonnage. 
The Wedge roasters are eight-hearth 21-ft. furnaces with the top hearth 
as a drying hearth. These furnaces treat 80-115 tons wet feed per 24 hr. 
with about the same sulfur elimination as in the McDougall roasters. 
The Godfrey furnaces are single-hearth, 25-ft. diameter roasters. The 
hearth revolves and the rabbles are stationary. The furnaces treat 20-25 
tons of feed per day. ‘The sulfur elimination is from 33 per cent. sulfur 
in the feed to 12 per cent. sulfur in the calcine. 

The rabble arms in McDougall furnaces are water-cooled. The 
Wedge furnace arms are water-cooled, except in two instances where air 
is used for cooling. The air cooling used in the later type Wedge furnaces 
is working very satisfactorily. 


Making Up Preroasting Charges 


The methods of making up the charge for preroasting furnaces are 
very much the same. The various ores and concentrates are delivered 
from storage bins to a conveyor, in the proportions in which they are to 
be used. This conveyor delivers to the roaster-feed hopper or bin. The 
only mixing of the charge takes place as it is delivered from the conveyor 
to the hopper and as it works down through the hopper. The proportions 
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of table or jig concentrates, flotation concentrates, crude sulfide ores, and 
matte are variable and will change from time to time with the ore supply 
for each plant. One plant is treating a mixture of 30 per cent. flotation 
concentrates, 30 per cent. table concentrates, and 40 per cent. crude sul- 
fide ore. Another plant is treating a mixture of 50 per cent. table con- 
centrates and 50 per cent. crude sulfide ore. The third plant is treating 
a mixture of 60 per cent. flotation concentrates, 20 per cent. table con- 
centrates, and 20 per cent. crude sulfide ore or matte. The crude sulfide 
ore or matte treated in a preroasting furnace must be crushed fine, in 
order to eliminate sulfur to any great extent. Two of the plants have 
special grinding machinery, with vibrating screens returning oversize to 
the rolls, for preparing sulfide ore for roasting. The maximum size 
from these mills is }4 in., the other plant grinds through 14-in. revolving 
“‘trommel”’ screens. 


Feeding Devices 


The feeding device on the McDougall roasters consists of plungers 
moving on a feed plate directly across the bottom of the feed hopper, 
forcing a definite amount of feed out of gate openings at the bottom of 
the hopper. The plungers are driven, by an eccentric, direct from 
the furnace column. The gate openings at the hopper bottom and the 
plunger throw are adjustable, giving fairly close regulation of feed. The 
feed drops on to the first hearth and is moved on through by the rabbles. 
The Wedge furnaces are equipped with belt feeders driven by a worm and 
gear independent of the furnace drive, except in one case. This one fur- 
nace has two disk feed tables at opposite sides of the furnace; these tables 
are turned by each rabble arm as it goes by. The amount of charge fed 
is regulated by the depth of charge carried on the feed table from the 
feed hopper. The feed on all the Wedge furnaces drops on to the top, or 
drying, hearth and is carried through the furnace by the rabbles. 

The charge of the Godfrey furnaces is delivered from a screw con- 
veyor connected to a variable-speed drive; this allows a very positive 
regulation of feed to the hearth. 


Sulfur Elimination and Degree of Calcination 


The sulfur elimination varies materially with the amount of feed 
treated in a given time. On the McDougall roasters, with about 40 tons 
of feed per 24 hr. containing 33-35 per cent. sulfur, the calcine will con- 
tain 10.5 to 11.5 per cent. sulfur. If, however, the amount of feed treated 
in the 24 hr. is reduced to about 30-32 tons, the calcine produced will 
contain 7-8 per cent. sulfur. On the other hand, if the feed treated is 
raised to 70-80 tons per 24 hr., the calcine produced will contain from 16- 
17.5 per cent. sulfur. This same relationship holds true on Wedge 
roasters. The degree of calcination on McDougall roasters making a 
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low sulfur calcine will average about 1.13 tons of feed into 1.00 of calcine. 
Degree of calcination on Wedge and Godfrey roasters will average about 
the same. The sulfur in the charge is usually sufficient to furnish the 
necessary heat for roasting in McDougall and Wedge furnaces. If a 
large tonnage, such as is treated at one plant, goes through a furnace, 
additional heat is necessary to eliminate sulfur. One plant, treating 
80 tons of feed through a McDougall furnace, fires on three or four 
hearths, using one or two oil burners on each hearth. Another plant, 
using McDougall furnaces, has fireboxes for coal firing on the third hearth 
but uses them only occasionally. The third plant has oil burners on sec- 
ond and third hearths that are used at times. The necessity for this 
extra firing is dependent on the amount of sulfur in the charge, physical 
characteristics of the charge, and the sulfur elimination required. In 
the case of Godfrey furnaces, considerable fuel must be used as the charge 
is in the furnace for a short time only; 7-8 gal. of oil are used per ton of 
charge on these furnaces. 


Operation and Difficulties 


The main difficulty encountered in the preroasting operation is the 
upkeep of the furnaces. The burning of the sulfur from these lead ores 
and concentrates produces a great deal of heat. The larger the amount 
of flotation concentrates, the more heat liberated on the early roasting 
hearths. This tends to fuse the charge into a solid mass and, if this does 
happen, the rabbles will be unable to plow through the bed and the fur- 
nace will stop. This always means a large amount of barring on the 
hearths. The rabbles themselves burn very badly in a deep bed of hot 
charge and require frequent changing. The rabbles, or rakes, on Wedge 
roasters are larger and heavier than on McDougall furnaces and conse- 
quently have longer life. The faster the rabble arms move, the less 
material there is on each hearth for a given furnace tonnage. A certain 
time must be allowed, however, for the heating up of the charge and the 
burning off of the sulfur. On McDougall roasters, the most efficient 
speed for the rabble arms has been found to be from 58 to 60 sec. for one 
complete revolution. On the Wedge furnaces, the time for one revolution 
varies from 150 to 226 sec. If the rabbles travel slower than this, the 
bed is too deep to allow thorough exposure to the air for burning; also, 
the deep bed burns the rabbles off badly and tends to fuse more readily. 
If higher speed is used, the sulfur elimination is not as great. 


Matte Roasting 


One of the Utah plants is preroasting blast-furnace matte in a Wedge 
roaster for matte concentrating runs at the blast furnaces. This matte is 
ground through }4-in. screens and is handled through the roasting furnace 
in exactly the same way as the ore mixture on the other roasters. Some 
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additional heat is required at times, but if the matte is ground fine enough 
extra heat is seldom required. This furnace roasts matte from 22 per 
cent. sulfur down to 17 per cent. sulfur, and is doing splendid work; its 
output is about 75 tons of matte per furnace day. 


Handling of Calcine* 

All the Wedge furnaces and the McDougall roaster used at one plant 
have water sprays at the end of one rabble arm onthe last hearth, These 
sprays use the cooling water, where the furnace is water-cooled, and have 
a separate water connection, where air cooling is used. As the rabble 
travels around the hearth, the calcine is sprayed and rabbled over to the 
drop hole. When it finally drops off the last hearth it is cool and contains 
about 5 per cent. H2O. Some of the Wedge furnaces have a revolving 
disk table below the last hearth, where further wetting can be done before 
delivering calcine to storage bins. This procedure puts the calcine in 
good condition for use at the sintering machines. At the other plant 
using McDougall roasters, the calcine is discharged from the last hearth 
into a storage hopper from which it is drawn hot into railroad cars. 
From the cars, the calcine is dumped to sinter plant mixing bins. Great 
care must be taken when dumping this material into bins to see that no 
wet material is mixed with it, as this will cause explosions with the hot 
calcine. The calcine from the Godfrey furnaces is moistened as it leaves 
the moving hearth to the hopper; about the same moisture is carried in 
this calcine as in the Wedge and McDougall calcine. 


SINTERING 

The sintering machines used at the three Utah plants are all standard 
Dwight-Lloyd, 42 by 264 in. They have a capacity of from 100 tons to 
225 tons per machine-day, according to the speed at which they are oper- 
ated and the nature of the charge; the pallet speed varies from 15 to 33 in. 
per min. The pallet travels over a 22-ft. suction, or wind, box, in which 
a suction of 8 to 10 in. of water is maintained by a fan. Hach machine 
is driven separately and has its own fan and motor. At one of the plants 
75-hp. motors are used to drive the fans; at the other two plants 50-hp. 
motors are used. The machines are driven by variable-speed motors, 
which allow variations in the pallet speed. 

Stewart grates are used at all the plants. This grate consists of three 
loose, or movable, grates and four that are held tight in the pallet. As the 
pallet is dumped at the end of the machine, the movable sections tip a 
little, thus cleaning the grate. This is an important feature, as consid- 
erable difficulty was encountered keeping open the old type, straight 
slot grate. 

Mechanical Feeders 

The mechanical feeders at the machines used at the different plants 

all aim at the same result, which is to deliver the charge on to the grate 
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in such a way that the coarse material rolls down to the grate first and the 
finer material falls upon that. This bedding on the grate keeps the fines 
from dropping through and also keeps the lower part of the charge more 
porous, allowing the air to be drawn down through the bed more readily. 
One plant has two types of feeders in use. One is a belt feeder with a 
variable-speed cone drive, which delivers the feed from the hopper on to 
a feed plate, the face of which is set at about 15° from vertical and is 
shaped like a segment of a truncated cone. The charge delivered from 
the belt conveyor drops on to the top of this conical plate and, in rolling 
down its face, is distributed the full width of the pallet. As the feed 
leaves this feed plate, it strikes against another, vertical plate, set a few 
inches above the grates, which causes the coarser material to rebound 
from it farther than the finer material. This gives the desired bedding 
and distribution of the charge on the grates. The vertical plate acts as 
a scraper that may be raised or lowered, thus regulating the depth of the 
bed of ore on the pallet. The other feeder used at this plant is the same 
in every way except the belt feeder. It has a revolving disk feeder 
directly under the feed hopper. As this disk revolves, the charge is 
drawn out from the hopper on to its surface. A scraper is located just 
over the center of the conical feed plate, which scrapes the charge off the 
disk. The amount delivered by the revolving disk is regulated by the 
depth to which the scraper cuts the bed carried by it. 

Another plant uses revolving disk feeders delivering direct to a feed 
plate, which is the same as described. The third plant is equipped with 
belt feeders driven by variable-speed cones, which deliver from the feed 
hoppers to small barrel-type mixers; one at each machine. The dis- 
charge from each of these mixers goes into an oscillating chute, which 
distributes the charge very evenly over the full width of the pallet. 


Composition and Preparation of Charge 


The various materials making up the sintering charge are mixed in 
the desired proportions in much the same way at all three plants. The 
individual constituents, such as preroast, oxide fines, crude sulfide ores, 
etc., are stored in separate bins from which they are drawn in definite 
proportions, by belt or disk feeders, to a conveyor that delivers the mix- 
ture to the machine feed hoppers. The amount of each material deliv- 
ered to the conveyor is regulated by the gate opening from the bin to the 
feeder. The belt feeder is better than a disk feeder for fine, wet material 
such as concentrates, but the disk feeder works very satisfactorily on 
fairly dry material that does not readily pack. One plant delivers the 
charge from the conveyor to a pan mixer, where it is mixed by rotating 
rabbles before it is discharged on to another conveyor, which carries it to 
the machine-feed hoppers. Another plant uses no mixer, but the charge 
is transferred from one belt to another twice, thus giving considerable 
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mixing. The third plant has small barrel-type mixers for each machine 
feed hopper. 

The charge varies with the ore supply at each of the smelters, The 
proportion of crude sulfide ore, oxidized fines, preroasting material and 
concentrates is determined by the character and analyses of the ore 
supply. All the material must be finely ground in order to eliminate 
sulfur during the sintering process. The general opinion seems to be 
that the proportion of silica to iron in the charge has very little to do 
with the grade of sinter produced or with the sulfur elimination. One 
plant, where there is much flotation concentrate on the charge, finds that 
crushed lime rock helps to bed the grates properly, thus aiding sulfur 
elimination. The other two plants do not use lime rock on the sintering 
charge. Material which is quite readily fused, such as matte or slag, 
helps materially to make a hard, porous sinter. Slag or matte is being 
used at two of the smelters, but not by the third. Crude sulfide ores 
containing considerable pyrite furnish very good fuel and tend to carry 
the sintering action down through the bed after it is ignited. 

In the three plants the sintering charge is made up as follows: 
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The preparation of the charge to the sintering machine is of utmost 
importance. In the first place, the various materials must be used in 
definite proportions and the proportions of silica, iron, and lime in the 
resultant mix must be constant. The sulfur in the charge must remain 
practically constant in order to maintain consistent operation in sintering. 
The percentage of moisture in the charge must be held within very narrow 
limits. Variation in these two items will make marked irregularities in 
the sinter produced. Too much sulfur in the charge will cause the top 
of the bed to fuse as it passes under the igniting flame; then when the 
pallet has moved from under the burner, the burning or sintering cannot 
continue downwards through the charge to the grates because sufficient 
air is not drawn through. If the sulfur is too low there is not enough 
fuel present to carry the sintering on through the bed. The result in 
either case is poor sinter and poor sulfur elimination. The same condi- 
tions hold true with regard to moisture. If the charge is too wet, the 
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sulfur will not ignite under the burner and the sintering is not even 
started; if it is too dry, the sulfur ignites under the burner but does not 
continue to burn after the pallet has moved from under the burner. 
Different charges require different amounts of moisture to make the best 
sinter. One plant finds 8 per cent. moisture best for its charge, another 
finds 9-10 per cent. best, and the third finds 7-8 per cent. best. The 
sulfur in the charge averages from about 11.5 to 13 per cent. 

Two very important features in proper charging are the bedding of 
the charge on the grates and the uniformity of the charge at all parts 
of the pallet. The ideal practice is to feed the charge exactly as fast as 
the pallet bed removes it; the less feed that must be scraped back by the 
scraper plate, and still maintain a bed of uniform thickness, the better. 
A building up of the charge at the scraper plate tends to pack the bed, 
making it more difficult to sinter the charge properly. If much of the 
coarse material goes to one side of the pallet and the fines to the other, 
neither part makes sinter, as the air does not penetrate the fine part and 
the coarse part does not contain enough sulfur for its sintering. The 
depth of bed carried may be varied by raising or lowering the scraper 
plate; this depth is 4 and 5 in. at different plants; the depth of the pallet 
itself is 4 inches. 


Firing 


The sintering charge is ignited with oil burners at all three of the 
plants; using high-pressure burners with engine distillate or gashouse oil 
of about 36-38° Bé. The oil is fed by air pressure to the burner and the 
air is supplied under 90 lb. pressure. One of the plants is trying out a 
Hauck low-pressure burner (85 oz. air) with good results. The burner 
is placed at one edge of the pallet and the flame is directed across the 
pallet. The flame must carry entirely across the pallet in order to give 
proper ignition to the charge. A muffle hung over the top of the bed, 
directly in line with the burner, confines the heat to the top of the charge, 
thus protecting the operator. The muffle is made of V-shaped cast-iron 
blocks at one plant and of brick at another; the third plant uses a water- 
jacketed brick-lined muffle. Oil consumption at the different plants is 
between 0.45 and 0.60 gal. per ton of charge. 


Sinter Fines 


Hach of the three plants is equipped with grizzlies at the discharge 
end of sintering machines to screen out the fines. This fine material is 
higher in sulfur than the coarse sinter and is returned in the feed to be 
resintered. One plant sends these sinter fines on an armored conveyor 
directly back to the feed conveyor to the machines. Another plant 
delivers them, by means of screw conveyors, to railroad cars, which in 
turn are dumped to one of the feed bins above the mixing floor. The 
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third plant discharges these fines to small cars; they are then dumped into 
the mixing bins thence back as part of the charge. The amount of fines 
produced varies a good deal with the quality of sinter being produced and 
with the spacing of the grizzlies. One plant produces about 17.0 per cent. 
fines; another plant 7-8 per cent., the third about 15 per cent. The 
grizzly spacing, respectively, for these percéntages of fines is 3¢, 34 
and 7 inch. 


Sulfur-elimination Tonnages 


The percentages of sulfur in the feed to the sintering machines at the 
three plants is much the same; it ranges between 11.5 and 13.0 per cent. 
The sinter produced ranges from 3.5 to 4.5 per cent. sulfur. The degree 
of sintering is quite constant; averaging about 1.115 tons of dry feed to 
1.000 ton of sinter (feed not including sinter cleanings). The rate of 
travel of pallets over the wind boxes, the depth and character of charge 
on the pallets, and the amount of effective draft are all important factors 
in sulfur elimination. 

Pallet speed and depth of charge on pallets are the determining fac- 
tors in tonnages treated. The Utah plants are using a pallet speed of 
19 to 26 in. per min., which with a depth of bed of 4 or 5 in. will produce 
110 to 125 tons of sinter per machine per 24 hours. 


Handling of Sinter 


The sinter at all three plants is delivered from the ends of the sin- 
tering machines, over grizzlies, direct to railroad cars. From the cars, 
the sinter is dumped to storage bins for use at the blast furnaces. At two 
of the plants, the sinter is sprayed with water as it is loaded into cars; at 
the other plant, the sinter is sprayed in the storage bins. 

The quality of sinter desired for the blast furnaces is porous, hard, 
and free from fines. The size of the sinter is not so important as long as 
the amount under lin. issmall. There is bound to be considerable break- 
ing up of the sinter in dropping from the machines to the cars and in 
dumping from cars to bins; first-class sinter will not produce any great 
amount of fines from handling. 


Acid in Gases 


The gases produced by the sintering operation contain small amounts 
of SO; and considerable moisture. If this gas becomes sufficiently cool 
to permit condensation of moisture, sulfuric acid is produced which will 
quickly destroy any woolen bags in a baghouse. One of the plants, 
which handles this gas through a baghouse, introduces powdered lime 
into the gases before entering the baghouse to neutralize this acid. 
The other two plants handle this gas in Cottrell treaters and do not 


neutralize the acid. 
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Elemental Sulfur 


In the process of sintering, where considerable amounts of pyrite are 
used on the charge, elemental sulfur is distilled off from the charge and 
condenses in the flues, treater, or baghouse. The presence of elemental 
sulfur in comparatively large amounts, or in smaller amounts mixed with 
finely divided carbon, has been the cause of very destructive fires and 
explosions. ‘The amount of elemental sulfur produced seems to be quite 
definitely proportional to the amount of crude pyrite on the sinter charge. 


BLAST-FURNACE SMELTING 
Furnaces 


Lead blast-furnace smelting at the three Utah plants is much the same 
insofar as general practice is concerned. The furnaces are all quite 
similar in general design. They are rectangular and vary in width at 
the tuyere line from 48 to about 54 in. and in length from 160 to 180 in., 
the height from tuyere line to feed floor is between 24 and 25 ft. At two 
of these plants, the furnaces are provided with but a single tier of water- 
jackets, about 6 ft. high above the top of the crucible. At the third plant 
a double tier of water-jackets is used on all furnaces, thus jacketing the 
furnace at sides and ends for a height of about 15 ft. above the top of the 
crucible. This double tier of water-jackets permits much easier cleaning 
of furnace stacks than is possible where brick walls are used above a single 
tier of jackets. Widths of jackets used vary from about 32 to 60 in. 
Ten and twelve 4-in. diameter tuyeres are used on each side of these fur- 
naces, the number varying at different plants. All furnaces are provided 
with Arents siphon tap for removal of lead, on one side of the furnace, 
near the front or tapping end. 

The furnaces at the three plants are of similar construction on top. 
The gases from the furnaces are removed, just below the charge floor, 
at the back end of the furnace. The charge cars are run over the tops of 
the furnaces and the charge dropped through drop-door bottoms, over 
the entire length of the furnace at one time. When not being charged, 
the furnace tops are covered by drop or slide doors, so that but little 
smoke or dust gets out on to the charge floor. The charge cars from 
which the charges are dropped into the furnaces are quite similar, in 
many respects, at all three plants. At two of the plants, these cars are 
electrically driven; and at the third plant the charge car is carried on 
top of an electrically driven, traveling, steel framework on the charge 
floor. The drop-door bottoms are full length of the car, one door on each 
side; they are dropped by means of a latch release and are closed by 
hand-operated devices; either wind-up wheel and chains or levers and 
counterweights. The charge drops on to a steel “spreader” suspended 
within the stack of the furnace about 1 to 3 ft. below the feed-floor 
level. This spreader aids in a proper distribution of the charge, as 
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regards coarse and fines, in the furnace and breaks its fall so as to prevent 
excessive packing when charges are fine. 


Charges 


The blast-furnace charges at all Utah plants consist, to a large extent 
(55 to 75 per cent.), of sinter, made on Dwitht-Lloyd machines. An 
excellent quality of lime rock from nearby quarries forms from about 
6 to 20 per cent. or so of the total charge. Coarse lead-silver ores, low 
in sulfur content, usually form an important constituent of these charges. 
Iron flux is obtained in several forms—low-grade lead-silver ores high in 
iron or manganese, barren iron flux, converter slags high in iron, and 
scrap iron of all kinds and descriptions. The remainder of the charge 
generally consists of secondaries, such as flue dust and baghouse fume, 
briquetted or loose, and furnace cleanings. To each charge is added 
the necessary amount (usually 11-13 per cent.) of coarse Utah coke. 
The weight of charge is 7500, 8000 and 9000 lb., respectively, at these 
plants; the coke is additional and is expressed as a percentage of 
this weight. 

In recent years the amount of lead present in blast-furnace charges 
has been from 10 to 25 per cent. of the total charge less returned sec- 
ondaries; usually this figure lies between 15 and 20 per cent. 


Charge Weighing 


The greatest care and accuracy are necessary in making up lead 
blast-furnace charges; each constituent of the charges must be carefully 
weighed. Charges are made up in somewhat different ways at each of 
the Utah smelters. At two of the plants, the “spreading bed” system 
is used for all direct smelting ores, but the method of handling the charge 
to the furnaces differs widely. At one plant, the direct smelting ores 
and settler barrings are bedded in wooden bins, each holding about 
600-700 tons of charge. These bins have flat bottoms with eight feed 
hoppers built into the bottom along the longitudinal center line. Each 
hopper under these spreading-bed bins is provided with a mechanically 
operated arc gate. Sinter, lime rock, coke, etc., are kept in similar 
bins, which are equipped with short belt feeders under the hoppers, using 
two belts each 36 in. wide. The forward, or driving, pulley on the feeder 
is attached to a large gear wheel, which meshes with a pinion on a driving 
mechanism on a weighing charge car, which is run underneath the hop- 
pers. ‘The arc gates under the spreading-bed bins are also operated by 
the driving mechanism on this charge car. By these means, the ores and 
other constituents of the charge are delivered into the charge car, which 
is equipped with scales, upon which the carbody rests. T here are ten 
beams on the scales, so that ten weights of materials may be obtained. 
The motorman on the charge car controls the operations of the belt 
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feeders and are gates by means of the driving mechanism on the car. 
The desired weight of any material is shown by a finger-like indicator, 
which may be used in turn with each of the ten beams on the car scales. 
The charge car passes from one hopper to another, drawing off desired 
weights of each constituent until the charge is completely made up. 
The charge is then transferred, through a baffled opening between the 
rails of the track on which this weigh car runs, into another electrically 
driven charge car, spotted beneath, which carries this charge to the fur- 
nace top where it is dumped. 

At another plant, the spreading beds are large, wooden-side enclosures 
with flat concrete bottoms, built on the ground. There are three large 
beds, holding from 2000 to 2800 tons each, and seven small ones, with a 
capacity of 800 to 1000 tons each. Sinter, lime rock, coke, etc., are kept 
in wooden bins with elevated, hoppered bottoms. The three hoppers in 
the bottom of each bin are provided with hand-operated are gates. The 
charge from the spreading beds is hand-shoveled into steel buggies and 
the charge from various bins is drawn through the are gates into other 
buggies. These buggies are small, holding about 1 ton of sinter and 
116 ton of bedded ores when filled. Trains of from two to six buggies 
are handled by Fordson tractors between the spreading beds, bins, 
scales, and dumping pocket to the charge car. An average of twelve 
buggies are used in making up the usual blast-furnace charge. The men 
who make up the charges know what weights of various materials are 
wanted and estimate remarkably closely the correct weight put into each 
buggy. From the beds or bins, a train of buggies is taken to platform 
scales where each buggy is separately weighed. If too much of one 
material is in a certain buggy, the amount of overweight is shoveled out 
while the buggy is on the scales and is thrown into a small bin for that 
material nearby. If there is an underweight in a buggy, the deficiency 
is made up by shoveling from one of the small bins near the scales. All 
of this work is done rapidly by experienced men. As soon as the correct 
weight of material is in a buggy, this buggy is moved by hand to one of 
the two dumping pockets, a short distance from the scales, where it is 
dumped. The bottom of each dumping pocket opens on to a pan con- 
veyor feeder, which discharges into a charge car beneath. As each 
buggy full of charge is being removed from a dumping pocket by the 
feeder, the charge car is moved forward and backwards so that the charge 
is distributed from front to back of the car. After all of the constituents 
of the charge have been spread into the charge car, the car is hauled up 
an incline, by a hoist and cable, to the blast-furnace feed floor about 
30 ft. above. Here it is taken by an electrically operated traveling 
carrier frame to the proper position for dumping over any one of the 


furnaces. ‘Two charge cars are in use at one time, one being loaded while 
the other is being dumped. 
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At the third plant, each constituent of each charge is weighed directly 
into the charge car by means of scale hoppers suspended under steel 
blast-furnace bins; in other words, each charge is bedded in the car as 
the constituents are weighed in, one on top of the other. As the charge is 
being dropped from the scale hoppers, the car is so moved along the 
track underneath as to spread each material éver the length of the car 
in the manner ordered by the furnace feeder. In this way, a charge is 
made up to suit the conditions in the particular furnace into which it is 
to be dropped. The coke also is weighed into the charge cars. For a 
custom lead smelter handling many small lots of greatly varying ores, a 
system of charge weighing using a weighing charge car or scale hoppers 
under the bins is very flexible and efficient. 


Furnace Operation 


The height of ore column above the tuyere line varies from about 
11 to 17 ft. for different conditions of charge; the blast pressure varies 
from about 32 to 40 oz. Generally, when a fairly coarse charge is avail- 
able, an ore column about 14 to 16 ft. deep and a blast pressure of about 
35 to 38 oz. seem to give best results. This seems to be true for furnaces 
with a width at tuyeres of 48 in. as well as for the wider ones. The 
narrower furnaces (48 in.) will smelt an average of about 240 tons of 
ordinary charge per 24 hr., while the wider ones (54 in.) will smelt about 
260 tons. The matter of furnace speed is, of course, extremely variable; 
it depends on the physical character and chemical analysis of the charge 
being treated, the amount of coke required to hold proper reduction in 
the furnace, the analysis of the desired slag, etc. With a coarse charge 
of desirable chemical analysis, requiring a relatively low percentage of 
coke and permitting the making of a hot and easy running slag, the 
narrower furnaces will easily smelt an average of 255 to 260 tons per 
day and the wider ones an average of 280 tons per day for long periods. 


Slag and Matte Handling 


At the three Utah plants, double settling for separating matte and 
slag is practiced. Most of the matte is settled out in the first settler; 
the matte is tapped out of this settler into pans and pots. At one plant, 
it is possible to tap matte from the second settler as well as the first, 
thus increasing the length of life of this settler; at the other plants, second 
settlers are changed every 24 hr. and very little matte gets into them. 
All the slag, after passing the second settler, is thrown over the dump. 
Slag pots vary in capacity from 3 to 7 tons; they are drawn by electric 
and small locomotives. 

Blast-furnace matte is handled differently at each plant. At one 
plant, the first matte, containing about 10 per cent. copper and 9 to 10 
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per cent. lead, is cast into pans, slightly cooled and broken up, by water 
sprays, in railroad cars. Most of this matte is shipped to another Utah 
lead smelter, where there is a converting plant; a small part of it is 
returned to the Dwight-Lloyd charge. At another smelter, the first 
matte is cast, cooled, and broken up as just described and then is fine 
crushed, roasted, and retreated in a blast furnace with siliceous ore and 
lime rock, making a matte concentration run. In this way, a higher 
grade copper matte (about 40 per cent. Cu) is made; this matte is shipped 
to the converting plant at a copper smelter in the state. At the third 
smelter, the first matte containing 18-25 per cent. copper is handled hot 
into 96 by 150 in. horizontal, barrel-type converters, where it is blown to 
a mixture of white metal and magnetite, without the addition of silica. 
The lead fume produced by this operation (assaying 55-60 per cent. Pb) 
is collected in a baghouse used for this purpose only. The white metal 
and magnetite mixture, after being deleaded, are transferred from the 
lead-matte converter into a copper converter, in which a charge of copper 
matte has been poured, where it is slagged with silica and blown to blister 
copper. (For a detailed description of this procedure see paper’ by 
O. M. Kuchs.) 


Slags 


The desired chemical analysis of a blast-furnace slag depends on 
several important factors; of prime importance in this state is the per- 
centage of zinc on the charge. It is not our intention to go into detail 
in this matter of slag types and analyses, but merely to give an outline of 
general practice in the state. 

The ores treated at Utah lead smelters have always furnished an excess 
of silica over iron and comparatively little lime; therefore, it has gen- 
erally been necessary to purchase both iron and lime flux for making a 
desirable blast-furnace slag. As stated, iron flux is obtained in several 
different forms; lime rock, running over 50 per cent. CaO, is used for 
lime flux. Slags running from 5 to 13 per cent. ZnO have been regularly 
made at Utah smelters in comparatively recent practice. Typical slag 
analyses for these two extremes in ZnO content are as follows: 


Per Cent. PER CENT. 
SLO Se cise csi ie sae gts ao ee tee ee 35.0 26 .5-27.5 
(Here MnO)... Pee ee eee 32.5-33.5 40.0 
GaO ho welen oo bs Led Bo ee 20.0-21.0 11.0-12.0 
MeO ies oi cna scd..ck ct 1.0 1542.0 
AT SOB oepeieisd 0: 20 ous! dca ey SG 2.5 2.5— 3.0 
Lid) Serer foe, otis 's. 413 « versie eee 5.0 13.0 
Silke tel Pcss ak, wen oe ee 10 Ie 7565) 


1 Lead-Matte Converting at Tooele. Trans. (1914) 49, 579. 
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Of course, there are many gradations between these two cases Sit is 
necessary to lower both the silica and the lime content of a slag and 
raise the iron content as the zine is increased and vice versa as the zinc 
is decreased. Where slags containing 10 per cent. or more of ZnO are 
run, trouble is usually experienced in furnace,operation; these troubles 
do not arise from the presence of ZnO but from certain amounts of ZnS 
that often accompanies the oxidized zinc in the furnace charge. The 
Zn8 fails, to a large extent, to enter either the slag or the matte but lies 
between the two in the form of a cold, mucky mass, which causes much 
trouble. Even with the greatest care in roasting, a considerable amount 
of ZnS may get into the furnaces. The use of special charges made up of 
good blast-furnace cleanings (largely slag) and a clean iron ore, which 
will smelt easily forming a slag high in iron and low in zinc, may be used 
to good advantage in alleviating the furnace troubles arising from zinc 
mush. Usually MgO and Al,O; do not occur in sufficient amounts in 
the lead ores smelted in Utah to cause any serious trouble. Utah smelter 
slags are generally quite clean, as lead slags usually go, in lead, copper, 
and silver. 


Lead Drossing and Casting 


The lead is removed from the furnaces by the Arents’ siphon tap, 
either by intermittent tapping or continuous overflow. A great deal of 
care must be taken to keep the lead well and connection to the crucible 
open and clean, especially where there is a high copper content in the 
charge. This is done by frequent rodding and scraping from the top of 
the lead well, followed at once by removal of the dross thus loosened and 
raised. If there is trouble in the bottom of the connection between the 
lead well and the crucible, which cannot well be gotten at from above, 
the introduction of compressed air (80 to 90 Ib. pressure) through a long 
14-in. iron pipe to the point of trouble has been found very beneficial. 
This air pipe is put into the crucible of the furnace through the tap hole. 
By constant care and the use of such remedies in the early stages of any 
trouble, Utah lead furnaces have been successfully operated on high 
copper charges for long periods without any serious crucible or lead- 
well trouble. 

At all plants the lead is taken from the furnaces, to 30-ton drossing 
kettles, in small lead pots, drawn by hand. At two of the plants, a 
Howard Press is used for squeezing as much as possible of the molten 
lead from the dross; at the third plant, drain pans are used. At one plant, 
the lead is cleaned very thoroughly of copper (to 0.008 per cent. or less) 
by means of the Hulst decopperizing process, in which crude sulfur is 
stirred into the lead in the drossing kettle after the heavy dross has been 
skimmed off. At the other plants, copper removal from the furnace lead 
is accomplished entirely by cooling or cooling plus air agitation, thus 
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reducing the copper in the cast bullion to 0.05-0.08 per cent. The dross 
contains from 6 to 18 per cent. copper and 70 to 83 per cent. lead and 
runs quite high in silver and gold; it is all returned to the furnaces as a 
small part of each charge. 

At two Utah plants, the bullion is siphoned from the kettles into molds 
of standard shape, where it is cast into pigs weighing about 90 lb. each. 
At the third plant, it is cast into anodes, weighing about 460 Ib. each, for 
electrolytic refining. These pigs and anodes are weighed and loaded into 
railroad boxcars in which they are shipped to midwestern refineries. 
No lead refining is done in Utah. 


Furnace Campaigns 


The average length of campaigns of furnaces in Utah lead smelters is 
from 4 to 9 months; of course under unusual circumstances, a campaign 
may be shorter than 4 months. Generally these furnace campaigns are 
limited by stack accretions, which become so large at both ends of a 
furnace as to make operating conditions, especially on the charge floor, 
very unsatisfactory. Occasionally a furnace must be blown out because 
of crucible trouble. 


Furnace Secondaries 


All secondaries, other than flue dust and fume, such as cleanings from 
the tapping floor, settler cleanings, and furnace barrings, are either 
retreated in the blast furnaces direct or are sent to the D. & L. sintering 
machines. This latter procedure has the advantage that this class of 
material is usually an aid to good sinter making. The handling of flue 
dust and fume is described elsewhere. 


Ventilation on Tapping Floor 


At two plants, ventilation on the tapping floor is accomplished by 
positive fan suction applied at points of smoke production through pipes 
and hoods. These hoods, which may be raised and lowered by chains 
and counterweights, are placed over matte pot, tap hole and furnace 
spout, lead well, settler spouts, and slag pot. One fan, handling about 
30,000 cu. ft. of air per minute will quite nicely take care of the smoke 
from five furnaces. All the fume and gas thus handled are delivered to 
a baghouse, where the fume is filtered out and saved. This fume will 
assay between 30 and 45 per cent. lead, 3 to 6 oz. silver, and 15 to 20 
per cent. zinc. At the third plant, each furnace has an individual ventila- 
tion stack, about 45 ft. high with a cross-sectional area of about 80 sq. 
ft., which, in connection with a large hood, draws off the smoke from the 
tapping end of the furnace, matte pot, settlers, and slag pot. This 
system provides quite satisfactory ventilation, but does not permit of 
the saving of the fume. 
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Difficulties Encountered 


The main difficulties encountered in lead smelting in this state arise 
from large amounts of zinc, copper, or arsenic on the blast-furnace charge. 
Zinc is generally the most prevalent of these three troublesome elements. 

The main troubles, both metallurgical ang economic, arising from a 
high zine charge are: (1) Increased furnace delays and shorter campaigns 
as a result of stack accretions, (2) increased amount of secondaries to be 
retreated because of zinc mush in spouts’and settlers, (3) increased slag 
losses because of the type of slag made necessary and to zinc mush, (4) 
increase in amount of costly iron flux required to produce the type of slag 
needed and a consequent reduction in the amount of ore charge smelted, 
and (5) general operating difficulties which are always encountered. 

The main undesirable results of smelting a charge high in copper 
content (3 to 4 per cent. copper) are: (1) High percentage of coke neces- 
sary to obtain ordinarily good reduction, (2) slow furnace speed caused 
mainly by high coke charge used, (3) large matte fall required to care for 
the copper present, even when running matte up to 25 per cent. or morein 
copper content, (4) heat in upper part of furnace as the result of high coke 
charge, causing unusually large lead volatilization to baghouse, and (5) 
large amount of high copper dross formed in lead wells and in dross- 
ing kettles. 

The presence of a considerable amount of arsenic on a blast-furnace 
charge, especially when coincident with a rather high zine charge, which 
combination frequently occurs in this state, is productive of the following 
difficulties: (1) Formation of speiss in crucibles, (2) increase in percentage 
of coke needed and even then erratic reduction, (3) decrease in furnace 
speed, and (4) production of a high arsenic baghouse fume which has to 
be retreated with attendant difficulties. 

Undoubtedly, other difficulties and economic losses in blast-furnace 
smelting may be directly attributable to the presence of large amounts of 
zinc, copper, and arsenic or a combination of two or more of them on the 
furnace charge, but those mentioned are sufficient to give an idea of why 
the lead metallurgist trys to avoid them when possible, and why they 
must be penalized when present in any considerable amount. Other 
elements, such as magnesium and cadmium, cause troubles when present 
in any considerable amount in combination with zinc, but these elements 
are not nearly as frequent trouble makers in this state as the first three 
mentioned. Cadmium at times is present in sufficient amount to cause 
trouble but magnesium rarely is. 

Taken in all its various phases, the operation of lead blast furnaces on 
the charges that in recent years have been smelted in Utah is far from 
being simple metallurgy and requires much care and skill on the part 


of metallurgist and operators alike. 
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REcovERY AND RETREATMENT OF FLUE Dust AND FUME 


During the process of lead smelting, flue dusts and fumes are produced 
in such quantities that the recovery of these plant secondaries has become 
of sufficient importance to the smelter to warrant the installation of 
expensive apparatus. There are four sources from which dusts and fumes 
are obtained: roasters (Wedge, Godfrey, McDougall), Dwight-Lloyd 
sinter machines, converters, blast furnaces. 

The terms “flue dust”? and “‘fume,’’ as applied to smelter products, 
may be defined in the following manner to establish the differentiation 
that actually exists between the two: Flue dust is that part of the fines in 
the feed or charge that is carried into the flue system from the furnace by 
suction or draft: fume is a product of distillation or sublimation, due 
to the heat of chemical reaction and heat combustion within the furnace, 
subsequently condensed by cooling. This product is drawn into the flue 
system by suction or draft. 

The three lead smelters in Utah have adequate equipment for recoy- 
ering the flue dust and fume produced, though methods differ consider- 
ably in the general means employed. There are three primary methods 
in use: (1) Mechanical precipitation (where flue dust content is high), 
(2) filtration baghouses (for fumes not acid), (3) electrical precipitation 
units, Cottrell treaters (for flue dust and fume). 


Roaster Flue Dust and Fume 


In the preroasting of ores for sulfur elimination by calcination in 
McDougall, Godfrey, or Wedge roasters, the gases carry considerable 
flue dust, with small amounts of fume, and the dust caught in the flues 
exists physically in a more or less minute, granular form with an analysis 
quite similar to that of the feed mix. The practice at the various smelters 
is to catch mechanically as much of the heavier dust as possible in flues 
leading from roasters, with baghouses and Cottrell treaters farther along 
the flue system for additional precipitation of dust and fume. Roaster 
flue dust differs from roaster fume; physically with respect to fineness, 
also chemically to a marked degree. 

At one smelter, the method of flue dust and fume recovery from 
McDougall roaster gases is as follows: Two large brick flues, hopper 
bottomed, conduct the gases directly to a rectangular brick dust chamber 
120 ft. wide, 140 ft. long, and 60 ft. high. The dust chamber is hopper 
bottomed with three tunnels beneath, for dust removal. A very slow 
gas velocity is maintained in the flue and chamber to permit the dust to 
settle out. From the chamber the gases enter a two-unit electrical 
precipitator. This Cottrell treater is of the horizontal flue type, with the 
two units in parallel. It is equipped with corrugated sheet-iron plates, 
suspended vertically, as collecting electrodes; and with 14-in., standard, 
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wrought-iron pipes as discharge electrodes. Each unit of the treater 
consists of two separate sections in series, one with the other. Depend- 
ent on the number of roasters in operation, a gas volume of 8000 to 
16,000 cu. ft. per min. is treated with a velocity of 9 to 18 ft. per sec. at 
a temperature of about 220° F. Sufficient temperature is held to prevent 
corrosion due to acidity. The treater hoppers'deliver the dust to screw 
conveyors, which in turn deliver to a large steel storage hopper at the back 
end of one of the tunnels under the dust.chamber. The dust is drawn 
from this storage hopper into small covered cars for interplant transfer. 
The treater walls, and as much as possible of the roof, are built of Johns- 
Manville transite (asbestos board) which has proved very satisfactory, 
no transite having been replaced during the life of the treater, about 7 
years. The dust is shaken from the electrodes by hand-operated 
knockers. No conditioning of the gases is necessary. Natural draft 
is furnished by a 350-ft. brick stack, connected to the Cottrell treater 
by a large brick flue. 

The dust drawn from the flues, dust chamber, and treater is taken 
direct either to the copper plant or lead plant (Dwight-Lloyd sintering 
machines) according to its lead content. The efficiency of this treater 
has been exceptionally high, throughout its period of operation. 

At another smelter where preroasting is obtained by calcination in 
Wedge and Godfrey roasters, the general practice of handling the gases is 
as follows: The Godfrey roasters deliver their gases to a large brick flue, 
which in turn delivers to a large brick main flue that acts as a common 
carrier for these, as well as the gases from the Wedge roasters and Dwight- 
Lloyds, delivering the combined gases to a Cottrell treater system. The 
velocity of the gases from the Godfreys is unusually high, with consequent 
little accumulation of flue dust. The Wedge roaster gases enter a brick 
dust chamber, 36 ft. wide, 36 ft. high, and 250 ft. long, by individual, 
small-flue connections. The chamber is hopper bottomed with a tunnel 
underneath for dust removal; from here the gases pass to a large brick 
flue which, in turn, delivers to the larger brick main flue and to the 
Cottrell treater system. The dust drawn from the Godfrey flue is trans- 
ferred, in small cars, to the Dwight-Lloyd feed bins direct. This dust 
has practically the same analysis as the Godfrey feed. 

The Wedge roaster flue dust is drawn from the chamber and flue into 
small push cars, which are used to transfer the dust direct to large cars 
receiving the calcine from the wedges; the mixture goes to the Dwight- 
Lloyd plant. 

The combined gases from the Godfrey and Wedge roasters, together 
with the Dwight-Lloyd gases, are delivered to a three unit Cottrell 
treater, which is built of brick. These three electrical units are 80 
arranged as to divide the gas stream, half going to each of two units, 
A and B, in parallel; and then, combining again, passing on to Unit CG: 
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By damper control, the gases can be treated in series only, if desired. 
Conditioning of the gases with H,SO, fumes is necessary at times. 
These fumes are introduced into the main flue, about 100 ft. in front of 
the treater, by means of small furnaces. 

The treater is of the pipe type, equipped with 6-in. pipes, 12 ft. long, 
as the collecting electrodes, and steel wires as the discharge electrodes. 
The average volume of gas treated is about 250,000 cu. ft. per min. 
with a velocity of 6 to 15 ft. per sec. Updraft is used on all three 
units. Units A and B have six sections each; and unit C eight sections, 
with 200 pipes to a section. The dust is shaken from the electrodes by 
mechanical devices. Forced draft is obtained by means of a large fan 
at treater outlet, which delivers to a 450-ft. brick stack. 

The treater is flat bottomed and the dust is cleaned out by hand into 
small cars, delivering the product to a pugger where it is converted, by 
the addition of water, to a ‘‘mud.” This “mud” is transferred to the 
blast-furnace plant and put on the charge direct. 

At the other smelter, Wedge roasters used for preroasting sulfide ores 
deliver their gases to a baghouse by means of a system of three large cylin- 
drical steel flues. These cylindrical steel flues, hopper bottomed, are in 
parallel and are connected to one another by an intricate system of 
“A”? pipes so arranged as to cool the gases sufficiently by radiation before 
delivery to the baghouse. The gases from the Dwight-Lloyds join the 
roaster gases before their entry to the baghouse. 

This baghouse is a brick building 283 ft. long, 56 ft. wide, and about 
55 ft. high, containing 3340 woolen bags 3314 ft. long and 18 in. in diam- 
eter. It has eight equal sections, or bays, equipped with hoppers in which 
screw conveyors operate to remove the fume and dust. The method of 
shaking the bags is by reverse current assisted by hand shaking. 
Only six of the eight bays are used to filter these roaster and sinter 
plant gases, the remaining two being used for blast-furnace gases. The 
filtered gases are delivered to a brick stack 450 ft. high, furnishing the 
necessary baghouse draft. 

The dust drawn from the cylindrical steel flues, as well as the baghouse 
fume from roaster sections, is transferred in small cars to the brick press 
for briquetting into 714-lb. bricks, which are used directly on the blast- 
furnace charge. 


Dwight-Lloyd Flue Dust and Fume 


In further eliminating excess sulfur from ores, by means of sintering 
on Dwight-Lloyds, the gases carry considerable fume with only a small 
amount of flue dust. These products often contain sufficient elemental 
sulfur to render them combustible or explosive. Because of its extreme 
fineness, the recovered product is very light and fluffy. To obtain effi- 
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cient recovery, mechanical precipitation cannot be depended on, but 
baghouses or Cottrell treaters are employed. 

At one of the smelters the Dwight-Lloyd gases are drawn off through 
the wind boxes of each machine by individual fans delivering through a 
small brick flue into a larger transite flue. From here, the gases pass 
to a Cottrell treater system connected by a l&rge transite and steel flue 
to a 200-ft. brick stack. This stack also receives the filtered gases from 
the blast-furnace baghouse. c? 

The Cottrell treater is a four-unit, pipe-type precipitator, equipped 
with pipes 15 ft. long and 12 in. in diameter as collecting electrodes; and 
iron wires as discharge electrodes. Each unit has two sections, with 110 
pipes to a section. By damper control, the treater can be operated by 
either downdraft or updraft, with all four units in parallel; or it can be 
operated with the first two units in series with the second two. With 
four sinter machines, the gas volume is about 100,000 cu. ft. per min.; 
and with six machines, about 150,000 cu. ft. per min. The dust and 
fume are shaken from the electrodes by electrically operated knockers. 
Forced draft is obtained by the use of a large fan in treater outlet flue 
near the stack. The Johns-Manville transite (asbestos boards) in use 
on the treater and flues has proved satisfactory. The treater is hopper- 
bottomed with screw conveyors to remove the dust. 

The dust drawn from the flues and treater goes direct to the Dwight- 
Lloyd feed mixer when not high in arsenic or, if the arsenic content is 
high, is transferred in cars to the arsenic-plant feed bins. 

At another of the smelters, the Dwight-Lloyd gases are drawn off 
through the wind boxes by individual fans to a large brick flue, which in 
turn delivers to a larger brick main flue, which acts as a common carrier 
for the gases from the Wedge and Godfrey roasters. This main flue 
delivers the combined gases to the three-unit Cottrell treater system, as 
described under Roaster Gases. Because of the high velocity in the 
flues, the settling of dust is small. Whatever dust is removed from 
the flue is returned direct to the Dwight-Lloyd feed. 

At the third smelter, the Dwight-Lloyd gases are drawn through the 
wind boxes by individual fans and delivered to a steel flue with a concrete 
base, which conveys the gases to a series of twelve cooling flues. These 
join the flue carrying the Wedge-furnace gases, which is connected to 
the baghouse. The dust from the steel cooling flues and roaster section 
of the baghouse (six bays) is briquetted and used directly on the blast- 


furnace charge. 
Blast-furnace Dust and Fume 
The method of recovery used on blast-furnace gases throughout the 
state is virtually the same, excepting for slight modifications in the flue 
system; baghouses are employed to filter these gases. At one smelter, 
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the furnace gases pass through steel downtakes into cylindrical, steel 
dust catchers, 20 ft. in diameter and 18 ft. high. The gases enter the 
dust catchers near the bottom on a tangent and pass out through a 
conical top to the main flue. The dust collected in these catchers dis- 
charges through openings in the bottom on to a 16-in. belt conveyor, 
which delivers it to railway cars. The main flue is of the balloon type, 
made of “Keystone” steel, with a continuous hopper bottom. This 
flue, which is 498 ft. long, delivers the gases into a baghouse. This build- 
ing is of brick, 154 ft. long, 55 ft. wide, and 50 ft. high, and is divided 
into ten sections, or pits. Each section contains 144 woolen bags 30 ft. 
long and 18 in. in diameter. The pits are flat bottomed and the fume is 
removed by hand after burning. Bag shaking is accomplished by reverse 
current. This fume averages about 45 per cent. lead and 15 per cent. 
arsenic. When five blast furnaces are in operation, the gas volume is 
about 90,000 cu. ft. per min. These gases are drawn from the furnaces 
and forced through the baghouse under pressure by means of a large fan. 
From the baghouse, the gases pass through a steel downtake by suction, 
which is furnished by the 200-ft. brick stack, which is also connected to 
the Dwight-Lloyd system. 

The dust and fume from the dust catchers and main flue are drawn 
off into cars and delivered to the Dwight-Lloyd feed bins direct. The 
burned baghouse fume, when low in arsenic, is returned direct to blast- 
furnace bins. When the arsenic content is high, the fume is crushed and 
delivered to the arsenic plant, where it is mixed in with the general feed 
in quantities equal to production. 

At another smelter, the blast-furnace gases are drawn off through 
brick downtakes to a large hopper bottomed brick flue, acting as a dust 
catcher, then through 1270 ft. of rectangular, flat-bottomed, brick flue 
and discharged, by means of a Buffalo exhaust fan, into a baghouse. 
This baghouse, a brick structure 216 ft. long, 90 ft. wide, and 60 ft. high, 
contains four compartments, each compartment containing 1008 woolen 
bags. The bags are 30 ft. long and 18 in. in diameter. Bag shaking is 
accomplished by hand. The maximum gas volume capable of filtration 
in the baghouse is 500,000 cu. ft. per min.; and when five furnaces are 
operating about 120,000 to 130,000 cu. ft. per min. is filtered. Only 
three-quarters of this baghouse is used to filter blast-furnace gases; the 
remaining quarter is used to filter arsenic-plant gases. The dust from 
the connecting flues to the baghouse, together with the burned baghouse 
fume, is shipped to the company’s refinery in another state, or is treated 
in the plant arsenic furnaces. The fume averages about 50 per cent. 
arsenic and 15 per cent. lead. 

At the third smelter, the blast-furnace gases pass to two baghouses, 
one at each end of the system. One quarter of the north, or brick, bag- 
house is devoted to blast-furnace gases. This house contains 832 woolen 
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bags, 3314 ft. long and 18 in. in diameter. At the south end, the furnace 
gases pass through a 16-ft. steel, balloon flue, coated with gunite ; this 
flue is about 100 ft. long. At its south end, this flue connects with a 
baghouse built of corrugated iron lined with transite, This baghouse is 
139 ft. long, 47 ft. wide, and 23 ft. high and has five bays containing 
1200 woolen bags of the same length as in thé brick baghouse, but only 
12 in. in diameter. The fume is dropped into hoppers, from which it is 
drawn into small tram cars for transfer to the arsenic plant. The fume 
contains 45 to 60 per cent. arsenic and 12 per cent. lead. The flue dust 
from the chamber is transferred to the brick press, where 7!4-lb. bricks 
are made; these are returned to the blast-furnace charge. 


Converter Fume 


The practice of blowing hot lead-copper matte in converters is carried 
out at but one of the lead smelters. The object is to drive off the lead as 
an oxide, lead oxide, and basic lead sulfate (PbO and NPbO.PbSO,) 
and recover the copper as bullion. 

The gases from the lead converters are drawn through a long steel 
flue equipped with a continuous hopper bottom, and forced into a bag- 
house under pressure by means of a fan. The baghouse delivers the 
filtered gases to a brick stack 150 ft. high. 

The baghouse is a brick structure 122 ft. long, 44 ft. wide, and 50 ft. 
high. There are eight compartments, each containing 120 woolen bags, 
30 ft. long and 18 in. in diameter. Each compartment is hopper bot- 
tomed with a screw conveyor, for the deliy ery of the fume to a main screw 
conveyor, which in turn delivers t» a pugger for moistening before delivery 
toarailway car. The fume is s!.aken from the bags by means of a reverse 
air-current system. This baghouse was designed for a gas volume of 
about 150,000 cu. ft. per min. 

The pugged fume, when sufficiently high in arsenic content, is sent 
directly to the arsenic-plant bins; when low in arsenic content, it is 
delivered to the blast-furnace charge bins. The average analysis of this 
fume is about 55 per cent. lead and 15 per cent. arsenic. 


Arsenic Fume 


The recovery of arsenic from fume and flue dust is practiced by the 
three lead smelters, each plant modifying the general scheme to suit its 
own requirements. The general scheme is to sublime or distill off the 
As.O3 fume by roasting, and then, by cooling, cause the fume to condense 
out in kitchens or chambers where it can be recovered. 

At one of the smelters, McDougall roasters are used to roast off the 
As,O; fume, which is delivered to other McDougall roasters, connected 
in series, acting as condensing chambers. Two roasting furnaces are 
connected to two other furnaces, acting as first condensing chambers. 
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These two first condensers are connected to a fifth furnace, acting as a 
common second condensing chamber. The second chamber is connected 
to a baghouse. The fume is drawn through the roasters by a fan and 
forced through the baghouse under pressure. This baghouse contains 
48 woolen bags 17 ft. long and 18 in. in diameter, and is hopper bottomed. 
The baghouse was designed to handle 3000 cu. ft. of gas per minute. 
The fume is shaken from the bags by hand shakers. 

The fume caught in the condensing chambers averages about 94 
per cent. As.O; and is refined at another plant of the company. The 
fume caught in the baghouse is low in arsenic content and is returned 
direct to the arsenic plant feed bins for retreatment. The residue, or 
calcine, from the roasting furnaces is delivered to the blast-furnace 
charge bins, or is shipped to the cadmium plant at another Utah smelter, 
if it contains sufficient cadmium. 

The As.O; fume in the condensing chambers is removed by running 
these roasters at regular intervals, the fume being raked down into the 
furnace hoppers. These hoppers deliver the fume to a drag-chain 
conveyor leading to a mechanical barrel-packer for shipment. 

At another smelter arsenical material is treated in Godfrey roasters; 
two roasters being used for this purpose. The fume is drawn off by fan 
suction through a set of arsenic kitchens, acting as condensing chambers, 
and forced through one quarter of the blast-furnace baghouse under 
pressure. This section of the baghouse contains 1008 woolen bags 30 
ft. long and 18 in. in diameter, with a maximum filtering capacity of 75,000 
cu. ft. per min. The arsenic kitchens are divided into four groups, each 
group containing four sections, giving a total of sixteen passages for 
condensation. The As,O; fume recovered runs about 93 per cent. 
As,0; and is shipped out as crude As20; to this company’s refinery in 
another state. The residue, or calcine, from the Godfreys is returned to 
the blast-furnace charge. 

At the other smelter, the arsenical material is roasted in three Brunton 
furnaces. The fume is drawn off by fan suction through a set of arsenic 
kitchens consisting of 12 compartments, which act as condensing cham- 
bers, and is forced through a baghouse containing two sections, each 
having 108 bags 25 ft. long and 12 in. in diameter. Usually one section 
is in operation at a given time, and is capable of filtering about 2000 cu. 
ft. of gas per min. The residue from the Brunton furnace goes to a 
brick press, thence to the blast-furnace charge, or transferred to the 
cadmium plant if cadmium is high. 

The crude fume recovered from the kitchens contains about 93 per 
cent. As,O3 and is again roasted in two reverberatory type furnaces. 
The fume from these furnaces is drawn off through another set of arsenic 
kitchens, consisting of twelve compartments, acting as condensing cham- 
bers, and is forced through a baghouse containing two sections, each 
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having 30 bags 25 ft. long and 12 in. in diameter. Only one section is in 
operation at any given time and is capable of filtering about 1000 cu. ft. 
per min. The refined As.O; fume recovered from the kitchens contain- 
ing 99 per cent. As2O3;is barreled and marketed. 


Cadmium Recovery * 


The recovery of cadmium is practiced at but one smelter, where the 
electrolytic process is used. The cadmium-bearing material is mixed 
with H.SO, and roasted in a reverberatory furnace to convert to sulfates. 
After roasting, it is delivered to a ball-mill for grinding, then agitated in a 
Pachuca tank with water to bring about the solution of water-soluble 
sulfates. From the Pachuca tank, the contents go to a filter press; 
the filter cake then goes to the brick press for blast-furnace charge and 
the solution goes to the electrolytic cadmium tanks. Sheet cadmium 
is deposited on aluminum cathodes. The metallic cadmium is stripped 
from the cathodes, melted, cast into sticks weighing about 5 oz. and 
marketed. 
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DISCUSSION 


D. W. Jessup, Midvale, Utah.—At Midvale, the first matte contains 
from 10 to 12 per cent. copper; at Tooele, the first matte carries 20 per 
cent. copper and is blown in a converter to 50 per cent. copper. Would it 
be practical for other smelters, producing 100 tons of low-grade matte per 
day, to install a converter and blow the matte instead of making a copper- 
concentrating run in the blast furnace? If this were feasible, there 
would be a saving of metals, especially lead; the converter slag would be 
returned to the Dwight-Lloyd machines, producing a better sinter; the 
iron in the matte would be of value, saving the cost of iron flux; the coal 
would probably be less. 


B. L. Sacxert.—When conditions are unusual, as.at Tooele, where a 
copper and a lead smelter are under one roof, so to speak, we necessarily 
have our own converting plant for the handling of copper matte. We, 
therefore, adopted the simplest and most effective way of handling the 
lead-blast furnace matte; that is, by taking it hot from the blast furnaces 
and utilizing that heat in the converters, therein eliminating the lead 
as fume, which is recovered and retreated. The copper remains as a 
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residual material in the lead converter, which is transferred to a converter 
containing copper matte from the reverberatory furnace and blown to 
blister copper. Whether or not the installation of a converting plant 
at a lead smeltery, where no copper work was being done, would be 
worth while would depend entirely on conditions at that plant and the 
economic outcome to be figured in favor of or against such an installation. 


E. H. Laws, Carnegie, Pa.—The paper states that all the dross is 
returned to the furnaces as a small part of each charge. At Salida, in 
smelting 500 tons of charge per day to produce 45 tons of bullion, the dross 
production varied from about 5 tons, on ore smelting, to 15 tons, when 
matte was being concentrated; this was all returned to the charge. 
Although this dross formed a small part of each charge, the percentage 
of lead and copper returned was considerable, and subsequent experience 
has convinced the writer that the smelting of this dross with high-grade 
galena in a reverberatory furnace, should have been considered, even on 
this comparatively small tonnage. The practice at lead refineries where 
undrossed bullion is tested is along this line, and it has been tried at 
some smelting plants. Lead, matte, and slag are produced. The matte 
is returned to the charge in place of galena until it contains 50 per cent. 
or more of copper and only the leady slag, containing some of the copper, 
goes to the blast furnace. 

At Northport, with a high-lead charge and heavy production of matte, 
the formation of dross was excessive, part being lead sub-sulfide. This 
caused great difficulty in furnace operation and increased refinery 
expense, as the bullion was shipped without drossing. The dross produc- 
tion decreased as roasting practice improved. When the matte fall was 
reduced practically to zero by double roasting, it was found that under 
conditions of a heavy lead fall, a very small matte fall and strong reduc- 
tion, only clean lead with a small amount of matte was produced, the 
matte forming a thin skim at the top of the lead bar as cast at the lead- 
well. When afterwards we began to return dross to the blast-furnace 
charge, we hoped to produce a small percentage of matte rather high 
grade in copper and little dross. We were able to control the percentage 
of matte fall but were not able to raise the grade of the matte, and a 
large part of the copper went into dross and into slag. Dross is practi- 
cally all metal and it is reasonable to expect that furnace operation will 
improve and metal recovery increase if the dross can be kept away from 
the blast-furnace charge altogether. 

Another point worth consideration is the handling of Cottrell process 
fume. The Northport plant handled successfully, a mixture of sintering- 
machine and blast-furnace gases, which were conditioned by water sprays. 
Because much trouble was experienced from spontaneous ignition of 
the fume, the steel collecting hoppers were replaced with brick cellars. 
The fume burned readily to a grayish material, the fines being granular 
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and the lumps of a cokelike structure. This burned fume could be 
handled much more easily and safely than the unburned fume, and was 
shoveled into railway cars, which ran between the two rows of cellars. 
At first, we attempted to smelt this burned fume direct on the blast 
furnaces; this resulted in the formation of crusts in the tuyere zone, 
which caused serious trouble. The fume wds then single-roasted and 
then double-roasted, as a part of the regular sintering machine charge, 
and no difficulty was experienced in its use. 


B. L. Sacxerr.—At the Tooele plant, we treat a charge at our lead- 
blast furnaces that is comparatively high in copper content and have a 
correspondingly high dross fall. The dross produced will amount to 
approximately 18 to 20 per cent. of the furnace lead. This dross is 
pressed and returned to the blast furnaces, where it is added at the rate 
of a few hundred pounds to each charge. There are times when, due to 
some unusual labor condition, we are not able to put the dross back to 
the furnaces for a period of several shifts; this necessitates later putting 
on larger amounts of dross to catch up. We have not noticed any 
particular difference in furnace operation or speed during the periods 
when the dross is entirely off or is put on in unusually large amounts. 
At the Tooele plant, returning the dross to the blast furnaces has made 
very little if any difference in the lead content of the slag produced or in 
the tonnage of other charge handled by the furnaces. 
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The Chief Consolidated Volatilization Process and Mill 


By G. H. Wiaton,* Eureka, UTAH 


(Salt Lake City Meeting, September, 1925) 


Tue oxidized ores of the Chief Consolidated Mining Co., in the Tintic 
mining district, have never yielded to metallurgical treatment by any 
standard method except smelting. These ores occur in comparatively 
small, irregular, siliceous replacements in limestone, and carry silver, lead, 
and gold as the principal valuable metals. But smelting methods are 
unsatisfactory, as the lead smelters heavily penalize the large amount of 
silica in the ore, and the copper smelters do not pay for the lead in the 
ore; therefore, an alternative treatment method was sought. 

In 1916, a metallurgical research department was organized under the 
direction of the writer. Many standard metallurgical methods were 
investigated but, on oxidized ore, none yielded extraction great enough 
to make its use feasible. During some chloridizing-roasting experiments 
in 1916, made in an assay muffle, the writer noted that large proportions 
of the silver, lead, and gold were volatilized from certain oxidized ores. 
The possibility of volatilizing the metals and collecting them in the form 
of a concentrated fume was then studied. But, as it was shown that satis- 
factory chloride-volatilization would be limited to a furnace feed with a 
high fusing temperature of the non-volatilizable constituents, and as the 
results obtained in a rotary kiln with the admixture of common salt with 
the ground ore were inferior to muffle tests, further volatilization experi- 
ments were discontinued until 1920. During this interval, an experi- 
mental sulfidizing and flotation plant was operated. 

After the cessation of attempts to float the oxidized minerals, chloride- 
volatilization experiments were resumed. The highly infusible flotation 
tailing from the operation of the flotation mill was used for furnace 
feed. The first tests made on flotation tailing mixed with 10 per cent. 
common salt showed nearly complete lead and gold volatilization but 
considerably less volatilization of silver than in muffle tests. In attempts 
to increase the silver extraction, the percentage salt in the furnace feed 
was varied, and it soon became apparent that the use of smaller percent- 
ages of salt raised the fusion temperature of the furnace charge and thus 


* Metallurgical Engineer, Chief Consolidated Mining Co. 


G. H. WIGTON 201 


permitted the use of higher temperatures, which in turn resulted in 
increased silver extraction. Finally, the addition of salt or other chlor- 
ides to the furnace feed was discontinued and, with the increased temper- 
atures permissible, nearly complete volatilization of the gold, silver, and 
lead was obtained in the experimental rotary kiln. 

The elimination of salt from the furnace feed has made volatilization 
much more desirable because: (1) It greatly increases extraction. (2) 
It results in the production of a fume substantially free from chlorides, 
and which therefore requires no intermediate chemical treatment before 


~ 


blast-furnace reduction. (3) It produces a furnace gas free from chlorine . 


or hydrochloric acid, and one that can be readily filtered in a baghouse 
with nearly complete recovery of fume. (4) It eliminates the cost of the 
salt itself. These marked improvements over chloride volatilization 


Fig. 1—GENERAL VIEW OF CHIEF CONSOLIDATED CONCENTRATOR, EXPERIMENTAL 
PLANT IN DISTANCE. 


resulted in the decision to build a complete test plant in which quantita- 
tive results could be obtained in a continuously operating process. 

Ores from the Chief Consolidated mines vary from entirely oxidized 
ores to ores showing only slight oxidation, and from nearly self-fluxing 
ores to highly infusible ores. As has been stated, a furnace feed with a 
high fusion temperature of the non-volatilizable constituents is necessary 
for complete volatilization of the valuable metals; therefore, to increase 
the proportion of ores available for milling, it is desirable to remove, by 
concentration, some of the constituents that tend to promote fusion of 
the furnace feed or to hinder volatilization. As gravity concentration 
and flotation methods can readily remove as concentrate nearly all the 
sulfide minerals, as well as considerable lead carbonate, with the pro- 
duction of a highly siliceous residue containing the remaining oxidized 
metals, a test plant was erected in which these methods preceded vola- 
tilization. The advantages of this preliminary concentration on Chief 
Consolidated ore are as follows: 
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Lead sulfide and silver-bearing iron sulfides as well as some lead car- 
bonate are removed as marketable concentrate. 

The removal of iron, sulfur, and lead from the furnace feed raises the 
fusion temperature of the residue, and thus permits greater extraction of 
the valuable metals by volatilization. 

The removal of sulfides from the furnace feed insures the production 
of a basic, non-corrosive furnace gas that can readily be filtered through 
cotton or woolen bags. 

The removal of sulfur from the furnace feed eliminates the necessity 
of any preroasting. 

The removal of concentrate decreases the tonnage of feed to be 
handled by the furnace. 

Preliminary concentration permits the treatment of ores that could 
not otherwise be treated by volatilization. 

The concentration methods, when employed on the small proportion 
of ores free from oxidation, afford a recovery great enough to eliminate 
the necessity for subsequent treatment by volatilization, and therefore 
constitute a complete treatment for this class of ore. 


EXPERIMENTAL PLANT 


The experimental plant consisted of a gravity concentration and 
flotation unit and a volatilization unit, and was designed to treat con- 
tinuously about 5 tons of ore daily with equipment that duplicated, except 
in size, that which would be used in a commercial plant. The flow sheet 
and equipment of the experimental plant are as shown in Fig. 2. 

Continuous operation of the wet-concentration plant presented no 
unusual difficulties, but troublesome accretions formed in the rotary 
kiln and had to be removed each shift with a hand bar. Extractions in 
this rotary kiln were excellent, provided a long flame was used. The 
baghouse recovered all visible fume; and as the fume was highly basic, 
no bag trouble developed. 

The troublesome furnace accretions seemed to occur in the pre- 
heating zone of the kiln, up to a temperature of about 2000° F., but at 
higher temperatures they did not exist. They were not slagged accre- 
tions, such as the rings in cement kilns, but consisted of unfused particles 
of quartz, the principal gangue, loosely bound together by slight fusion of 
other gangue constituents. They did not occur as definite rings, as in 
cement kilns, but occupied the entire preheating zone. On account of 
the comparatively unfused condition of these accretions, it was thought 
that their own weight would make them drop from the lining of a larger 
kiln on account of the greatly flattened arch. 

To determine whether a commercial-size kiln would make the same 
extraction as the experimental kiln, and whether the accretions in a large 
kiln would be serious, 1000 tons of oxidized tailing were sent to the 
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plant of the Ogden Portland Cement Co. for test in its 714 by 125 ft. 
rotary kiln. Here it was definitely determined that good extractions 
could be made in the large kiln, but that the soft accretions grew just as 
fast as in the small kiln. Moreover, it was impossible to remove accre- 
tions from the large furnace by the usual methods, so that after 48 hr. 
operation the opening in the kiln was closed $0 much by this peculiar 
growth that it was impossible to continue operations. In other words 
the commercial-size kiln acted exactly the same as the experimental 
kiln but, on account of its increased size, it was impossible to remove the 
accretions by hand poking. Until a mechanical arrangement capable of 
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Fic. 2.—FLOw SHEET OF EXPERIMENTAL PLANT, 


removing these accretions and adaptable to commercial-size kilns was 
devised, or until a method of controlling the accretions was found, it was 
not considered feasible to proceed with the erection of a commercial 
plant. 
The next work in the experimental plant was to find a practical 
method of controlling the kiln accretions, and one that could be applied 
to a full-size rotary kiln. Finally, a water-cooled reciprocating rabble 
that worked continuously in the kiln from the feed, or flue, end was 
devised. This kept the experimental kiln free from accretions, but it was 
occasionally necessary to run the rabble into the hot zone. With this 


204 THE CHIEF CONSOLIDATED VOLATILIZATION PROCESS AND MILL 


OLES DRYER AND PORTLAND FILTERS. 


Fic. 4.—Drive or 10 By 80 rr, KILN. 


equipment, the experimental kiln was run nearly continuously from June 
6 to July 21, 1923, with the following results: 


EXPERIMENTAL PLant Ruesutts- 
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Average hot-zone temperature, 2550° F. 

Average flue temperature, 1000° F. 

Average recovery of fume in baghouse, by test, 99.74 per cent. 
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Fig. 5.—FLOow SHEET CHIEF CONSOLIDATED CRUSHING PLANT; NORMAL CAPACITY 
65 TONS PER HOUR. 


Although this test showed high metal recoveries, the process was still 
open to the objections that operation of the kiln in this manner produced 
a large amount of flue dust that required retreatment and lowered the 
grade of the fume, and that the continuous operation of the water-cooled 
rabble in the furnace increased the fuel consumption. Also, the mainten- 
ance cost of the rabble was excessive. To obviate these objections, the 
tailing from the wet-concentration mill was filtered, dried, and fed into 
the firing end of a rotary kiln 3 ft. in diameter by 18 ft. long. In this 
manner, the feed was quickly heated above the temperature of accretion 
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formation, so that the accretions occurred only in the first few feet of the 
kiln and could, therefore, be much more readily removed by intermittent 
poking, either by hand or mechanically. This quick heating also resulted 
in quick softening of the furnace feed, the prevention of nearly all dust- 
ing, and the production of a fume containing only about 15 per cent. 
silica. Extractions were about the same as when the kiln was fired at the 
discharge end. This concurrent furnace had a capacity of about 6 tons 
per 24 hr., with a pulverized-coal consumption of 33 per cent. of the fur- 
nace feed. After these satisfactory results had been obtained, the 
decision to build a commercial plant was reached. 


Tue Curer CoNnsoLipATED MILL 


The site selected for the Chief Consolidated mill is about 2000 ft. 
east of the Chief Consolidated mine at Eureka. It overlooks a long 
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Fia. 6.—FLow SHEET OF WET CONCENTRATOR; NORMAL CAPACITY 300 TONS DAILY. 
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slope above the town that will afford ample room for stacking the 
dry tailing. 

In the design of the mill, the flow sheet developed in the experimental 
plant was closely followed. The concentration and volatilization units 
were designed for an ultimate capacity of 250 tons of ore per 24 hr., 
but the crushing plant and coal-pulverizing plant were designed to handle 
the necessary tonnage in an 8-hr. shift. The accompanying flow sheets 
(Figs. 5 to 8) will show the principal equipment in each department. 
The plant is substantially constructed of concrete and steel. Wherever 
practicable, positive, individual drives were used on all machinery. The 
electrical equipment of the plant is especially efficient, with push-button 
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a 
or automatic control for all motors, and with adjustable speed motors 
on all feeding devices. 

The crushing plant includes equipment for sampling and weighing 
each carload of ore for settlement with the mining department. A 
unique feature of this plant are the samplers, which consist of a number of 
pivoted buckets that not only sample the ore, but also elevate and 
convey it to the regrinder. 

The wet concentration plant is so-designéd that it can be intermit- 
tently operated either on sulfide ore, with the production of a concentrate 
and finished tailing, or on oxide ore, with the production of concentrate 
and a product that goes to the volatilization plant for final treatment. 
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Fig. 7.—F Low SHEET OF VOLATILIZATION PLANT. 


It is also possible to eliminate the regrinding of oxide ore in order to deliver 
a 20-mesh feed to the volatilization plant. No attempt is made to recover 
any of the oxidized minerals by flotation, as that is the function of the 
volatilization plant. 

The volatilization plant includes not only the rotary kiln for volatili- 
zation, but also equipment for filtering and drying the furnace feed. Heat 
for the drying operation is supplied entirely by the hot flue gases from 
the rotary kiln. In order to prevent contamination of the fume-bearing 
flue gas, it was necessary to make the drying a muffle operation; therefore 
the rotary dryer is of the indirect-heat type. Drives on the rotary kiln, 
coal-firing equipment, and fans furnishing the furnace draft are equipped 
with adjustable speed motors to furnish extreme flexibility in operating 
conditions. The rotary-kiln drive includes supplementary storage 
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batteries sufficient to drive the direct-current motor for a short period 
in case of power interruptions; this provision was made to prevent the 
{ hot charge from sticking to the kiln lining. The water-cooled plow for 
removing kiln accretions was built after the rest of the plant had been 
placed in operation; it consists of a plow mounted on the end of a water- 
. cooled bar, 86 ft. long, with a direct-current crane motor and gears 
mounted on the other end. The gears run on stationary steel rack 
mounted on each side of the bar. 

The baghouse is similar to those used in most lead smelters. The 
illumination equipment for detecting bag leaks and the automatic shak- 
ing system are features in this plant. 
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Fig. 8.—FLow SHEET OF COAL-PULVERIZING PLANT. 


The coal-pulverizing plant is unique among western plants, in that 
it employs a ball-mill working in closed circuit with an air-separator for 
the pulverizing. 

In August, 1924, the wet concentration plant started operations on 
sulfide ore, This department developed no serious trouble and yielded 
expected metallurgical results. The volatilization department was ready 
to start operations in December, 1924, but as considerable trouble 
developed in the operation of the rotary kiln, it was not operated steadily 
until May, 1925. The most important development in this plant was 
the successful operation of the mechanical water-cooled plow for remoy- 
ing furnace accretions. With this plow, a series of longitudinal trenches 
can be cut through the accretions whenever necessary, and a clean furnace 


can thereby be maintained. The actual plowing operation requires about 
20 minutes. 
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As the final plant adjustments have not been made, no quantitative 
results are available at the present time, but the following preliminary 
data will give an idea of the recent work being performed on oxide ore. 
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Tonnage rate to kiln, 7 tons per hr. 
Coal consumption, approximately 30 per cent. of furnace feed. 


DISCUSSION 


T. VaRLEY, Salt Lake City, Utah (written discussion) —The develop- 
ment and installation of this process are the outgrowth of the old chlorid- 
izing roasting process, supplemented by leaching, that has been carried 
on on this continent since 1557, as recorded by John Percy and other 
pioneers of a later date. The history of chloride volatilization, which was 
the second step in the development of the process, is recorded in Bulletin 
No. 211 of the U. 8. Bureau of Mines and contains details of experimental 
work by this process on practically every type of ore. 

The process outlined in this paper, which eliminates the use of salt 
in the volatilization process, is well worth favorable comment. The 
Bureau of Mines began experimental work on this process in 1915 and 
pursued it rather vigorously until 1922, when the work was considered 
practically finished from an experimental standpoint. It is, however, 
only by the application of developed laboratory processes on a commercial 
scale that discoveries similar to those made in this plant are possible. 

The early history states that in many cases, during chloride roasting, 
large losses of metals such as gold and silver by volatilization were noted 
and every precaution was taken to eliminate such losses. It was not 
until about 1893, however, that Pohle and Croasdale discovered impor- 
tant losses in gold and silver tellurides in the Aspen district in Colorado. 
Experimental work by them proved that the losses were very high, for 
which reason they decided that if there was a loss under normal conditions 
that if these conditions were properly adjusted all the valuable materials 
could be volatilized and subsequently recovered in a highly concentrated 
form. In their experimental work along these lines, they proved that 
it was possible to volatilize gold, silver, lead, copper, and other metals, 
but the process was not successful because it was not possible to collect the 
fumes in bags or other devices. The process, therefore, was practically 
abandoned until 1916, when the Bureau of Mines, independent companies, 
and individuals pursued this investigation. With the advent of the 
Cottrell electrostatic precipitators, the process was revived, such a 
means of precipitating the fumes proving satisfactory, and three semi- 
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commercial plants were installed—one in Idaho, one in Mexico, and 
one in Arizona. However, because of certain mechanical difficulties 
these plants were operated only in an experimental way. 

The recovery of silver in the Chief Consolidated plant at Eureka is 
much higher without the addition of salt as a chloridizing reagent. 
Experimental work on high-grade silver ores has proved conclusively that 
calcium chloride is a much better chloridizing reagent than ordinary salt, 
but the high cost of this reagent, in some cases, makes its use prohibitive. 

The oxide volatilization of silver, lead, and gold in the Chief Con- 
solidated ores brings up a question of just what are the proper conditions 
for oxide volatilization of these metals: Are the constituents in the ore 
just right for desirable chemical reactions to take place and would such 
reactions take place with any ordinary silver ores? Is there any remain- 
ing sulfur in the ore, which acts as a carrier for the valuable metals, or 
do they volatilize and subsequently pass off as the oxides of the various 
metals without any reagents that take the place of chlorine in the chloride 
volatilization process? 

Can the author give any figures on the ratio of concentration, taking 
the weight of the furnace feed as 100 per cent. 


S. G. Ormsrrap, Eureka, Utah.—The feed to the kiln represents 
approximately 60 per cent. of the feed to the wet plant; at the volatiliza- 
tion plant the fume will run 15 to 16 per cent. insoluble, which with the 
metal contents constitutes the whole. The concentration ratio will 
vary between 4 and 10 to 1, depending on the tenor of the feed. 


V. O. Lawton, Salt Lake City, Utah.—How are the metals volatilized? 
What chemical formula would represent them? 


8. G. OtmstEAD.—We do not know definitely. I believe that the 
lead comes off in the metallic form and as lead sulfide; in other words 
what sulfur is present combines with the lead in the fume. The silver 
comes off in metallic form. Gold is volatilized but in what form is 
unknown. In the precipitated fume, it is in metallic form. 


O, C. Rauston, Berkeley, Calif.—I believe that I can present a very 
shrewd guess as to the form the metals are in when they are caught 
in the fume. The silver can be volatilized in the kiln at a temperature 
of about 1300° C. without the presence of any chlorides. Published data 
on the vapor pressure of silver show that at 1300° C. the amount of gas 
passing through the kiln is more than enough to evaporate all the silver 
from the ore. As most of the silver minerals on roasting are converted 
to metallic silver and as the vapor pressure of silver is ample to explain 
its evaporation, this success of the Tintic Standard volatilization kiln 
is not difficult to understand. 
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The volatilization of the lead in the ore is easier to explain. Lead 
carbonate is converted to lead oxide at a very low temperature and lead 
| sulfide is roasted to lead oxide and lead sulfate. Lead oxide can be 
evaporated at a temperature as low as 800° in a current of gas, such as 
passes through this kiln, and lead sulfate_is dissociated thermally at 
temperatures above 1000°, giving lead oxide and oxides of sulfur. Lead 
sulfate itself is quite volatile at 1300° C. There is therefore nothing 
mysterious about the volatilization of lead. . Of course when the gases 
are cooled some of the oxides of sulfur can recombine with the lead oxide 
and then appear in final form as a mixture of lead oxide and lead sulfate. 
It is interesting to note that this method applies mainly to finely 
divided material not too high in lead. The portion of the lead and silver 
that is easily recovered by gravity concentration is difficult to treat by 
volatilization and vice versa. Therefore the combination of gravity 
concentration and volatilization amounts to fitting two processes 
together, each of which makes up for the disadvantages of the other. 
It might be well to point out that an ore which can be heated to 1300° 
C. without serious sintering or slagging is unusual, and as volatilization 
without salt cannot be carried on successfully below this temperature, 
for ores that are more easily sintered chloride volatilization would be 
necessary; this, of course, can be obtained by simply adding salt to the 
charge fed into the kiln. 
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‘Method of Unloading Ores and Coarse-crushing Practice at 
Magna Plant of Utah Copper Co. 


By B. E. Mrx* anv L. M. Barxer,{ Satt Lake Crry, UTAn 
(Salt Lake City Meeting, September, 1925) 


Tuer present methods of unloading ore and coarse-crushing at the 
Magna plant of the Utah Copper Co. are the developments of the past 
five years. Hand dumping and breaking have given way to the rotary 
car dump and large gyratory; and the bucket elevators and stationary 
screens have been replaced by conveyors and shaking screens. 

The coarse-crushing plant may be broadly divided into two units: 
the primary crushing and the secondary crushing, or primary roll, unit. 
The former was erected in 1923; with the exception of the excavation, 
the construction was carried on by forces of the company. Excavation 
was started in the middle of March, the first concrete was poured July 
16, erection of the steel building started Oct. 30, and the unit was com- 
pleted and operating Dec. 30. The unit has a capacity of over 24,000 
tons of ore per day, and cost more than a million dollars. Remodeling 
of the primary-roll unit extended over a period of years preceding this, 
some of the work having been done as early as 1918. 


DELIVERY OF ORE FROM Mink, YARD STORAGE, AND HaNnpLING OrR= 
CARS TO AND FROM PRIMARY CRUSHING PLANT 


The ore is transported, in steel cars of 80 tons capacity, from the mine 
to the mill, where a reserve tonnage of loaded cars is maintained. Mallet 
locomotives, handling trains of 45 cars, or approximately 3600 tons of 
ore per train, deliver the trains to a storage yard which contains three 
tracks—a passing track and two storage tracks. All of this trackage is 
equipped with an overhead trolley system, so that electric locomotives 
can be used in yard switching. 

The storage tracks have a total length of 4500 ft. and provide storage 
space for 140 cars. The passing track, besides permitting switching 
room for locomotives, is used for storage purposes between train arrivals; 
thus giving intermittently a total storage capacity for the yard of approxi- 
mately 200 cars. The amount of ore stored at any one time, however, 


* Chief Draftsman, Utah Copper Co. 
} Metallurgical Engineer, Utah Copper Co. 
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varies from 25 to 150 cars, or from 2000 to 12,000 tons, depending on 
rate of train arrivals and mill consumption. 

The ore is drawn from the storage yard by electric locomotives, in 
trains of 10 or 12 cars, and delivered to the primary crushing plant for 
dumping. Steam locomotives were used in this service prior to this 
year; but by the use of electric locomotives marked reductions in operat- 
ing and maintenance costs have been effected. The locomotive switches 
the loads to a track which leads to the car dumper and connects with 
empty or make-up yards beyond. When dumped the empty cars are 
switched to the empty yards, which contain three electrified tracks with 
a total length of 6700 ft., or sufficient space for 200 empty cars. The 
tracks descend from the dumper on a gradually reducing grade—3 per 


Fig. 1.—GENERAL VIEW OF MAGNA PLANT, LOOKING BAST. 


cent. at the dumper but reduced to 1 per cent. in the lower yard—thus 
permitting placement and switching of empty cars by gravity. In this 
yard, trains are made up for the return to the mine. A train crew of 
four men accomplishes the above switching. Two such crews are used 
in the summer months and three in the winter to maintain a medium 
tonnage; for maximum tonnage, three crews would be necessary all the 


year round. 


DumpinG, Primary SCREENING, STORAGE, AND INITIAL CRUSHING 


Dumping and primary screening and crushing constitute the initial 
steps in the coarse-crushing operation. The loaded cars, drawn from 
the storage yard, are switched, two at a time, on to the dumper by the 
train crew. The dumper, which is of the tandem-rotary type, is com- 
posed of two units, which may be operated separately or together; each 
unit handles one car. This arrangement, besides affording means of 
varying the dumping rate, assures constant operation when required, 
facilitates repairs, and minimizes delays. These factors are of particular 
importance during the winter months when frozen ore must be contended 
with. Each unit of the dumper is driven separately by a 50-hp. motor 
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through gear reduction, provision for tandem operation of the two units 
being made in the electrical control equipment in the operator’s cab. 
Dumping procedure is as follows: Two cars of ore are spotted on the 
dumper and cut loose from the rest of the train by the train crew. The 
dumper then revolves these cars 165°, dumping the ore upon a bank by 
which it is diverted over grizzlies. The bdnk is composed of ore from 
previous dumpings. Its use eliminates excessive grizzly wear, and the 
undue loading of the grizzlies that would result’should the ore be dumped 
directly on them; and it provides for better distribution of the ore over 
the grizzlies so that more efficient separation of undersize results. The 
dumpers operate on a 2-min. cycle, but the average time required for 
the entire operation of spotting cars, etc., isapproximately 5 min. This 
is equivalent to a dumping capacity of 24 cars per hour, or 1920 tons of 
ore. This is practically twice the maximum daily tonnage required 
and assures delivery of sufficient ore from the dumpers for the 
mill demands. 

The grizzlies surmount a storage bin of 1500 tons live capacity, and 
discharge at the mouth of a No. 27, 54-in. gyratory crusher. They 
consist of two sections, one under each dumper. These sections are 
car width, 20 ft. long, set at an angle of 42°, and are built up of individual 
20-in. T beams spaced 614 in. apart. The T beams are capped with 
specially designed manganese-steel wearing plates. Undersize, —61% 
in. ore, passes through the grizzlies to the storage bin, and oversize goes 
to the crusher. Of the ore dumped, it is estimated that approximately 
25 per cent. is oversize and constitutes feed to the No. 27 crusher. 

The No. 27 crusher reduces the oversize to —6)4 in. and discharges 
it to two small bins or crusher pockets. The crusher is a 54-in. double- 
discharge gyratory, and is driven by a 250-hp., 300-r.p.m. motor coupled 
direct to the pinion shaft through a specially designed flexible coupling. 
This consists of two cast-iron halves and a disk made from 12-ply con- 
veyor belting. The disk is connected separately to each half by bolts, 
the circle of which, for one half, is larger than that for theother. This 
type of flexible coupling is used primarily for the protection afforded the 
crusher against tramp iron; in addition there is an overload release on 
the motor. The crusher pockets are adjacent to the undersize storage 
bin, and ore can be drawn into them through holes in the partition wall 


common to both. 
Deivery, ConvEYING, SCREENING AND SEeconpD Stace oF CruUsHING 


The ore in the undersize storage bin and crusher pockets is removed 
by 72-in. pan feeders, which discharge on to belt conveyors. The pan 
feeders, four in number, are arranged in pairs on opposite sides of the 
crusher. Of each pair, one feeder is located under the storage bin and 
the other under a crusher pocket. Two 54-in. belt conveyors are located 
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directly below the feeders, one to each pair, and take the discharge from 
them. The storage-bin feeders are driven by two speed motors through 
reduction gears. The controls for the motors are tied in with the con- 
trols of the belt conveyors, thus providing for starting and stopping of 
feeders and conveyors simultaneously. The feeder motors can, however, 
be permanently cut out by push-button switches on the control panel 
if occasion requires. The crusher-pocket feeders are driven by roller 
chain and sprockets through a friction clutch from the belt-conveyor 
drive, thus giving operating conditions comparable to those prevailing 
on the storage-bin feeders. These latter feeders discharge on to a short 
grizzly, which screens the fine ore on to the belt conveyors and forms a 
cushion to protect the belts from snagging by coarse ore. The crusher- 
pocket feeders discharge directly on to the belt conveyors, but subsequent 
to the discharge of the storage-bin feeders. 


Fic. 4.—Car DUMPER BUILDING AND No. 9 CRUSHER BUILDING. 


The two 54-in. belt conveyors advance the ore to another unit, known 
as the No. 9 plant, for the second stage of coarse crushing. These con- 
veyors are operated on a 19° incline, and each is driven by a 125-hp. 
two-speed motor through double reduction gears and a modified snub 
drive. Both conveyors are equipped with ball-bearing troughing and 
return idlers. The motors are equipped with solenoid brakes, which 
operate on a brake drum attached to the rotor shaft. The brakes auto- 
matically release when the motor is started and set when the motor 
stops, thus preventing backing up of the conveyor when stopped under 
load. Push buttons for motor control are installed at both the head and 
the tail ends of conveyors. That at the tail end can be used only for 
stopping the conveyor, the main control being at the head-end station. 
The conveyors can be operated at either of two speeds—175 ft. or 350 
ft. permin. This provision is made primarily so that the maximum ton- 
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nage of ore can be handled by one belt should occasion require it. The 
conveyors discharge the ore into a steel hopper in the No. 9 plant, at 
which point tramp iron and mine timber are removed from the ore by an 
operator stationed there for that purpose. 

From the steel hopper, the ore is discharged over four grizzlies whose 
product, undersize and oversize, are diverted to a surge bin and four 
gyratory crushers, respectively. The grizzlies and crushers are located 
in pairs on opposite sides of the hopper. The hopper is supported on a 
steel structure over the grizzlies and serves merely as an ore distributor. 
Flow of the ore over the grizzlies is controlled by lifting counterbalanced 
swing gates. Stoppage of the feed to one grizzly simply increases the 
quantity thrown to those remaining in operation. The grizzlies, built 
up with standard manganese-steel T bars, are 12 ft. long, 6 ft. wide, 
slightly fanned at the bottom, and set at an angle of 42°. Spacing of 


n) ——_ nial ‘ef 
Fig. 5.—GRIZzZLIES AND HOPPERS OVER No. 27 CRUSHER, CAR DUMPER BUILDING. 


grizzly bars is varied, to suit ore conditions, within the following limits: 
in the summer with dry ore, 114 in. spacing; in winter and early spring 
with wet and frozen ore, 214 in. spacing. Of the tonnage of ore delivered 
to the grizzlies, approximately 30 per cent is oversize and is discharged 
into the No. 9 crushers. These crushers are of the short-head type and 
are direct driven through a flexible coupling of the same design as used 
on the No. 27 crusher drive, by a 125-hp. 450-r.p.m. motor. In addi- 
tion to the normal control equipment at each motor, push-button cut- 
outs are installed on the hopper or operating floor. Each crusher is 
equipped with force-feed oil pump for lubrication of eccentric bearings 
and cold-water coils for maintaining the lubricating oil at a moderate 
temperature. There is also provided an external pumping and filtering 
system for continuous treatment of the oil circulating in all crushers. 
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The crushers reduce the oversize from the grizzlies to approximately 
— 2) in. and discharge their product to the surge bin where it joins 
the grizzly undersize. 

All of the equipment described so faris contained in one building, which 
practically consists of two parts. One contains the dumping plant, 
bins, feeders, and No. 27 crusher, and tHe other, the No. 9 plant, with 
its grizzlies, No. 9 crushers, and surge bin. In both plants most of the 
operating floor space is below ground level. ’ The building is constructed 
of concrete and steel and provided with sufficient windows for good 
lighting. In its design, care was taken to provide ample room around 


Fic. 6.—HOPPER OVER CHUTES AND GRIZZLIES FEEDING No. 9 CRUSHER. 


all equipment, so that it would be easily accessible and safe for operating 
and repair crews. Guard rails and screens have been provided, wherever 
possible, around all dangerous places, and stairways and runways were 
made of ample width. The dumping plant constitutes the main portion 
of the building and contains four floors. The vertical distance from 
the car-dumper track, or first floor of the building, to the bottom floor is 
97 ft. This part of the building is equipped with a 60-ton electric crane, 
having a 10-ton auxiliary hoist. This crane serves directly all heavy 
equipment, except pan feeders and tail pulleys of belt conveyors. Man- 
ual labor is reduced to the minimum in handling such equipment, how- 
ever, as a shaft 8 ft. square extends from the third to the bottom floor. 
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Most of the work of replacement, or removal, is accomplished by the 
crane through this shaft. The No. 9 plant contains three floors, the 
top floor providing ample rigger space for daily repairs. This part of 
the building is equipped with a 30-ton electric crane, which can handle 
directly, or through hatchways, all heavy equipment in this plant. 
A standard-gage railroad spur enters the building on the third floor. The 
bottom floors of the two main portions of the building are connected by a 
tunnel 4 ft. wide and 6 ft. high, which, besides serving as a passageway, 
is used as a cableway for power lines and for drainage purposes. 


DELIVERY TO AND TREATMENT IN THE SECONDARY COARSE-CRUSHING 
PLANT 


Conveying and Weighing of Ore and Removal of Undersize Resulting from 
Primary Treatment 


From the surge bins below the No. 9 crushers, the ore is discharged 
through chutes to two 54-in. horizontal conveyors, which deliver it to 


Fia. 7.—CoNcRETE TUNNEL FOR CONVEYORS. 


the secondary crushing plant. The conveyors run through a tunnel 
23 ft. wide and 325 ft. long. The remoteness of the primary crushing 
plant from the mill building proper and the presence of Bingham & 
Garfield R. R. tracks and shops between necessitated the construction of 
this tunnel and the use of this additional conveying equipment. These 
conveyors are equipped with ball-bearing idlers, also six sets of conveyor 
aligning idlers each, equally spaced throughout their length. They are 
driven from the head pulley by 50-hp. two-speed motors through double- 


bins. 


this case screen mesh) is varied to meet ore conditions. 


and of this tonnage approximately 60 per cent. is oversize. 
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reduction gears and flexible couplings of the design described. Like 
the 54-in. incline conveyors, push-button control of the motor is provided, 
stop buttons being placed at regular intervals along each belt. A 
signal-light system assists the operators in the coordination of the 
several units of the primary crushing plant ; there, also, two belt speeds 
are provided for operating contingencies. Recording weightometers 
are installed near the head end of these conveyors; at this point, also, 
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Fig. 8.—CoNvVEYORS IN PRIMARY ROLL PLANT. 


moisture samples are taken from the ore stream. Each conveyor dis- 
charges upon a specially designed four-cam impact screen, the under- 
size of which is diverted to conveyors delivering to the fine-ore storage 

On these screens, as in the case of the grizzlies, the opening (in 


On dry ore, 
1 by 1 in. mesh is used; on wet ore, as large a mesh as 114 by 3in. The 


entire primary coarse-crushing plant tonnage is treated by these screens, 
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size discharges into a surge bin, which feeds two short 48-in. belt con- 
veyors delivering to the secondary crushing, or primary roll plant. 


Primary Roll Grinding and Accessory Screening and Conveying Equipment 


The primary roll plant contains two similarly equipped units, each 
of which receives ore from one of the 48-in. conveyors. The ore is 
discharged upon a 48-in., 21° incline, belt conveyor, which delivers it to 
a hopper above two 72 by 20-in. rolls. The conveyor is equipped with 
ball-bearing troughing and return idlers, and is driven by a 100-hp., 
690-r.p.m. motor through a flexible coupling, reduction gears, and 


Fria. 9.—ScrREENING TOWERS IN PRIMARY ROLL PLANT. 


tandem drive, at a speed of 420 ft. per min. The hopper above the 
rolls is two-way and provided with a basket-type splitter gate, so that 
feed to either roll can be cut off and diverted to the other roll when 
necessary. Construction of the hopper is such that the ore discharged 
into it falls upon a bed of ore, thus eliminating the use of liners. From 
the hopper the ore passes to the two 72 by 20-in. rolls. Each roll is belt 
driven from a line shaft, which is, in turn, driven through a flexible 
coupling by a 250-hp. 300-r.p.m. motor. The product of each roll 
discharges upon a 36-in., 21° incline conveyor, the tail of which is directly 
beneath the roll. The equipment and drives of these conveyors are 
similar to those of the 48-in. conveyor, except that the motors are 50 
hp. 670-r.p.m., and the belt speed of both is 370 ft. per min. we 
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The 36-in. conveyors each discharge into a round-bottom, steel, 
surge bin, or screening tower, from which the ore is drawn by drum 
feeders, of which there are four, in pairs, under and on opposite sides of 
the bin, 36 in. in diameter and 72 in. long. The tonnage delivered 
from them is regulated by adjustable swing gates. The impact screens 
are of special design, two cam type, and mounted one under each feeder. 
Two cam shafts, belt driven by a 5-hp. motor, operate the four screens. 
The mesh of these screens is varied with ore conditions, but is seldom 
greater than 1 by 1 in. or smaller than 34 by 34 in. The screen under- 
size constitutes the finished product of this plant and is diverted to 
conveyors that deliver it, together with the undersize of the four cam- 
impact screens, to the fine-ore storage bins. 

The screen oversize falls upon a 36-in. conveyor, which delivers it 
to a 54 by 20-in. roll. The drive for this roll is similar to that of the 
72 by 20-in. roll, except that appropriate pulleys are included on the 
line shaft for belt driving the drum feeder mechanism and the 36-in. 
conveyor of the screening tower. The product from the 54 by 20-in. 
roll passes through chutes to the 48-in. incline conveyor, thus being 
returned to the circuit heretofore described. 

All of the equipment of this plant, as well as considerable accessory 
equipment, is contained in one building. Of the accessory equipment, 
a 30-ton electric crane is the most important. This serves directly, or 
through hatchways, all heavy machinery in the plant. The building 
itself contains no unusual structural features. 


ADDENDUM 


In its broader aspects, the efficiency of a coarse-crushing operation 
cannot be measured only in terms of tonnage treated and degree of 
reduction made. The cost of the operation per ton of ore is usually 
the most important consideration. Some general cost data on Magna’s 
operation are as follows: Average total cost per ton $0.03904. This 
cost is made up of the following items: 
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These costs were obtained when treating a medium tonnage and 
do not include overhead expense. The reduction accomplished by 
these crushing operations is from general run-of-mine material to 
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MECHANISM OF FILTRATION 


Mechanism of Filtration 


By Artsur W. Hrxson,* Lincoun T. Worx* anp Isaac H. Opntt, Jr.* 
(New York Meeting, February,'1926) 


ALTHOUGH a few engineers have recognized the problem of the 
mechanism of filtration it has never been studied in a quantitative way. 
A background for a better understanding will be afforded by a survey 
of certain fundamental principles of filtration. 

In recent years, authorities have become practically unanimous in 
saying that the actual filtering should be done, not by the cloth itself, 
but by a layer of solid particles deposited upon it. Thus, a cloth may be 
used in which the openings are considerably larger than the particles to 
be filtered, provided that groups of particles form an arch or bridge over 
each opening. This can be accomplished if the initial pressure is so low 
that the arch will not be broken while it is still thin. According to 
Wright,! the chief advantage of this method of filtration is that the open- 
weave cloth does not become clogged as easily as does one of closer weave, 
where the fine particles often work their way into the interior of the cloth 
and become caught there. If the character of the material to be filtered 
is such that it will not form a good film, then it becomes advantageous to 
use ‘‘filter aids” for pre-coating the cloth with a desirable layer of solids, 
and the coating need be only of a very slight thickness for good results. 
Until the film is formed, the first runnings of the filtrate may be cloudy, 
often necessitating refiltering this portion. 

A factor which has considerable effect on the performance of filters 
is the concentration of solids in the pulp. According to Wright, a high 
concentration of solids gives a porous cake, since the flow is then slower 
than with a thin pulp. The porosity of the cake is also affected by the 
pressure: a high initial pressure tends to compact the cake, and the same 
effect results from fluctuations of pressure. In his studies of the relation 
between pore size and particle size, Hatschek? observed that the particles 
in a pulp tend to arrange themselves with maximum cross-section parallel 
to the direction of flow and that this is more marked at the higher 
velocities. Thus, at high pressure and high velocity, a certain pulp 


* Dept. of Chem. Eng., Columbia Univ. 

1A. Wright: Industrial Filtration (1923). 

2. Hatschek: Mechanism of Filtration. Jnl. Soc. Chem. Ind., (1908), 27, 538. 
Principles of Technical Filtration. Jnl. Soc. Chem. Ind. (1920), 39, 226-8T. 
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will pass through a given filter cloth, whereas, at a lower pressure and a 
correspondingly lower velocity, a cake will be built on the cloth. 

The researches on plasticity by E. C. Bingham,’ while they do not 
concern filtration directly, do suggest a new approach for the study of 
the problem Bingham investigated the flow of suspensions of clay in 
water, and also of paints in oils, using capillary tubes considerably larger 
than the particles of the material. He notes, that, when the force applied 
is only slightly greater than that necessary to start motion, a condition 
of seepage exists, with the liquid being forced through the pore spaces 
between the solid particles. Other things being equal, this effect becomes 
greater as the size of the capillary decreases. It would therefore seem 
that a size of tube could be reached at which this seepage effect would be 
great enough to produce filtration. 


Size OF PARTICLES AND OF FILTER OPENING 


An experimental study was made to determine the relation between 
the size of particles and the maximum possible size of filter opening, using 
calibrated capillary tubes for the openings. The material used was 
quartz sand, previously ground in a ball mill. This was screened to 
mesh intervals of 130-230, 230-325, and minus 325, the sizes being desig- 
nated respectively as (1), (2), and (3). The last was further classified 
by the method of sedimentation, and three fractions designated respec- 
tively as (3-a), (3-b), and (8-c) were obtained. All of these were examined 
microscopically, the intermediate dimension or the short diameter in 
the plane of the microscope being taken as the criterion of size. The 
five fractions finally obtained were of the following sizes: 

(1) .085 — .165 mm. 

(2) .060 — .085 mm. | (8-a) .030 — .060 mm. 

(3) .000 — .060 mm. ; (8-b) .012 — .030 mm. 

| (3-c) .000 — .012 mm, 

From sizing data, it was determined that (3) contained 40 per cent. 
of (3-a), 15 per cent. of (3-b), and 45 per cent. of (3-c). 

The tubes used for filtration were made by drawing out thick-walled 
l-mm. glass tubing. Their diameters were determined with the micro- 
scope to a precision of about .010 mm. The sizes of those tubes which 
affected the results were .160, .208, .264, .340, .392, .464, .496, .560, and 
624mm. For convenience, these figures will all be expressed as microns, 
001 mm. equalling 1 micron. The filtrate from the capillary tube was 
received in a glass bottle connected through a stop-cock to the capillary. 
The receiver was connected to a vacuum vessel which had outlets to the 
vacuum pump, the manometer, and the atmosphere. 


‘KH. C. Bingham: Fluidity and Plasticity (1922). 
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Each pulp was prepared in a small beaker, into which the capillary 
was dipped, and the vacuum was gradually applied by closing the outlet 
to atmosphere. If a cake formed, the vacuum was increased to 25 in. 
of mercury, to determine whether the cake would withstand this pressure. 
Several attempts were made before recording a negative result. This 
procedure was followed with each of several capillaries to locate the limit, 
which was taken as the smallest size of capillary upon which no cake 
would form. Where cake formation was very difficult with one size of 
tube, or the cake broke down before full vacuum was reached, the 
result was recorded as doubtful between two tube sizes. But, as such 
cases were not numerous, the precision with which the limits were deter- 
mined may be considered to be about 30 or 40 microns. In this manner, 
the maximum filter opening was determined for a variety of particle 
sizes and pulp densities. 


Microscopic EXAMINATION OF CAKE 


Several representative cakes were removed from the capillary and 
examined under the microscope. In the center of each cake, there was 
an arch in which the larger particles formed the structure. This arch 
evidently acted as the support for the entire cake, and the interstices 
in it formed the ducts for the passage of the liquid. A typical section of 
the cake is best shown by a sketch, as in Fig. 1. 


Fig. 1.—STRUCTURE OF FILTER CAKES. 


The results, which are shown graphically in Figs. 2 to 6, may be 
summarized as follows: 

1. For a narrow range of particle sizes, the limiting size of filter 
opening is essentially constant from a pulp density of 60 per cent. down 
to 15 or 20 per cent. Below this percentage, the opening is less, ap- 
proaching the size of the largest particle in the sample as the solid content 
approaches zero. Under the condition that the particles are infinitely 
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RELATION BETWEEN MaximuM Fitter Openinas, PARticLE §1ze AND Pup Density 


Particle eid Maximum | Blend Number Masten). 
rae hes At oboe Pee Cent ffi and Per Cent. pecs” 
Git 85-160 | 60 624 (1)-(2) 60 | 624 
40 624 | 40 | 624 
20 624 , 50% -50% 20 =| 624 q 
. 10 560 10 | 560 
5 496 | 5 | 496 
2.5 | 464 | 
oS) 2 aa! Meee ai (1)-(2) 58 | 624 
(2) 60- 85 | 60 560 40 | 624 : 
7 40 560 25%-75% 20 | 560 (624) ' 
20 560 10 | 496 : 
10 496 5 | 464 
. 5 464 eneyenraen ee Sante) mena Po . 
. i ee i eel pees) 60 | 624 
7 (3) 0- 60 | 60 464 (496) | 40 | 624 
40% a-15% 40 496 (464) | 50%-10%-40% | 20 | 560 
45% 20 464 (496) 10 | 464 (496) 
10 509 (460) (225 soe eS eee 
ge es ot MARE D) <() 58 | 624 
(3-a) 30- 60 | 60 464 (496) 40 | 560 (624) 
7 40 496 | 25%-25%-50% | 20 | 496 
20 496 (464) 10 | 392 
| 10 496 (464) | ee eee 
5 | 392 (1)-(2)-(3) 60 624 (560) 
2.5 | 392 40 | 496 
1.6 | 340 10%-10%-80% | 20 | 464 
a ee ee 10 | 392 
(3-b) 12-30| 50 | 464 ee ee ee 
38 «| 892 (2)-(3) 60 | 496 (560) 
20 =| 392 40 | 496 (560) 
10 392 20% -80% 20 | 392 
5 340 10 | 392 
(3-c) 021257 340 | 3(a)-()-(e) 57 | 464 
40 340 40 | 464 (392) 
20 340 10%-10%-80%| 20 | 392 
10 340 (264) 10 340 
5 208 


far apart, each one would come to the opening separately, and the 
largest particle would start filtration in any tube of less than its 
own diameter. 

2. There is a definite mathematical relation between particle size 
(P) and filter opening (C) in microns for sized fractions of greater than 
20 per cent. solid content. Using the maximum particle size in the sized 
fraction, the relation is C = 175 ~/Pmax, Using the average particle 
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Fic. 2.—CoMPARISON OF PULP DENSITY AND MAXIMUM FILTER OPENING FOR PARTICLES 
IN NARROW RANGES OF SIZE. 
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Fic. 3.—CoMPaRISON OF PULP DENSITY AND MAXIMUM FILTER OPENING FOR BLENDS 
f OF SIZED PARTICLES. — 
Sample (1) as maximum size. 
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Fig. 4.—ComMPaRISON OF PULP DENSITY AND MAXIMUM FILTER OPENING FOR BLENDS 
OF SIZED PARTICLES. 
Sample (2) as maximum size. 
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Fia. 5.—CoMpaRIsON OF PULP DENSITY AND MAXIMUM FILTER OPENING FOR BLENDS 
OF SIZED PARTICLES. 
Sample (3-a) as maximum size. 
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diameter, it is C = 190 ¥/P,y, Both equations are equally applicable, 
and there is at present no reason for selecting one in preference to 
the other. 

3. In blended samples formed by the substitution of finer particles 
for a portion of the sized fraction, the fall in the value of the filter opening 
occurs at a higher pulp density and it is mdre gradual. 
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Fic. 6.—CoMPARISON OF PARTICLE SIZE AND MAXIMUM FILTER OPENING. (20 TO 
60 PER CENT. SOLIDS.) 


FURTHER SIGNIFICANCE OF DATA 


When studied and interpreted, the data have still further signifi- 
cance. For instance, it is conceivable that each size of particle might 
play its proportionate part in determining the maximum size of filter 
opening. Thus, if the effect of each single interval of size in a blended 
sample were proportional to its percentage in the blend and to its maxi- 
mum filter opening when alone, it would be possible to predict the 
maximum opening upon which the blend would filter at any pulp density. 
For example, curve c (Fig. 3) shows a sample containing 50 per cent. of 
size (1), 10 per cent. of (2), and 40 per cent. of (3). At 10 per cent. 
solids in the pulp, the filter openings for (1), (2), and (3) are 565, 515, 
and 375 microns, respectively. These values are taken from the curves. 

On this basis, the value of the maximum filter opening for the blend 
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in 10 per cent. concentration in the pulp should equal .50 X 505 + 
10 X 515 + .40 X 375 = 483. The value from curve cis 445. These 
relations hold fairly well, within the precision of the determinations, in 
the lower concentrations; but above about 40 per cent. solids the calceu- 
lated values are considerably lower than the experimental ones. In high 
solid concentrations, therefore, the constant which represents the effect 
of a given range of particle sizes in a blended sample must be greater than 
the filter opening corresponding to that particle size when isolated. 
Fig. 7 shows a set of constants which can be used to calculate the filter 
opening for a given pulp density of a given blend of particle sizes. The 
results so obtained agree with the experimental data within the precision 
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Fig. 7.—CoNSTANTS FOR EFFECT OF BACH SIZE. 


of the determinations. Since these constants do not differ greatly from 
the values for the sized fractions it is possible that the curves for the 
latter are not truly horizontal above 20 per cent. solids, but that they 
rise with the pulp density by an amount not detected in the experiments. 


CONCENTRATIONS OF SOLIDS AND PARTICLE ARRANGEMENT 


It is also probable that, at high pulp densities, there is a condition 
which renders cake formation easier than in more dilute pulps. High 
concentration of solids may affect the particle arrangement, in that there 
will be less tendency in the thicker slurries for particles to arrange them- 
selves with their greatest cross-section parallel to the direction of flow. 
Moreover, the finer particles when close together may have more tend- 
ency to take part between the larger ones in the filter bridge formation, 
thus increasing the diameter of the bridge. In other words, with thick 
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pulps, the combined action of the various sizes may be greater than the 
sum of their separate actions. 

There is also the possibility that the maximum filter opening for any 
pulp is determined by the actual concentration of the particles of maxi- 
mum size in the total weight of the pulp. This is indicated by the fact 
that, for all samples having the same percéntage of size (1) in the total 
weight of pulp, the filter opening is nearly constant, varying in no case 
by more than one capillary size interyal. Avsimilar condition exists in 
samples with (3-a) as maximum size. This suggests that the frequency 
with which the particles of maximum size occur is the determining influ- 
ence, but it is hardly conclusive. That the larger particles of a mixture 
play a predominant part in the formation of the filter bridge is shown by 
the results of microscopic examination of the cakes, as well as by the 
experimental results. 

So far it is impossible to state which of the two factors determines the 
size of opening on which a given pulp will filter. In the case of the 
thicker pulps of the blends, the facts favor the idea of concentration of 
maximum particles, while, with more dilute suspensions, each band of 
sizes seems to have an effect proportional to its own size of filter opening. 


As PARTICLES BECOME SMALLER LARGER NUMBER FORM BRIDGE 


An interesting fact is brought out in connection with the ratio be- 
tween capillary size and particle size, shown in Fig. 8. It is an axiom in 
the design of apparatus for handling materials in bulk that all gates and 
orifices should be at least three times the size of the largest pieces present, 
because three particles will form a bridge and clog theopening. The 
figure shows that the ratio between opening and particle size approaches 
this value of three in the largest sizes. The curve has a value of four for 
size (1) and it seems to be asymptotic to a value of three for still larger 
sizes. But the ratio increases rapidly as the particles become smaller, 
being about 28 for size (3-c). Thus, as the particles become smaller, a 
larger number of them will form a bridge. It would seem as if the 
viscous resistance of the thin fluid films between particles contributed 
largely to the increase of this ratio. A full explanation of the theory of 
this phenomenon not only would aid in explaining bridge formation at 
the filter opening but also would go far toward an understanding of the 
resistance of filter cakes to fluid flow. 

The results obtained with quartz can not necessarily be applied 
quantitatively to materials with particles of different shapes or of still 
smaller sizes, but the general tendencies will probably apply in all cases. 
The form of the curves and the effects of blending sizes should be 
much the same for any material. Other factors which would be likely 
to affect the results are the shape of the openings and their distance 
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Rpart: The use of square, oblong, or irregular holes, instead of round 
ones, would change the conditions of bridge formation. The presence 
of adjacent openings would alter the directions of fluid flow into any 
given orifice and this, too, would affect the bridge formation. 


Ratio of Filter Opening to Particle Size 


Particle Size, microns 


Fic. 8.—RATIO OF PARTICLE SIZE AND FILTER OPENING FOR EACH RANGE OF PARTICLE 
sizes. (20 To 60 PER CENT. SOLIDs.) 


Usr or Tutck Puures DESIRABLE 


While the conditions existing in these experiments differed from those 
encountered in filtration practice, the data are sufficiently definite to 
justify practical suggestions. Probably the most striking fact is the 
desirability of using as thick pulps as can be conveniently handled. By 
this means it becomes possible to use a filter medium with larger openings, 
thus gaining the advantages mentioned by Wright and others, such as, 
better flow and absence of clogging. To achieve the same end, the pulp 
should be of a suitable degree of fineness, or, if it is already too fine for 
ready filtration, it should have coarse “‘filter-aid’”’ added. In a general 
way, these things have been known. This paper offers a method of 
making more quantitative the selection of a proper filter medium. 


DISCUSSION 


J. A. Baker, Newfield, N. J—Mr. Work, have you made any 
observations on the effect of the amount of vacuum on the structure 
of cake? 

L. T. Worx.—The vacuum was always maintained at a low value to 
start. In certain cases, if the vacuum was initially very high, the cake 
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would not form on a large capillary, whereas at a low vacuum, it would. 
As far as the structure was concerned, we noted no differences. We had 
only a qualitative measure in the microscopic examination. This struct- 
ure is largely that of cakes formed under a low vacuum first and followed 


by a high vacuum. 
¥ 


G. H. CLevenGrR, Boston, Mass.—It is well to bear in mind that 
filtration is brought about by a difference in pressure between the pulp 
and the filtrate. In the vacuum filter you have the difference in pressure 
between atmospheric pressure and whatever vacuum is used. In the 
pressure filter you have the difference in pressure between atmospheric 
pressure and whatever pressure above atmospheric pressure is used. 
Often the rather narrow range in pressure difference possible in the 
vacuum filter is all that is necessary to obtain the most economic results. 
At one time it was thought that greatly increased capacity could always 
be obtained with pressure filters because of the greatly increased differ- 
ence in pressure that could be had, but with slime containing little granu- 
lar material this often did not prove to be true. When there is a large 
proportion of granular material, an increase in pressure difference may, 
and often does, increase capacity. If these studies had been carried on 
at still higher pressures, there probably would have been noted 
compacting of the filter cake with lessening of the rate of filtration. 


L. T. Worx.—Your point is well taken, that we should not try to 
draw the same conclusions for pressure filtration. However, we were 
studying primarily the action at the filter surface. Under extremely 
high pressures, distortion of the cloth very often takes place allowing a 
cake that is once formed to break down. 


G. H. CLevencer.—At one of the plants where they first introduced 
vacuum filtration, experiments were made at first with a filter press about 
100 lb. per sq. in.; it was hard to get solution through a cake }4 in. thick. 
With a vacuum filter there was no trouble informing a cake 14 to 5g 
in. thick and obtaining a reasonable flow of solution through it. Pressure 
is rather important, and it has worked out that in metallurgical work at 
least—the situation may be a little different in the chemical industry— 
that the vacuum filter, everything considered, appears to have a decided 
advantage. That is, you do not gain much by increasing pressure. 

J. B. Porter, Montreal, Que.—I have an impression that you can 
sometimes start with a low pressure and increase it, with less breakdown 
of the cake than if you started with a higher pressure and kept it up. 
Mr. Work, have you found that to be so? 


L. T. Worx.— Yes. 
G. H. Cuevencer.—The question might be asked where does 
thickening leave off and filtration begin? Could not some cases be 
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regarded as thickening problems where actually filtration might be more 
advantageously applied? Mr. Callow might say something on this 
subject with particular reference to the Genter thickener, which after 
all is roughing filter rather than a thickener in the ordinary sense of 
the term. 


J. M. Cattow, New York, N. Y.—The Genter is a filter thickener 
in which a filter medium is used to remove the liquid. It is largely used 
in beet-sugar work but is being gradually extended into metallurgical 
work. In the first carbonation juices in beet-sugar work, we have pulp 
containing about 3 per cent. solids. By the use of this filter, we take off 
75 to 80 per cent. of the solution in the thickener and thereby relieve the 
drum filters, which follow, of that much work, so that only about 20 per 
cent. of the total burden is on the drum filters. This makes a continuous 
process, as against the old plate and frame presses once used in this 
business, and they now require only about one-tenth of the filter area 
formerly used. 

Where thickening should stop and filtermg commence is a practical 
question, depending upon the machine used for the final filtering. The 
drum or dise type of filter requires the thickest possible pulp in order to 
get proper removal of the cake, so that its capacity depends upon the 
amount of filtrate to be withdrawn. Therefore, the thicker the pulp 
the larger the capacity of the machine. 

You cannot put upon a drum filter material that runs 314 per cent. 
solids, for instance, because the cake would be so thin that you could 
not possibly scrape it off. With this filter-thickener device, a very thin 
cake forms on the sacks, sometimes not over 14g in. thick, before it is 
thrown off. Under these conditions, you get the advantage of that high 
initial rate of filtration, with which we all are familiar. 


G. H. CLrevencer.—If you start with a pulp having a high ratio of 
liquid to solids and a pulp of maximum density is required in the dis- 
charge, it would seem to be clearly a case for the simple gravity thickener. 
On the other hand, if elimination of only a small proportion of liquid is 
required and a clear overflow must be had, it is quite possible that the 
automatic type of roughing filter may be better because of the small 
space occupied and the clearer overflow. Such cases may arise in flo- 
tation but each individual case requires careful study to determine which 
type should be used. 


J. M. Catnow.—Probably Mr. Clevenger and I have in mind the 
same set of experiments that were made on some flotation concentrates— 
lead, zine and iron concentrates—in which we wanted to raise the per- 
centage of solids from 25 to 65 per cent. If you use a Dorr tank, where 
you depend upon sedimentation with 25 per cent. solids, or sometimes 
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35 per cent., the settling rate is very low and a very large area is necessary 
because of the density of the initial pulp in the thickener whereas it is 
really more advantageous to use the filter thickener. This device has a 
relatively small amount of liquid to remove as against the large amount 
of solids. = 

G. H. CLtevencer.—Briefly stated, when the amount of filtrate to 
be removed is relatively small, filtration may be advantageous; but when — 
the amount is very large, the gravity thickener should be used to bring 
the pulp up to the point where the filter can efficiently handle it. 


J. M. Cattow.—If you take a concentrated pulp as it comes off the 
flotation sheet, say it runs 30 per cent. solids, and put that on a drum 
filter, the cake is so thin it can hardly be scraped off. Put it through a 
filter thickener and at the expense of one filter you may be able to save 
the outlay on two or three drums, and: the sum total cost of the filter 
thickener plus the drum thickener will be very much less than if the drum 
alone were used. After the preliminary thickening treatment 14 to 
34-in. cakes can be scraped off the drum. 

The filter thickener has another advantage in that a high rate of 
filtration can be obtained with pulps which are carried by liquor of high 
density, such as zinc sulfate and solutions in zinc leaching plants, whereas 
the rate of settling with the gravity settling plant is very low. 


A. B. Parsons, New York, N. Y.—Did Mr. Callow say that the 
Genter filter was thickening from 25 or 30 up to 65 per cent. solids? 


J. M. Cattow.— Yes. 


A. B. Parsons.—Then it is also suitable for thickening up to 30 per 
cent. It has a double function, is that it? 


J. M. Cattow.—It has, but it is questionable whether it would pay 
as against a gravity settler. The trouble with the use of gravity settling 
in the sugar business is the long time of contact in the tank. You get 
an inversion of the sugar, due to the long time you are in process, whereas 
you are in and out of process in a Genter thickener in a few minutes. 
Then too, you are dealing with solutions near boiling, although that 
should help rather than hinder gravity settling. 

With the cold pulps, tailing for instance, where you have 10 to 1, 
you must take 10 tons of water away from 1 ton of solids. That is 
putting heavy duty on the filter thickener and in this case the gravity 
thickeners might show a lower investment cost. 


A. B. Parsons.—How is the Dorr thickener working out, compared 
with the Genter thickener in metallurgical work? 

J. M. Gattow.—A number of experiments have been made but we 
have nothing definite to offer as yet. We are putting in another machine 
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for the Veille Montagne Co. in France, for the same purpose that Traille 
is using it. 

B. R. Bares, New York, N. Y.—When a thickener is fed with 25 per 
cent. solids the question would probably be more one of volume of the 
tank than one of area. With a thickener feed in the hindered settling 
zone, area would probably figure very little. The problem would be 
retention of that pulp until it reached its final density for discharge. 


G. H. CLevencer.—It amounts to double filtration when handling 
lead, zine and iron concentrate, the Genter thickener doing the roughing 
and the drum or disc filter doing the finishing. With a middling from 
flotation when only a little fluid must be removed, only the 
single operation in a Genter thickener would be necessary. 


C. E. Lockr, Cambridge, Mass.—The flow of pulps through orifices 
has always been a problem to the millman, that is, to know when an 
orifice would clog and when it would not clog. It seems to me a study 
of these arches should have an application in connection with all sorts 
of small orifice work in milling. 
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Classification in Witwatersrand Mills 


By Benner R. Bates,* New York, N. Y. 
(New York Meeting, Pebruary, 1926) 


NowueErzE in the world has cone classification in closed-circuit grinding 
with tube mills reached as high a state of development as on the Wit- 
watersrand. In the development of the Far East section the necessity 
of fine grinding to obtain satisfactory residues gave rise to a situation 
with which the cone could cope only at a great sacrifice in efficiency of 
tube-mill grinding. H. A. White! recognized the limitation of the cone 
in his study of the theory of tube milling as early as 1915, but it was not 
until Ewing, Davis and Willey? carried out their tests at Springs 
Mines during 1920 that the advantages of mechanical classifiers 
were demonstrated. 

During the fall of 1924 the writer supervised a series of tests with Dorr 
classifiers undertaken by Mr. White, Consulting Metallurgist, at the mill 
of the Geduld Proprietary Mines, Ltd., Dersley, Transvaal (Far East 
Rand). The importance of classification to obtain efficient tube-mill 
grinding was thoroughly demonstrated. The installation of classifiers 
of the above type that followed the test confirmed the results of the 
experimental work. 


TESTS WITH CoNES, STRAIGHT TypE AND Bowt CLASSIFIERS 


The test at the Geduld mill was made to determine the relative grind- 
ing efficiency of a tube mill when grinding in closed circuit with cones, 
straight type Dorr classifier and Dorr bow] classifier. The efficiency of a 
tube mill, as expressed in this article, is based on the tons of minus 200-mesh 
material produced by the mill. The efficiency is also expressed in terms 
of tons of minus 90-mesh material produced by the mills to correspond to 
the standard practice on the Witwatersrand. 

The results given for the performance of the tube mills grinding in 
closed circuit with cones (Fig. 1) were taken from previous tests carried 


* Manager, Export Division, The Dorr Co. 

1H. A. White: Theory of Tube Milling. Jnl. Chem. Met. & Min. Soc. of South 
Africa, 15 (February, 1915), 190. . 

29. EK. T. Ewing, C. R. Davis and J. L. Willey: Recent Developments in the Fine 
Grinding and Treatment of Witwatersrand Ores. Trans. (1925) 71, 983. 
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out by the staff of the Geduld mill. The figures used were the best ever 
obtained under these conditions and are those that have been used for all 
comparisons made with tube mills grinding in closed circuit with mechani- 
cal classifiers. For general information, the average results obtained 
are given. 

The relative capacity of a tube mill 6 ft. 6 in. by 20 ft. as compared to 
a tube mill 5 ft. 6 in. by 22 ft., working under like conditions, is taken 
in the tests as 1.27:1. This factor represents the relative volume of the 
two mills and over a series of years work at the Geduld mill has been 
found to be approximately correct. Approximately the same factor has 
been determined for these two mills at the mill of Springs Mines, Ltd. 

All screen gradings were made “wet” using screens I.M.M.., 
Standard, London. 


Tube Mill 5 ft. 6 in. by 22 ft. Tube Mill 6 ft. 6 in. by 20 ft. 
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MAOE BY TVBE MULL 


“W-200"" TONS 200-MESH MATERIAL 
MADE BY TUBE MLL 


“Te TONS TUBEMILL DISCHARGE 


Fia. 1.—FLOW SHEETS FOR TUBE MILLS OF DIFFERENT SIZED GRINDING IN CLOSED 
CIRCUITS WITH CONES, 


Capacity or Tuspr Minus unppr Onp Conprrions 
Corrected to 100 Per Cent. Running Time 


LL , 


Tons Average @ 


Tons Average 


See Sketch Above | _ See Sketch Above 
Dec., 
Test | 1923 | 1924 | Dec. | Test | 1923 | 1924 | Dec. 
| 

W-90 140.0 | 127.83,124.65/113.70 | W- 90 178.0 162.2) 158.2) 144.3 

W-200 109.5 | W-200 138.6 

S 191.0 | S 186.0 

O 211.0 | O 226.0 
— fU 7 295.02) 260. 20/245. 20 224.30) ik 375.02} 331.5) 312.0) 285.5 

Grading overflow | || Grading overflow al 

+09, per cent... 10.48) 6.21 7.00) +90, per cent .. 10.48} 6.21} 7.00 
—200 per cent... 69 to 70} 71.00) 73.50 — 200, per cent.. 69 to 70) 71.00) 73.50 


* Calculated from screen analysis. 
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FLOW SHEET 


10~ 220048. STAMP 


‘9% TONS FROM STAMPS 
AT 82.72, + 90 MESH 


Tube Mill 6 ft. 6 in. by 20 ft. | Stan maou = inde arson 

CONE GRADED 95%, + 90 MESH it 

Classifier, type DSD, 8 ft. by 18 ft. 4 

in., set at slope of 214 in.in12in. Recipro- 

cating rake speed, test A, 15s.p.m. Test 
Beal sop. ms 


CONE OVERFLOW 
1.7%% 90 MESH 


Finished product desired, 90-mesh separ- 
ation (not over 2 to 3 per cent. + 90 — @70¥s cussrce ae 
OVERFLOW FEED 
mesh). 
Fic. 2.—FLOW SHEET OF MILL GRIND- 
ING IN CLOSED CIRCUIT WITH STRAIGHT 
TYPE DORR CLASSIFIER, 


Capacity oF TuBE Mizz in Criosep Circuit wita Straicut Type Dorr CLASSIFIER 


Test A Test B 
See Sketch Above t H:20, ae H20, ene 
| Tons Per | +90, | —200,| Tons | Per | +90, | —200, 
Cent.| Per | Per Cent. | Per Per 
Cent. | Cent. Cent. | Cent. 
TGR VO;SEAII DA, IS 6 cyaieiares asaia: wcities) oiaro'e 200.0) 74.0 | 82.7 | 11.0% 208.0) 77.2 | 82.7 | 11.0 
CAVOROUDS NIL Pia cfcteis ovens accuse «= 6 <)eajeue 980.0; 27.0 | 50.0 746.0) 28.7 | 51.7 
PintervClassi nerd cctos:eim «weiss o%s/e ote state 0 1,007.0 58.5 | 48.6 775.0) 62.7 | 49.8 
Classifier overflow, O iiss. sie s0,ac0 a oie 240.0; 82.4 2.0 | 77.7 | 248.0} 83.0 Pe a Sie Fed | 
Classifier undertow? Ulecees bs ene s cea ne 767.0) 18.0 | 63.3 527.0) 18.0 | 72.6 
90-mesh by mill W-90................. 200.0, 207.0 
200-mesh by mill W-200............... 164.5. 158.4 
Classifier efficiency ,> per cent........... 44.6 61.6 
Circulating load (1007/0), per cent..... 408.0 301.0 


* Not taken regularly during test but approximately correct. 
>’ Newton formula (sometimes called i. o. u. formula, H. A. White: Classification Efficiency. 
Jnl. Chem. Met. & Min. Soe. of South Africa. February, 1925). 


_ G0) w=) 
ete 8) (i, 0) 


Where: £ is efficiency; 7, fraction of oversize in inflow to classifier; 
o, fraction of oversize in overflow from classifier; uv, fraction of oversize 
in underflow from classifier. Fraction of oversize used is the accumulated 
fraction of oversize at mesh of separation desired. 
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FLOW SHEET 


15 ~-/600L8. STAMPS 


Tube Mill 5 ft. 6 in. by 22 ft. 
Classifier, type DSDB, 6 ft. by 23 ft. 4 


20 TONS TUBEMILL ROCK 


3 

ame 
§ “us roms CLA88,) g § in. by 8 ft. diameter bowl during test C and 
3 } : 3 i 9 ft. diameter bowl during test D. Classifier 
& pe dg tank set at slope of 2 in. in 12 in. 
= 5 AS 
§ : $ § 8 Sprep oF RAKES Test C Test D 
& M Sols Reciprocating .20.7 s. p.m. 20.7 s.p.m. 
§ 5 Bowlesce & aed Tsp OxOursp- me 


S'ALLEN 
be oma 


Finished product desired. 


"O"= TONS BOWL OVERFLOW 


Test C, 90-mesh separation. 


Fria. 3.—FLow SHEET OF MILL GRIND- Test D, 150-mesh separation. 
ING IN CLOSED CIRCUIT WITH DorR BOWL 
CLASSIFIER. 


Capacity or Tuspe Mitt In Ciosep Crrcuit with Dorr Bow. CLASSIFIER 


Test C, —90 mesh Test D, —150 mesh 
Separation Separation 
Gradi Gradi 
See Sketch Above H:0, fe H:0, pain on 
Tons | Per. | +90, | —200,! Tons | Per +90, | — 200, 
Cent.| Per | Per Cent.) Per Per 
Cent. | Cent. Cent. | Cent. 
l | 
ve sive Stamps S's.ou, sane erste eae abe mei ate ee 210.0) 73.4 | 70.5 | 20.02] 188.0] 71.0 | 70.7 | 20.0 
Leave tube mull Wr. cg e eere wstersavere etetee tere 364.0} 28.6 | 33.9 377.0} 28.0 | 33.0 | 42.6 
Baiter' bowls Tastee c creee cis ereveoieastetoets ent ote 574.0; 59.5 47.3 565.0 59.0 | 45.6 | 35.1 
Bowltovierfiow: O ta,- a+ derscisiasts sevens 230.0) 81.0 2.0 | 78.2 | 200.0! 82.2 1.0 | 88.7 
Classifier uodertl ow: Uc .mitelc eter sisieeisre vere 344.0} 18.0 | 77.5 365.0) 19.0 | 70.0 5.7 
90-mesh by mill W-90 ..............0008 163.4 143.0 
200-mesh by mill W-200................ 137.9 139.8) 
Class. Efficiency #, per cent............. 73.0 64.1 at 90 mesh; 83.1 at 
200 mesh 
Circulating load 1007'/0, per cent ....... 158.0 182.5 


* Not taken during test C, but same battery screen (44 in.) as during test D. 
Fig. 2 shows the tests with straight type Dorr classifier and Fig. 3 
those with the Dorr bowl classifier. Table 1 compares the results from 
the three types of classification tested. 


TaBLE 1.—Comparison of Capacity of Tube Mills in Closed Circuit with 
Cones, Straight-type Dorr Classifiers and Dorr Bowl Classifier 
Data Taken From Above Tests at 90-mesh Grinding. Standard Tube Mill 5 Ft. 6 In. 


by 22 Ft. 
Tons Mapr By Pr aa ae 
MILis 90-MESH 200-MESH 
90-MESH 200-MESH Prr Cent. 
(OnGH et ae re Cee eos ee 140.0 109.5 100 100 
SEMA NORGE, ooo cooncnootananesor 160.37 Wi Ale ty 116 
Bowilickissitier tye sarees sarc eee ee 163.4 137.9 Nils 126 


* Results obtained from tests A and B; tube mill 6 ft. 6 in. by 20 ft. divided by 


1.27 to obtain relative results so as to compare with those obtained from tube mill 
5 ft. 6 in. by 22 ft. 
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At the conclusion of the tests, all factors considered, it was thought 
conservative to rate the relative efficiency of a tube mill grinding in closed 
circuit with the various systems of classification, as under Geduld con- 
ditions and at 90-mesh grinding, as given below. 


¥ CrnT 
ESPRD ES ws ain oo oS SI ene Ne 100 
Deraigne type Lor Classifier... on, = cae saws scceceecs ib ize 
Bowl type Dorr classifier......... ithe th ake A aie He torah tide ptt rank 125 


STRAIGHT Type Dorr CuAssiIFIERS AT GEDULD MILL 


On completion of the tests discussed, seven Dorr classifiers, straight 
type, were installed in the new section of the Geduld mill. Available 
floor space and local conditions unfortunately eliminated the possibility 
of installing bowl classifiers. The machines installed were 8 ft. wide by 
18 ft. 4 in. long, set at a slope of 2}¢ in. in 12 in. and arranged for driving 
at three speeds, 18, 21, and 25 s. p. m. respectively. The object of the 
three speeds was chiefly to provide for coarser grinding should the com- 
pany desire to mill a greater tonnage. Coarser grinding would result 
in higher final residues. Since operation started 18s. p.m. has been found 
the most satisfactory speed. Change in the grade of overflow, if desired, 
is made by a control of the moisture within the classifier. 


Forty 2,200-lb. stamps. 


Old cones used to dewater stamp prod- 
uct. Product from any battery can flow 
by gravity to any one of three cones. 


Seven tube mills, 6 ft. 6 in. by 20 ft. in 
closed circuit with seven Dorr classifiers, 
type DSD, 8 ft. by 18ft.4in. Classifiers 
on floor directly over mills. Classifier 
underflow can flow by gravity to any one 
of three tube mills. 


DORR CLASSIFIER 
6-6 x20 
TUBE MILL 


Tube mill discharges flow by gravity 
to central pumping station, elevated and 
distributed to the seven classifiers, as 


under old installation with cones. Fic. 4—FLow sHEET, OF INSTALLATION 
AT THE GEDULD MILL. 


CENTRAL PUMP 


FINISHED PRODUCT 


Fig. 4 shows the flow sheet of the Geduld installation. It is not as it 
might be arranged for a new plant, but has been made to suit the local 
conditions. The installation, which took advantage of equipment already 
installed, offers a great flexibility in control and has proved very satis- 
factory. The underflow from a classifier can feed any one of three tube 
mills; a classifier going out of service does not “tie-up” a tube mill; nor 
in turn does a mill out of order necessarily shut down a classifier. 


The classifier installation at the Geduld mill was completed during 
July, 1925. The first full month’s operation (August, 1925) showed a 
net gain from the section of 5,000 tons, and at the same time an improved 
grading in the finished product of about 2 per cent. in the minus 90-mesh 
and 4 per cent. in the minus 200-mesh, with corresponding reduction 
in the final residues. The power to drive the tube mills remained 
practically constant at 207 hp., average for each of the seven mills. 

To compare the August results with those of the best work heretofore 
obtained under the old conditions, the tonnage of minus 200-mesh 
material produced by the section was increased 18 per cent., a figure 
which practically checks that expected as a result of the tests. As the 
operators become better acquainted with the new conditions, the work 
of the tube mills should be further improved. 

Because of the increased circulating load in the tube mills and the 
ability to maintain a continuous full feed to the mills under the new con- 
ditions, the consumption of tube-mill rock has decreased about 25 per 
cent. This condition caused considerable trouble at the initial operation 
of the altered section, as the operators insisted on feeding tube-mill rock 
as under the old conditions. Enough tube-mill rock has always been 
hard to get in the Far Eastern section of the Witwatersrand so that a 
reduction in the quantity required is welcomed. 
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IMPORTANCE OF QUALITY OF FEED 


The work at the Geduld mill demonstrated the importance of 
“quality” of feed sent to a tube mill as well as “‘quantity.”” The impor- 
tance of quality of feed in tube and ball milling was pointed out by A. L. 
Blomfield in his discussion of E. W. Davis’ paper’ on ‘“‘ Fine Crushing in 
Ball Mills,” but it has been the writer’s experience that few mill men 
have taken advantage of Mr. Blomfield’s remarks. If attention were 
paid to the gradings of the classifier underflows with a few test runs at 
different speeds of classifier rakes, the capacity of a good proportion 
of the tube and ball mills in the average plant could be increased. 

The 5 ft. 6 in. by 22 ft. tube mill used in conjunction with the bowl 
classifier was of old design. The end of this mill had no end screen or 
auxiliary lifting scoops to assist the discharge by raising this material to 
the discharge trunnion. The maximum amount of ore that could be 
fed to the mill was at the approximate rate of 450 tons per diem. Owing 
to the variations in rate of product from the stamps, the safe working 
average feed could not be maintained much over that sent to this mill 
during test C (364 tons per 24 hrs.). With a smaller circulating load, 
the tube mill with the bowl classifier gave better results than the mill 


in closed circuit with the straight type. The difference was due entirely 
to quality of feed. 


3. W. Davis: Fine Crushing in Ball Mills. Trans. (1919) 61, 251. 
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TABLE 2.—Summary Showing Quality of Feed to Tube Mills during Tests 
en ee 


Classifier Gradings 
Test Underflow Overflow 
j 
+90, 200, . 9 ’ 5 ’ 
Per Cent. Pat Gent. ver Cent. Per Cot 
A Straight type............. 63.3 > % ae 2.00 Mads 
Disteaigbtbype.so se 2-34 <a x 72.6 2.00 73.1 
ClBowl type were ate ecco (ikhas 2.00 78.2 
PP Dowltype kt) eres oe. . 70.0 5.7 1.00 88.7 


To illustrate the significance of quality of feed, assume the underflow 
of the machine in test C to be that obtained in test A. The feed to clas- 
sifier and the overflow products were practically the same in both tests. 
Given the tonnage of overflow and gradings to and from the classifier, 
the tonnage of the underflow may be found.‘ 


Conditions 
Grading feed entering bowli................. 47.3 per cent. + 90 mesh test C 
Gradingijbow!l overflowo 2.22.0 2a on cas 2S: 2.0 per cent. + 90 mesh test C 
Grading «class: underflow (u) a2. S22... ee 63.3 per cent. + 90 mesh test A 
‘Lonnage,overtiows Owed, ters - seve ers + a> ee 230 test C 
Tonnage tube mill rock added TR ............ 20 test C 


Tonnage classifier underflow U: 
ry = Li = 0) _ 230(47.3 — 2.0) 
~ (4-0) 63.3 — 47.3 
Tonnage fed to tube mill would have been 7R + U = 671 tons. 


=651 tons. 


The finer feed to the tube mill would have given a discharge from the 
mill containing a greater percentage of minus 90-mesh material and a 
corresponding finer feed to the classifier. The finer feed to the classifier, 
however, would have resulted in a greater percentage of minus 90-mesh 


material in the classifier underflow. 
Had the straight type of classifier been substituted for the bowl and 
operated as under conditions of test A, the tests indicate the following 


results would have been obtained: 


4 Standard classification formulae: 
SUG eiGety I(u — 1) 
U= unit Y= Guo) = uo) 
Where J, O and U equal the tonnage of input, overflow and underflow, respectively, 
and t, o and u the fraction (or percentage here) plus material at any given mesh, 


classifier input, overflow and underflow. 
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GRADINGS 
OVER 90-MEsH, 
Tons Perr Cent. 


Brom stamps, .c nate hee vedere es oo ase <a eaten ne selene Fone 195 70.5 
Tubesmnill rock added.4.\c ses ae eae ene sehen cee re eee ters 20 100.0 
Glassifier in derio Wine. .corcrtiveGuagict tan Mere esis ee ellewena Meine flegeie ces 344 60.0 
Tu becmull iseharges ssc 4 > sca. ae eueeaue © rare eee oes eal 364 20.2 
(RECHT aia Oe. ern. ee wn oh mamma eae Be 559 37.7 
Glassifier OVEL HOW sacs couse oo eecueth esd ie suspense eee ners rea 215 2.0 
Classifier efficiency, 57.5 per cent. 

Minus 90-mesh material made by mill......................--.. 153 


A study of tests A and B will show the relative importance of quality 
of tube-mill feed. During the second test, the tonnage of minus 90- 
mesh material produced was greater with a decrease in circulating ton- 
nage within the mill amounting to 234 tons per diem. The 6 ft. 6 in. 
by 20 ft. tube mill was of recent design, equipped with end screen and 
auxiliary lifting scoops at the discharge end. The mill apparently 
handled a feed of 1,000 tons per diem satisfactorily. Had it not been 
for the failure of our pump to handle a higher circulating load during test 
B, there is little question but that the efficiency of the mill could have 
been increased during this test by maintaining the first tonnage of feed 
to the mill. 


CLASSIFIER SPEED 


The possibilities of increasing classifier and tube-mill efficiencies by 
changing the speed of rakes on a classifier has been mentioned in a 
previous paragraph. ‘The proper speed for any classifier at a given plant 
can only be determined by trial. For average conditions, definite speeds 
have been recommended for given mesh separations, but certain local 
conditions such as character of pulp, moisture in overflow and tonnage 
handled in a given classifier often call for a change. A quick-settling 
ore pulp such as that found on the Witwatersrand where a pulp contains 
practically no real “‘slime,” requires a higher speed of classifier rakes for a 
given mesh separation than the viscous “slimy”’ pulps generally found in 
the cyanide plants throughout Mexico. The tendency in recent years 
has been to increase the speed of bowl rakes considerably over that 
recommended in some of the earlier installations. Speeds of 4, 6, 8 
and even higher r. p. m., depending on diameter of bowls and separation 
desired, are not uncommon. 

Table 3 shows the results obtained by changing speed of classifiers 
at Springs Mines, Ltd., Transvaal, South Africa. Two type DSDB bowl 
classifiers were used with tanks 6 ft. wide by 26 ft. 8 in. long by 16 ft. diam- 
eter. The classifiers made a “sand-slime” separation for sand leaching 
and slime treatment. A “slime” was desired containing about 88 to 90 


per cent. minus 200-mesh material and a “sand” with a minimum amount 
of minus 200-mesh product. 


a 


—— 


TaBLE 3.—Results from Changing Speed of Classifiers 
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Daily T : 4 
nergy Classifier Gradings, Accumulative Per Cent. 


Tons | Percent-| + 9 +90 | +200 | —200 
Period A 
Reciprocating rakes 12 s. p. m. 
Bowl rakes 1.6 r. p. m. : 
PN GOTIDO WE. ct k sale sus. 5.s satis: 800 100.00) 0.26 | 10.68 | 38.10 | 61.9 
Bowl overflow (slimes)....... 454 56.70 0.70 | 8.60] 91.4 


Classifier underflow (sands). .| 346 43.30} 0.50 | 19.40 | 76.80 | 23.2 
Period B 
Reciprocating rakes 17 s. p. m. 
Bowl rakes 4 r. p. m. 
Enter bowlsss. arses oss kk oe 679.2 | 100.00} 0.26 | 11.40 | 37.12 | 62.88 
Bowl overflow (slimes)....... 461.7 68.00 0.60 | 12.40 | 87.60 
Classifier underflow (sands). .} 217.5 32.00) 0.80 | 34.30 | 89.60 | 10.402 


@ Practically all sulfides. 


PRACTICE IN THE WITWATERSRAND 


The ore from the Witwatersrand, apart from that in the Far East 
section, yields a satisfactory recovery by means of ‘‘corduroy”’ tables and 
cyanidation when crushed to grade about 5 to 10 per cent. plus 60 mesh 
with a corresponding total of 75 to 80 per cent. minus 90 mesh. To obtain 
this comparatively coarse product, Caldecott cones are used exclusively 
for the classification in closed circuit with tube mills. By the use of one or 
more so-called ‘‘safety”’ cones, following the primary cone at the head of 
the tube mill, a good feed is obtained for the latter. The quality of feed 
to the tube mills, in plants working throughout this older section of the 
reef, is reflected in a unit production of minus 90-mesh material for a 
“standard” tube mill 5 ft. 6 in. by 22 ft., amounting sometimes to more 
than 160 tons. (City Deep, Ltd.) 

A substitution of mechanical classifiers for cones, throughout the older 
sections of the reef where comparatively coarse grinding is done, would 
undoubtedly increase the grinding efficiency of the tube mills. The 
amount of this increase in efficiency for their conditions could only be 
determined by trial. The mechanical classifiers should give a better feed 
to the tube mills than that now obtained by use of cones, and at the same 
time allow for a greater circulating load within the mills without loss of 
classification efficiency. The failure of a cone to handle a high circulating 
- load without loss in classification efficiency is one of its limiting features. 

Savings in pumping charges alone would go a long way towards paying 
for a change from cones to mechanical classifiers. 
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With the exception of several mills in the Far East, “sands” and 
“slimes” are treated separately by cyanidation throughout the Witwaters- 
rand. The practice has been to separate the sands and slimes by 
the use of cones usually assisted by a further recovery of slimes from 
the sand collectors. The sands after draining, are transferred to treat- 
ment tanks. (New Modderfontein also Simmer & Jack collect and treat 
sands in same tanks.) 


Bow. CLASSIFIERS AT THE SPRINGS Mines MILL 


In the summer of 1925, two Dorr bow] classifiers were installed in the 
old section of the mill of Springs Mines, Ltd. (new section is ‘‘all sliming”’) 
to make a “‘sands-slimes”’ separation. The classifier underflow is sluiced 
direct to sand-treatment tanks with cyanide solution, the bowl overflow 
goes by gravity to the slime collectors. Sand collectors, with correspond- 
ing sand transfer, are eliminated. Table 4 gives a summary of the 
results obtained. 


TABLE 4.—Summary of Classification, Sand-slime Separation 


Grapines, ACCUMULATIVE, PER 
CENT. 


+60 +90 +200 — 200 
Cone classification, Jan.—June, inel., 1925 


Enter*cones.§ 23.2803. Hees & todos wameme ramet 0.30 7.60 33.90 66.10 

Sands (sent to treatment tanks)................. 1,10 20.90 81.50 18.50 

SINC). 52 ate « Sara nee ee eee: Shieh ia 0.40 9.20 90.80 
Dorr bow] classification, average Aug. and Sept., 1925 

ENGEL DO WIS ss .« overs: trannies Gate eictesa GeaneRerCRere aan 0.26 10.68 38.10 61.902 

Classiiier undertow (sands). eee eee enter eeae 0.80 31.60 89.50 10.50 

BowllOverflow: (slimes) vow eee seeree weer renee eee 0.50 13.10 86.90 


@ Calculated. 


Size, type and average tonnages handled by these classifiers have been 
previously mentioned. 

The tendency of all types of classifiers, in closed-circuit grinding, to 
retain the coarse gold and heavy sulfides within the circuit until they 
are ground extremely fine has been known for years. The extent to 
which the gold was accumulated within circuit of the bowl classifier and 


tube mill is shown by the analysis of a sample taken during test D at the 
Geduld mill. 


CLASSIFIER UNDERFLOW, Trest D 


GRADING Thekonea aint ee 
+ 90 72.00 8.75 
— 90 +200 22.80 23.75 
—200 5.20 69.50 


100.00 15.32 (Calculated) 
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DISCUSSION 


Value of original ore from stamps, approximately 7.00 dwts. Approx- 
imately 42 per cent. of the product in the classifier underflow came 
direct from the stamps (See Fig. 3). 


PosstsLeE Use or Bow. CLASSIFIERS 


The possibilities of using the bowl type of classifier as a concentrator 
are being seriously considered on the Witwatersrand. The proposal is to 
pass 1,000 to 2,000 tons through a single bowl classifier, depending on size 
of units used, and to remove as an underflow approximately 10 per cent. 
of the original tonnage. The value per ton of the classifier underflow 
undoubtedly would be several times that of the original. A special 
independent grinding unit to insure the grinding of this small portion of 
ore to an extremely fine state should give a better average final residue. 

A change from single- to multiple-stage grinding at the McIntyre mill, 
Canada, without increase in number of grinding units carries out very 
much the same idea as that suggested for the Witwatersrand. Bowl 
classifiers are used in the second stage at the McIntyre mill, and it is 
understood that their final residues have been lowered considerably. 
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DISCUSSION 


G. H. CLevenGER, Boston, Mass.—Fortunately with proper classifi- 
cation the required degree of concentration can be obtained, but some- 
times the part of the ore requiring finest grinding does not always get it. 
In grinding for the cyanide process, it is usually desirable to grind the 
heavy or concentrate part of the ore as fine as possible without wasting 
energy in unnecessary grinding of the gangue. ‘This situation is met, to 
a certain degree, by the cone or mechanical classifier. In grinding for 
concentration, the gangue should be ground to whatever degree is neces- 
sary to free the mineral, but once the mineral is freed it should be broken 
as little as possible. Strict observance of this rule is less necessary 
perhaps with flotation but it is still rather important. Only by stage 
grinding and successive classification can this condition be approximated. 


C. P. McCormack, Cleveland, O.—If the gangue is of material that 
tends to ball up the classifier, how would you handle that condition? 


B. R. Bares.—I do not know as I have ever met that in ordinary 
gold and silver work; I have never been troubled with any accumulation 
and balling up on the balls, although it does take place in clay washing. 
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G. H. CLevenGur.—lIs this a case where the clay balls are not broken 
up or one where they are but there is so much clay that part passes over 
with the coarse part of the ore? 


CG. P. McCormack.—It is a divided condition between the action 
of the links; it becomes balled in the classifier, then gums up the tube 
mill. 


B. R. Bares.—I admit that I have never run into that in any metal- 
lurgical work. 


G. H. Ctevencer.—In general, with ores that are finely ground, the 
clay is broken up and has little tendency to come together to form 
masses that might cause difficulty in classification. Clay balls, when no 
provision is made to break them up, have at times caused gold losses 
in dredging operations. 


C. P. McCormacx.—I notice it especially in the manganese ores of 
South Russia where they are washed. 


G. H. CLevencer.—That is washing ore rather than grinding, is it 
not? 


C. P. McCormacx.—It is held in the classifier without any prelimi- 
nary grinding. 


G. H. Cuevencer.—The only remedy for such a condition is to pro- 
vide means to break up and distintegrate the clay masses so that the 
washer or classifier can effectively remove them. 


B. R. Bares.—All types of classifiers in general use in metallurgical 
plants tend to retain the heavier material in the grinding circuit. No 
tests were made at Geduld to determine the relative merits of the various 
classifiers to retain the heavier material in the closed grinding circuit. 

The importance in retaining the heavier part of the ore in the grinding 
circuit is brought out in a paper by Messrs. Wartenweiler and Graham, 
Bulletin of the Institution of Mining and Metallurgy, 1924, No. 239. 
The authors determined that on the Witwatersrand it was necessary to 


grind all the gold to—260 mesh so that it might be dissolved in a short 
agitation of about 8 hours. 


C. EK. Locks, Cambridge, Mass.—Have their investigations given any 
definite ratio between the quartz gangue, the pyrite and the gold ore? 


B. R. Bates.—We did not attempt to make such tests. That has 
been carried on extensively in connection with the work on hydraulic 
classifiers. Taking into consideration the agitation going on in the 
classifier and the specific gravity of the pulp used, I can see no reason 


ee——— 
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why the law determined under hydraulic conditions would not be the 
same. 


J. A. Baxer, Newfield, N. J.—Perhaps the question raised by Prof. 
Taggart would be answered by the results obtained at McIntyre. By 
using two closed sections, they have built up the concentrated pyrite in 
the subsequent ore to 15 per cent., whereas the pyrite in the original ore 
is from 3 to 4 per cent. 


A. F. Taaeart, New York, N. Y.—How much finer is the pyrite and 
what is its maximum size? 


J. A. Baker.—It is substantially finer than the quartz. 


A. M. Gaupin, New York, N. Y.—I noticed in Mr. Bates paper that 
in one instance the efficiency is given as 64 per cent. at 90 mesh and 83 
per cent. at 200 mesh. It has been our experience at Columbia that 
classifier efficiencies are not the same when rated on different sizes as a 
basis. In fact, they do not always turn out to be positive efficiencies. 
Should not such efficiency have the same value no matter what size was 
used as a basis? 


B. R. Batrres.—That point was merely in using the formula as stated; 
if you were working for 200 mesh, you could figure the efficiency on that 
basis; or if you were trying to get 90-mesh material, the efficiency should 
be based on 90-mesh separation. 


A. M. Gaupin.—Should it not be the same? 


B. R. Bates.—No. If you were trying to get 200-mesh material and 
had certain results, your efficiency would be a certain sum, based upon 
your ability to produce 200-mesh material; but if you were working for a 
90-mesh material, the efficiency would be based upon the amount of 
90-mesh material resulting, plus or minus. 


A. B. Parsons, New York, N. Y.—The difference between the scien- 
tific and the commercial mind, perhaps. 


B. R. Bates.—No. The point is that if you are aiming for a 200-mesh 
overflow, 80 per cent. efficiency would be one figure. But if you were 
trying to get 100-mesh material, then the result based on 100 mesh 
would be different from that on 200 mesh. If you were trying to get 
200-mesh overflow and you had 100 per cent. —200 in the overflow and 
no —200 in the sand return, you would have 100 per cent. efficiency. 
But if you were trying to get 100-mesh overflow and got 100 per cent. 
—200 mesh in the overflow, you would be doing a poor job; it certainly 
would not be 100 per cent. efficiency at 90-mesh separation. 


/ ‘aetna operation should er rey same no crahiore on vate screen iter: 7 
~ computation of efficiency is based. 


B. R. Bares.—If you were trying to get 100-mesh overflow and you 
got all 200-mesh overflow and no —200 mesh in your sands, it would be 
100 per cent. efficient at 200 mesh but would not necessarily be 100 per 
cent. efficient at 100 mesh. 

The formula for classification efficiency, mentioned here, has been 
used i in the Southwestern copper district. 


a el 
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AN INVESTIGATION OF CRUSHING PHENOMENA 253 


An Investigation of Crushing Phenomena 


By A. M. Gaupin,* New York, N. Y. 


(New York Meeting, February, 1926) 


THE study that is presented here was undertaken in order to condense 
information concerning comminution, and covering a great variety of 
conditions, into one or several rules which would be of use in the develop- 
ment of a systematic theory as well as in many directly practical ways. 
As the result of this work, the following conclusions appear justified: 

1. Rocks may be classified, from the point of view of comminution, 
into two general classes which are (a) structurally homogeneous, and 
(6) structurally heterogenous. Structurally homogeneous rocks are 
those in which fracture takes place through grains and grain boundaries 
alike; heterogeneous rocks are those in which fracture passes in prefer- 
ence through grain boundaries. 

2. If a sized product composed of structurally homogeneous rock 
grains is crushed, a product results in which the relation between the 
percentage weight of grains of various sizes and these sizes themselves 
follows a definite law. This is not true of structurally heterogene- 
ous rocks. 

3. Ball milling with structurally homogeneous rocks, and under 
certain conditions, presents exceptions to this rule. 

4. In ball milling with structurally homogeneous rocks, there exists a 
critical ratio of size of feed to size of balls, above which the machine 
operates essentially by surface wear, and below which it operates essen- 
tially by breaking across the body of the particle. 

5. In ball milling, with structurally homogeneous rocks, and when the 
size of feed grains exceeds the critical size, the particles worn off are of a 
substantially definite size which depends upon the ball size. 

6. In the case of a typical heterogeneous rock, such as Manhattan 
schist, particles are crushed in such a way that there is a greater propor- 
tion of grains of the size that is the average grain-size of the rock than there 
would be in that range of size with a structurally homogeneous rock. 
This has been found to be true with all the crushers tested. 

7. Different methods of crushing produce grains of different shapes. 

8. The importance of sizing the —200-mesh portion of a crushed 
product, in crushing-efficiency investigations, has been greatly under- 


* Lecturer in Mining, Columbia University. 
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estimated.! Without accurate information concerning material of that 
range of size, the usefulness of efficiency computations is doubtful. 


Homogeneous vs. Heterogeneous Rocks 


Rocks are of different degrees of induration; some are cemented so 
substantially that fracture will take place with equal ease through 
mineral grains or cement; others are so loosely compacted that they 
crumble under slight pressure. The fracture of rocks in which grains 
are interlocking and in which there is little or no cementing of grains, 
such as vein-quartz, is directly across the grains with no respect to grain 
boundaries. The fracture of rocks having weakly bonded grains, such as 
Manhattan schist, goes around the grains, following the grain boundaries. 
It appears possible, on this basis, to classify rocks into two general 
classes: The structurally homogeneous and the structurally heterogeneous. 
Typical examples of these classes, in one case at least, are granite for the 
homogeneous rocks; schist, sandstone or weathered crystalline limestone 
for the heterogeneous rocks. It is fair to assume that all gradations exist 
between typical examples of these classes of rocks. This assumption is 
confirmed by the experiments with Manhattan schist. 

The various crushers tested were the following: Dodge jaw crusher, 
4 by 7 in.; ‘‘ Krom”? rolls, 10 by 16 in.; batch ball-mill, 8 by 10 in. (rotat- 
ing cylinder); batch rod-mill (same cylinder filled with rods instead of 
balls); and 20-in. continuous-discharge Hardinge ball mill. Especial 
stress was laid on testing the rolls, batch ball-mill and batch rod-mill on 
account of the great flexibility of these machines. 

In investigating a crushed product, to know the shape of the particle 
is useful for qualitative reasoning but size alone furnishes quantitative 
estimation. A complete account of the procedure used in sizing the 
products of the various crushers is given in another paper,? which 
details the manipulation, computation and interpretation of sizing tests 
as they were carried out in the present investigation. 

The size curve of a broken product is a graphical representation of 
the sizing test made on that product. It will, of course, depend on the 
material used in the test, the crusher, and the size-curve of the feed to the 


crusher. In order to minimize the number of variables entering, closely 
sized products were fed. 


‘A. O. Gates: Crushing-surface Diagram. Eng. & Min. Jnl. (1913) 95, 1039; 
Diagram of Crushing Efficiency. A. I. M. E. Trans. (1917) 55, 685; also Kick vs. 
Rittinger: An Experimental Investigation in Rock Crushing Performed at Purdue 
University. Trans. (1916) 52, 875. 


? A. M. Gaudin: Sizing Analyses and Their Interpretation. In manuscript. 
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In representing graphically the sizing tests of broken products, two 
plots have been used: The semilogarithmic plot in which the percentage 
of material retained by a screen and passing the next larger screen (in a 
Tyler standard series) is plotted against the logarithm of the screen 
aperture; and the logarithmic plot in which the logarithm of the percent- 
age of material retained is plotted against’ the logarithm of the screen 
aperture. A convenient base for screen-aperture logarithms is the 
screen-aperture ratio, and a convenient base for the percentage logarithms 
is 10. It is thus seen that the scales used for the aperture and percent- 
age coordinates in the logarithmic plot are not the same unless the 
paper is ruled so as to make them identical. 

The first difficulty encountered in an investigation of comminution 
is that a sizing operation is generally associated with a breaking opera- 
tion, so that the results observed involve both. For instance, a positive 
sizing action is exerted by the jaws of a crusher or the concaves and head 
of a gyratory, even if the maximum size of particle that goes through 
the crusher varies with the position of the crushing parts. A positive 
sizing action is exerted as well in a Braun disk pulverizer, a Symons disk 
crusher or crushing rolls. In stamp-mills there are three sizing actions: 
First, a nonpositive sizing action as the stamp comes down on the shoe, 
since large grains of rock will protect small grains from being crushed 
as long as they themselves are not reduced to a smaller size; secondly, the 
nonpositive sizing action of the water; thirdly, the positive sizing action 
of the discharge screens. In rod mills, large pieces protect small pieces 
by keeping the rods apart. This is nonpositive sizing, but, curiously 
enough, appears as efficient as many positive sizing actions. Inordinary - 
dry ball or pebble mills, there is no true sizing action, but other elements 
enter to complicate the problem. 


HOMOGENEOUS ROCKS 
CRUSHING ROLLS 


The typical size-curve (semilogarithmic plot), obtained with crushing 
rolls fed with quartz coarser than the set of the rolls, is shown in Fig. 1. 
It is characterized by a maximum MV and two inflection points T; and 72. 
The corresponding semilogarithmic cumulative plot (Fig. 2) is well 
known. Neither of these curves is geometrically simple. On the 
other hand, the logarithmic plot is a straight line in the fine range, and a 
paraboloid loop in the coarse range (Fig. 3). Figs. 4 to 10 record the 
results of a number of tests. Within the range of the straight line BC, 
the relation between the percentage of material y, and screen aperture 2, 
is, of course: 

log y = k log x + log C or (1) 
y = Cat (2) 
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.—SIZE-CURVES OF ROLL PRODUCTS. 
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Fie. 4.—F rep, Quartz THROUGH 18.85 MM. AND ON 13.33 MM., ONE-STEP CRUSHING 


TO 5,613 MM. IN CRUSHING ROLLS. 


will contain less fines than a 


material having a flat BC or small value for k. 


? 


a large value for k, that is a steep BC line 
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The results of several tests indicate that for a certain set of the rolls, 
k decreases with increase in the ratio of size of feed to set of rolls, that is, 
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Fic. 5.—FEED, QUARTZ THROUGH 114 IN. AND ON 26.6 MM. CRUSHED IN ROLLS SET AT 
5.613 MM. 


when a large reduction-ratio is adopted, more fine material results (ig. 
11). This is in line with the accepted contention that “stage crushing” 
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Fic. 6.—FExED, QUARTZ THROUGH 2 eek on 114 IN., CRUSHED IN ROLLS SET AT 
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makes less fine material than crushing that involves a large reduction in 


size in one stage. To obtain further information in this line, two tests 
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were performed (Figs. 4 and 10) on quartz + 13.3 — 18.8 mm., the rock 
being crushed with the rolls set at 5.6 mm. in one case and at 13.3, then 
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Fie. 7.—Frep, Stony Crerk GRANITE, THROUGH 22.43 MM. AND ON 18.85 MM., CRUSHED 
IN ROLLS SET AT 5.613 MM. 


11.20, 9.33, 7.92, 6.68 and 5.61 mm. in the other case. The percentages 
of —100-mesh material obtained were 1.76 and 1.36 respectively—which 
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Fic. 8.—FEED, GALENA THROUGH 9.423 MM. AND ON 6.680 MM., CRUSHED IN ROLLS SET 
AT 5.613 MM, 


seemingly supports the contention that stage crushi 
fine material. 8 shing produces less 
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In crushing quartz, a feed made up of flat grains gives asmaller value 
for k than one made up of roughly equidimensional grains. Using, as 
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Fic. 9.—FEED, GALENA THROUGH 13.3 MM. AND ON 9.423 MM., CRUSHED IN ROLLS SET 
AT 5.613 MM. 


feed, grains that stay on an 18.85-mm. Tyler screen and pass through a 
22.43-mm. screen, but had smallest dimension of 5 to 14 mm. and 18 to 
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Fic. 10.—FErED, QUARTZ THROUGH 18.85 MM. AND ON 13.53 MM. CRUSHED IN STEPS IN 
ROLLS SET AT 5.613 MM. 


23 mm. respectively, the values of k were 0.82 and 0.90, respectivley—a 


material difference. 
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The most striking fact disclosed by these tests, however, is the great 
variations in & for materials of different characteristics under othe wise 
similar conditions. Fig. 11 indicates, in spite of the paucity of data con- 
cerning galena, that the softer galena yields much more fine material than 
the harder quartz under similar reduction-ratios. . 

The shape of grains made by crushing quartz in rolls varies with the 
size of the grains (see Figs. 12, 13, 14, 15, 16, 17); the coarsest grains— 
those that would stay on a screen having an aperture greater than the set 
of the rolls—are distinctly flat; the middle-range grains, which correspond 
to sizes presenting the greatest frequency (apex of curved section in 
logarithmic plot) are of a more or less equidimensional character, roughly 
tetrahedral fragments being common. The fine-range grains (corre- 
sponding to the straight-line portion in the logarithmic plot) are generally 
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Ratio of Size of Feed Set of Rolls 


SIZE OF FEED , 
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Fig. 11.— K vs. 3 : 
SET OF ROLLS’ 


rather elongate with acicular forms frequent. The difference in shape 
between the grains of the coarse range and the middle range can be 
ascribed to the combination of the sorting actions of the screens and the 
rolls, which are different: Rolls size in the same fashion as a grizzly and the 
determining particle dimension is the minimum dimension; square-mesh 
testing sieves sort, primarily, on the intermediate dimension of the 
particle, hence the testing sieves make a further size distinction imposed 
upon that made by the rolls. This results in placing in the coarsest 
testing-sieve sizes the large, flat particles and in the intermediate sizes 
the particles of the same thickness but of lesser width. A combination of 
similar sorting actions cannot, however, explain the difference in shape 
between the middle-range grains and the fine-range grains, because of the 
much greater range in size involved. Concurrently a difference appears 
in the size-curve, indicating the possibility that a different crushing 
action controls the formation of the coarse and of the fine grains. 

Professor Haultain’s slow-motion moving pictures indicate that 
cubical blocks break in rolls in two ways: Firstly, by transversal cracks 
through the blocks going from roll to roll and yielding more or less 
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Fic. 12.—On 9.423 mn. Fie. 13.—On 4.699 mm. 


Fie. 16.—On 0.295 MM. Fic. 17.—On 0.074 mM. 
ROLL-CRUSHING PRODUCTS (QUARTZ). 
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tabular slabs; secondly, by radiating cracks from contact points at the 
roll faces, the two processes appearing as indicated in Fig. 18. Transverse 
cracks appear first and the radiating cracks later. From observation of 
the pictures, proportions of grains made by the two crushing actions 
appeared to be of the order of 80 and 20 per cent., respectively. 
This corresponds fairly well with the proportions of grains that 
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Fic. 18.—SKETCH SHOWING HOW CUBES OF HOMOGENEOUS MATERIAL BREAK 
WHEN CRUSHED IN ROLLS. 


follow, respectively, the paraboloid and straight-line portions of the 
logarithmic plots of roll-product screen analyses. Assuming that the 
order of appearance of transverse and radiating cracks is independent of 
the reduction ratio, then the smaller the reduction ratio, the greater the 
percentage of breaking that is done by the method of transverse cracks, 
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Fig, 19.—Taken rrom Pror. Hauitarn’s DATA: ENGINEERING RESEARCH BULLETIN, 
No. 4. Unnty. or Toronvto, p. 155. 

and, therefore, the smaller the proportion of fine material that should 
be expected. This accords with the conclusion that stepped crushing 
produces a minimum amount of fine material. 

The shape of the curved portion of the size-curve is, in a certain 
measure, dependent on the pressure exerted by the roll springs; it is 
customary to look upon the set of crushing rolls as being a fixed quantity, 
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but watching idle rolls to which a fairly large piece of hard material is fed 
will convince that there is considerable “ give” on the part of the springs, 
with ordinary spring tension. With rolls set close, any ‘“‘give’’ is 
infinitely large compared to the set. Mathematical reasoning is, there- 
fore, that decreasing the size of feed and the set of rolls will mean a propor- 
tionately larger “give” on the part of the Tolls, hence greater variation 
in the dimension of the largest piece that can go through the rolls. 
Accordingly, with finer feed one should expect the curved portion of the 
logarithmic plot of the screen analysis to be flatter than with coarse 
feed. Another factor that tends toward the same result is the presence 
of irregularities in the roll faces. That facts are as described is shown 
by Fig. 19 which is drawn from Professor Haultain’s data, plotted on 
Fig. 20 with lines of best fit. 


Us ow 
ot en a 
tio 
== 
te eh 
5 T 
boas aa 
al 
—— 
; YI 
— 


bees 
<— Log, Screen Aperture 0.074 


Fic. 20.—Pror. HAvLTAIN’s DATA, REDRAWN FROM Fa. 19. 


The conclusion that rolls crush by breaking through the particle, 
as contrasted with surface wear, is supported by Professor Haultain’s 
moving pictures, as well as by the shape of roll-product grains, which 
by their angularity make surface wear a highly improbable source 
of manufacture. 


JAW CRUSHER 


The logarithmic plots of the screen analyses of jaw-crusher products 
on homogeneous feed are similar to the plots for crushing rolls, in that 
they present a curved-line and a straight-line portion. Fig. 21 shows the 
results obtained with a Dodge breaker on Stony Creek granite. The 
similarity in the plot of the screen analysis of the product of this crusher 
and the corresponding plot for roll-crushing justifies the conclusion 
that the action of a jaw crusher is substantially the same as that of 


crushing rolls. 
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There are, however, some differences in the performance of these 
crushers, as indicated by the variation in the steepness of the straight-line 
portion and the curvature of the curved section of the logarithmic plots 
of the screen analyses of the products. The Dodge product has a very 
sharply closed curved section, indicating that the sizing action of the 
jaws is very efficient. One would naturally expect such a result from 
a crusher in which the sizing action is positive and does not depend on 
the resilience of a spring. 

The shape of the grains produced is very much like that of the grains 
produced by rolls. With Stony Creek granite as feed, the jaw crusher 
appears to make more fine material than crushing rolls, that is the value 
of k obtained in the case of the jaw crusher is less (k = 0.61 vs. k = 0.71). 

Notwithstanding the fact that, with corrugated jaws, part of the prod- 
uct is broken by beam action, most of the product fed to the crusher 
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Fig, 21.—F rep, Stony CrRerk GRANITE ON 3 IN. AND THROUGH 6 IN., CRUSHED IN 
DopGr JAW CRUSHER, 
is not of such size as to allow breaking by beam action. Furthermore, 
with plain jaws or with worn, corrugated jaws, the crushing load is 
slowly applied and the particles take it in short column. This is the same 
as in rolls and, therefore, the initial transverse breaks and later radiating 
breaks are similarly to be expected with the resulting similarity in size 
and shape of crushed product. Accordingly, jaw crushers are to be classi- 
fied with rolls as devices that crush by breaking through the particle. 


GRINDING IN Pesste Mitt wirnour PeBsBies or BALLs?® 


The ground products of jaw crusher and rolls were found to be 
distinctly angular. 


§'This work was done jointly with R. T. Bergman, Joplin, Mo. 
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In nature, both rounded and angular grains are found; rounded 
pebbles are common in streams, under conditions which indicate that 
they have traveled and worn for a comparatively short time only; on 
the other hand, rounded sand grains are rare, even when eons of time, 
apparently, have been allowed for wearing the grains to a subspherical 
shape. An unpublished investigation? condticted by Dr. J. J. Galloway, 
Assistant Professor of Paleontology, Columbia University, discloses the 
fact that grains of various minerals of the sizes generally referred to, 
as coarse sand (10 to 30 mesh), become more or less rounded when arti- 
ficially allowed to wear. The apparatus used by Dr. Galloway consisted 
of a bottle rotating on its axis, in which a stationary baffle-plate impinged 
on the grains of sand maintained in suspension in water by the turbulent 
fluid motion. The duration of these tests was from a few hours to several 
hundred hours at a speed such that the rate of travel of the grains was 
about that of sand grains in streams or at beaches; namely, about two 
miles an hour. Dr. Galloway found that soft minerals wear down very 
rapidly. Such are the micas, pyroxene, hornblende, and to a lesser 
extent, the feldspars. Quartz requires perhaps 100 times as long as mica 
to wear to the same stage of roundness. This would explain the existence 
of large quantities of quartz sand, and the almost total absence of sands 
of the softer minerals, in spite of the abundance of these minerals in 
rocks. Dr. Galloway further finds that: 

1. Finer grains are more difficult to wear than coarse grains. 

2. Fine product-grains are less rounded than coarse product-grains 
obtained simultaneously. 

A series of tests was made with 1000-gm. lots of quartz grains rotated 
in porcelain Abbé mills and allowed to wear each other, in order to verify 
whether Dr. Galloway’s conclusions hold true in ball-milling. The size of 
feed and duration of run were made to vary. With a feed made up of 
angular quartz pebbles (roll product) passing a 22.43-mm. sieve and 
retained by an 18.85-mm. sieve, run for 6 days at 51 r. p. m., the product 
obtained consisted of approximately 88 per cent. round pebbles and 
gravel, no sand and 12 per cent. of slime, all finer than 10 microns 
(1 micron = 4900 millimeter). Screen analysis is given in Table 1. 
With a feed made up of —7.925 + 6.680-mm. quartz, that is, one having 
roughly one-third the diameter of the feed employed in the previously 
described test, 1.5 per cent. of material finer than 10 microns was formed. 
This is only one-eighth of the amount formed in the other test. With a 
feed made up of +2.362 — 2.794-mm. material, that is one having a little 
over one-third the diameter of the preceding, the amount of slime under 
10 microns in diameter is 0.25 per cent.; that is about one-sixth as much 
as in the intermediate-feed test and 14 as much asin the coarse-feed test. 


4 Private communication. 
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Tape 1.—Sereen Analysis of Quartz Grains Rotated in Porcelain Abbé 
Mills and Allowed to Wear Each Other 
Feed 1000 Grams —22.43 + 18.85-mm. Quartz, Run for 6 Days Without Balls 


Siz, ANALYSIS, S1zE, ANALYSIS, 


Mo. Per Cent. Mo. Per Cent. 
+18.85 58.2 0.417 0.0069 
15.65 21.9 . 208 .0059 
13.33 4.28 104 .0069 
9.423 2.64 O74 .0030 
6.680 .00 037 045 
4.699 238 0185 058 
3.327 .066 0092 .098 
1.651 014 — .0092 12.0 
.833 eQ 


As the amount of slime produced decreases, so does the roundness of the 
coarser portions; the coarser grains in the run made with the 2.3-2.7-mm. 
eed show almost no rounding, while those of the run made with 18.8- 
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Fig. 22. Wee, AS} Hrem2as 
Di awe 
a Fic. 22. — QUARTZ ON 18.85 MM. CoOARSEST GRADE OF MATERIAL OBTAINED FROM 
FEED ON 18.85 AND THROUGH 22.43 MM. RUN FOR 6 DAYS. WHEAR-TESTS PRODUCTS. 


Fia. 23.- ; QuARTZ ON 6.680 MM. COARSEST GRADE OF MATERIAL OBTAINED FROM 
FEED ON 6.680 AND THROUGH 7.925 MM. RUN FOR 6 DAYS. WHAR-TESTS PRODUCTS 

Fia. 24.— QUARTZ ON 2.362 MM. COARSEST GRADE OF MATERIAL OBTAINED FROM 
FEED ON 2.362 AND THROUGH 2.794 MM. RUN FOR 6 DAYS. WEAR-TESTS PRODUCTS. — 


22.43 mm. feed show very considerable rounding (see Figs. 22, 23, 24). It 
will be observed that the amount of material worn from the grains varies 
substantially as the square of the diameter of the grains. From these 
observations the following conclusions appear justified, at least as far x 


quartz and other minerals that do not exhibit marked cleavage 
are concerned: 


1. Tumbling of grains produces rounding. 


2. W ear due to tumbling of grains decreases rapidly with decrease in 
grain size, other things being equal. 
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3. The amount of material ground off grains by wear varies substan- 
tially as the square of the grain diameter, and that material is nearly all less 
than 10 microns in diameter. The rate of rounding is affected by the 
roundness of feed grains. This was shown by running 1000-gm. batches 
of —7.925 + 6.680-mm. quartz for three and six days in Abbé mills; 3.22 
and 3.56 per cent., respectively, of —200-nfesh material were obtained ; 
this indicates that while the first three days contributed 3.22 per cent. of 
ground product, the next three, which may be considered as having 
started with a partly rounded feed, contributed only 0.34 per cent., or 
one-tenth as much. 

The logarithmic plot of the screen analysis of the product of the six- 
day run made with 1000 gm. of —22.43 +18.85-mm. quartz is given in 
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Fic. 25.—W2AR TESTS IN ABBE MILL FEED, QUARTZ, THROUGH 22.43, ON 18.85 MM. 
RUN FOR 6 Days AT 51 R. P. M. 
Fig. 25. It indicates that after decreasing very rapidly with decreasing 
size, the percentage amount of product corresponding to a given range In 
size increases. In order to prove this further, let the 12 per cent. of 
material less than 10 microns in size be divided equally in as many ranges 
of size corresponding to a size ratio of 2 as can be accommodated between 
10 microns and molecular size (0.5 millimicrons). The range to be 


ign ; 10 
divided is 0.5 x 10-3 


= 20,000. Hence the number of ranges x that can 


be accommodated in this range is given by 2* = 20,000 or x = 14 
approximately. Then each range would have 127, = 0.86 per cent. of 
material, which is about ten times as large as the amount (0.098 per cent.) 
corresponding to the range 0.0092 to 0.0185-mm., and over one hundred 
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times as large as the amount corresponding to the range 0.208 to 0.417- 
mm. It may, therefore, be concluded that the logarithmic plot of the 
sizing analysis, carried beyond the range in which evidence is possible, is 
somewhat as shown in Fig. 25. On this figure are added, for comparison, 
the ranges of size in which screen sizing, water classification and micro- 
scope sizing are possible. 


Rov Miu 


In investigating the performance of a rod mill a great many variables 
enter; the more important are: 1, Speed of mill; 2, rate of feed (duration 
of run in a batch mill); 3, size of feed; 4, size of rods; 5, quantity of feed; 
6, number of rods; 7, size of mill; 8, character of ruan—intermittent or 
continuous-discharge or closed circuit with a classifier or screen. 

A thorough investigation of these variables would demand a tremen- 
dous number of tests, and considerable equipment. In this investigation, 
all the tests were carried out with a batch mill, consisting of a rotating 
cylinder 8-in. in diameter and 10 in. long, fitted with a screw base and 
cap, set on two rollers, one of which was an idler and the other motor 
driven. The speed of the mill was maintained at 46 r. p.m. The effect 
of varying the speed of the mill was not investigated because it has, 
heretofore, received comparatively more attention than other variables. 


Shape of Size Curves 


The shape of size-curves is given diagrammatically in Figs. 26 and 
27, which are the generalized semilogarithmic and logarithmie plots. 
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Fias. 26 anp 27.—SIZE-CURVES OF ROD-MILL PRODUCT. 


It is seen that the straight-line characteristic of the logarithmic plot 
in roll and jaw crusher is found again in the fine range. In the coarse 
range the graph becomes a curve with a convexity towards the large 
percentages, to which the straight-line portion is asymptotic. 
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Fig. 30.—On 0.417 mm. Fic. 31.—Own 0.147 mM. 


i aa a 
Fie. 32.—On 0.052 mM. Fig 33.—On 0.018 mm. 


Rop-MILL PRODUCTS (QUARTZ). 
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Shape of Grains 


In the fine range, grains are of the same shape as the grains of the fine 
range of roll product. In the coarse range, on the other hand, they are 
different; there are no tabular grains and equidimensional grains are 
common. Some of these even present the appearance of regular poly- 
hedra. While there is no rounding whatever, since sharp corners are the 
rule, yet the coarse grains look as if all the projecting parts had been 
chipped off. Figs. 28 to 33, inclusive, show that the fine grains, which 
correspond to the straight-line portion of the logarithmic plot are similar 
in shape to the fine grains corresponding to the straight-line portion of 
the logarithmic plot for roll product, and that the coarse grains 
are different. 


Duration of Run 


Runs made in a batch mill for lengths of time which are related by a 
simple function, give the character of the mill charge at any instant by 
interpolation between the results obtained and indicate the variations 
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Fie 34 —NDIZE-CURVES )F I UCTS OBTAINED BY CRUSHING QUARTZ THROUGH 
. . IZE it Kis o ROD ’ y 
6.680 AND ON 4.699 MM. IN A BAT ROD-MIL FO DIFFERENT LENGTHS OF TIME. 
A BATCH D ILL R E GTHS 


in character product of a continuous mill for varying rates of feed. Such 
a series of tests was made with 2500 gm. of —6.680 +4.699-mm. quartz 
as feed, and 16 rods 7 in. by 10 in. as the grinding medium. The 
lengths of time of the various runs were such that each is double the 
preceding. Fig. 34 shows that as the duration of run increases, the screen- 
analysis graph moves bodily towards the fine range with Dat little dis- 
tortion in shape, after the excess coarse material present at the start has 
been broken; that is, after some sort of equilibrium condition has ees 
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reached. The maximum height of the curve decreases gradually with 
increase in time. 

If it is desired to know what length of time is required to grind a 

certain amount of material of a certain size, so that a given percentage be 
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Fic. 35.—Frrp, 2500 GRAMS OF QUARTZ, ON 4.699 MM. AND THROUGH 6.680 MM., 
GROUND IN BATCH ROD-MILL WITH 16—/7£-IN. RODS WEIGHING 14,000 GRAMS AT 46 R. P. Me 
finer than a given size, a diagram such as Fig. 35, which, in turn, is 
obtained from the data pertaining to Fig. 34; should be constructed. 
Fig. 35 is plotted semilogarithmically; that is, time increases very rapidly 
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_ 36.—FreEp, Quartz, 2500 GRAMS THROUGH 6.680 AND ON 4.699 MM. GROUND 
IN Aen ROD-MILL wit 16—7¢-1N. By 10-IN. RODS WEIGHING 1,4000 GRAMs aT 46 
R. P. M. K VS. LOG TIME. 
in going from left to right. In spite of this, the various curves, in going 
from 0 to 100 per cent. (through) flatten out, having apparently the 
100 per cent. ordinate as asymptote. ‘Translated in terms of practical 
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use, it means that the last traces of a given size are very difficult to 
eliminate and, for instance, that the time required to grind all through 
48 mesh is much more considerable than that required to grind 98 per 
cent. through 48 mesh. 

The value of k decreases directly with the increase in duration of 
erinding. Fig. 36 shows that k is substantially inversely proportional 
to log. of time. The physical interpretation is that the fine material 
increases not only in proportion but also in fineness, as the run is con- 
tinued. This is, in a way, similar to the increase in fine material that 
occurs in roll-crushing when the reduction ratio increases. 

It is of interest to note that particles up to 6 mm. in diameter can be 
broken by rods substantially four times that diameter, which would 
imply a nip angle of 7314°, and a coefficient of friction of 0.86.° Such a 
coefficient of friction is much larger than the accepted value for the coeffi- 
cient of friction between rock and metal which is given by Peele®* as 
0.3 to 0.7. Richards further states that a value near 0.3 is more nearly 
acceptable. It must therefore, be concluded that nipping of grains is 
accomplished by rods when they are not in contact. Assuming a coeffi- 
cient of friction of 0.3, that is a nip angle of 33°, a rock grain of diameter 
d, rods of diameter 4d, the distance between rods, x, is 0.8d, whichis almost 
as large as the pieces to be broken themselves. Rod mills are usually 
slow, as compared with ball mills. Their speed is low enough so that 
the rods roll on each other rather than impinge; in fact there must be 
rock grains between the rods in order to allow the grains to be nipped, 
if the usual value for the coefficient of friction between rock and metal is 
accepted. This situation within the mill causes protection against 
crushing of fine grains by coarse grains; hence the well-sized character of 
rod mill product. 

It should be noted that in these tests rods frequently became hope- 
lessly tangled at the start of the test, in which case the test was dis- 
carded, but that when the beginning was successful, the test ran on 
smoothly. The noise made by the mill, which is very rough at the 
beginning of the operation, becomes markedly softer as time progresses. 
The change in the character of the noise is substantially simultaneous 
with attainment of equilibrium condition of mill charge (see Fig. 34). 
These phenomena remain to be explained. 


Number of Rods 


Within the limits of experimentation, an increase in the number of 
rods increases the grinding much more than proportionately. In com- 
paring two series of tests in which the number of rods were 4 and 16, the 
work increased approximately twentyfold. If it be assumed that in a 


> For this computation see R. H. Richards: Ore Dressing (1903-1909) p. 60. 
6¢ Robert Peele: Handbook of Mining Engineers, p. 1961. 
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rod mill the work is done by impact, this result may be expected, as each 
one of the 16 rods can encounter 15 rods instead of 3—five times as many 
—and that there are 16 rods instead of 4—four times as many—hence 
that the total number of encounters is 20 times as large. This line of 
reasoning is analogous to that which has been used to determine the 
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Fig. 37.—FEED 2500 GRAMS OF QUARTZ GROUND IN A BATCH ROD-MILL REVOLVING 
AT 46 R. P. M., WITH 4—7¢-IN. BY 10-IN. RODS WEIGHING 3500 GRAMS. TIME AS SHOWN 


ON DIAGRAM. 


frequency of collision of molecules of gas in a given space and which is 
n(n — 1), or approximately n?, when n (the number of molecules) is 
large. If it be considered that crushing is not done by impact but by 
rolling of the rods on each other, it may be argued that the load on the 
material at the bottom of the mill (where the shearing is presumably 
accomplished) is four times larger when 16 rods are present instead of 
4, and that the area on which shearing takes place is five times larger, 
since there are 15 contact zones instead of 3, so that Rolls 


the work done should again be 20 times larger, or 2S y= 
increase roughly as the square of the number of 
rods. The energy expended in doing this useful S @ 
work does not increase as the square of the num- 

=x yy 


ber of rods, but rather less than directly as the 
number of rods, which form the load of the mill. 
This indicates that grinding with increased rod 
load will increase faster than power consumption, 
. ss Rods 
up to an undetermined limit. The same conclu- _ 
sion is arrived at by A. F. Taggart® in tests with eae halhegie Cab dod 
a ball mill. RODS, 

As far as the conditions investigated are concerned, it may be con- 
cluded that grinding in a rod mill is done by breaking through the grain 
as well as in a jaw crusher or crushing rolls. The resemblance to rolls is 
considerable, except that in a rod mill, adjacent rods revolve in the same 


6A. F. Taggart: Tests on the Hardinge Conical Mill. A. I. M. E. Trans. (1918) 
58, 126. 
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direction instead of in opposite directions, setting up stresses of a differ- 
ent nature from those that are set up in rolls. (Fig. 38). This may be 
the reason that in rod milling the peak of the curve in the logarithmic 
plot does not rise above the extension of the straight-line portion, and 
for the absence of breaking by transverse cracks suggested by this 
difference in the logarithmic plots of the size tests. 


Batt Mit 


The following conditions of ball mill operation are variables, and have 
an effect on. the product: 1. Speed of mill; 2, rate of feed (duration of 
run in the case of a batch mill); 3, weight of charge (this applies to a 
batch mill); 4, size of balls; 5, size of feed; 6, weight of balls. The size of 
mill and the character of operation—. e., continuous-discharge or batch 
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Fig. 39.—F ppp, 2500 arams or QUARTZ THROUGH 13.383 MM. AND ON 9.423 MM., 
GROUND FOR 4 HR, IN BATCH BALL-MILL WITH 55—7-IN. BALLS WEIGHING 3,500 GRAMS. 


or in closed circuit with a classifier or screen—also may affect the charac- 
teristics of the product. 


Most of the tests were carried out in batch mills; where feed and 
discharge were continuous, the fact is especially noted. 
Effect of Size of Feed Grains 


The straight-line relation between the logarithm of the percentage 
corresponding to a certain range in size and the logarithm of that size 
? 
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Fie. 40.—F rep, 2500 GRAMS OF QUARTZ, THROUGH 9.423 MM. AND ON 6.680 MM., GROUND 
FOR 4 HR. IN BATCH BALL-MILL WITH 55—7£-IN. BALLS WEIGHING 3500 GRAMS. 
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Fig. 41.—Frep, 2500 GRAMS OF QUARTZ THROUGH 6.680 MM. AND ON 4.699 MM., GROUND 
FOR 4 HR. IN BATCH BALL-MILL WITH 55—7-IN. BALLS WEIGHING 3500 GRAMS. 
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Fia. 42.—F rrp, 2500 GRAMS OF QUARTZ THROUGH 4.699 MM. AND ON 3.327 MM., GROUND 
For 4 HR. IN BATCH BALL-MILL WITH 55—1-IN, BALLS WEIGHING 3500 GRAMS. 
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Fic. 43.—Frep, 2500 GRAMS OF QUARTZ, THROUGH 3.327 MM. AND ON 2.362 MM., GROUND 
FOR 4 HR. IN BATCH BALL-MILL WITH 55—7-IN. BALLS WEIGHING 3500 GRAMS. 


fey 

i) 

an 

SIL =I ES 

pas: a 
a Ps a ae 
0.074 


<— Log. Size,mm 


Fig. 44.—F rep, 2500 GRAMS OF QUARTZ, THROUGH 2.362 MM. AND ON 1.651 MM., GROUND 
FOR 4 HR. IN BATCH BALL-MILL WITH 55—7¢-IN. BALLS WEIGHING 3500 GRAMS. 
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Wiq. 45.—F Emp, 2500 GRAMS OF QUARTZ, THROUGH 1.168 MM. AND ON 0.833 MM., GROUND 
FOR 4 HR. IN BATCH BALL-MILL WITH 55—7£-IN. BALLS WEIGHING 3500 GRAMS. 
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Fic. 46.—FErep, 2500 GRAMS OF QUARTZ THROUGH 0.833 MM. AND ON 0.589 MM., GROUND 
FOR 4 HR. IN BATCH BALL-MILL WITH 55—7-IN. BALLS WEIGHING 3500 GRAMS. 


which has been found to hold in the case of the jaw crusher, crushing rolls, 
and rod mill, holds true in the case of ball milling only under the condition 
that the ratio of size of feed to size of balls be below a certain critical 
ratio. When it is above that ratio, the balls appear to grind grains of 
intermediate size, chipping off sharp edges 
from the larger grains and eventually round- 
ing these, without pulverizing them. Figs. 
39 to 46, inclusive, are the logarithmic plots 
for a series of tests conducted in order to 
bring out the existence of the critical ratio 
of size of feed to size of balls. In this series 
of tests the ratio is in the neighborhood of 
149, since, with 7 to 1-in. balls, material 
over 2 mm. in diameter does not yield the 
straight-line size-curve in the fine range, 


which is characteristic of breaking through Fic. 47.—Diacram sHow- 
the erain ING RELATION BETWEEN SIZE OF 
. PARTICLE, SIZE OF BALL AND THE 


The notion of critical size-ratio may be — yrp anaup. 


related to the notion of nip angle’ and of 
coefficient of friction. Let d (Fig. 47) be the diameter of the particle, 


12d that of the balls that nip it, a the angle of nip, and u the coeffi- 


7 Alfred T. Fry: A Supplementary Theory of Fine Grinding. Chem. Eng. & 
Min. Rev. (Aug. 5, 1923). 
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cient of friction. Assuming balls to be touching each other, for 
nipping to take place, /, must be less than P,, / and P being the pres- 
sure exerted by the ball and the corresponding friction holding the particle 
to the ball. The following relations are true: 


s = p, by definition, 
a 
Ff, =4.cos 9 
ae siin 5 
Hence for Ko = ls, 
a fe a = a 
Pu cos 5 = P sin 5 or, w = tans 
But 5 is given by triangle OO’M: 
cos 5 = ——_ = 0.923, ; = 22°, 
6d + 9 
hence up = 0.64 


This value of the coefficient of friction, based on the assumption that 
balls come in contact in order to crush is within the limits of 0.3 and 0.7 
given by Kent,’ Peele? and Richards,*? but is larger than the value recom- 
mended by the latter (0.3). In this connection it should be remembered 
that square-mesh sieves size grains on their intermediate dimension, 
while pieces probably become nipped with their smallest dimension 
normal to the nipping surfaces, so that if the size of grains that are just 
not nipped were reckoned on their smallest dimension instead of their 
intermediate dimension, the nip angle and coefficient of friction would 
appear smaller. Furthermore the feed to the mill in the tests under 
discussion was made up of roll-product grains, a particularly angular 
product and one that should, accordingly, show a high coefficient of 
friction. In the light of these reasons, it appears justified to consider 
that the critical size observed corresponds to the size of pieces that. will 
just be nipped, and that the corresponding coefficient of friction is 0.64 or 
less, in agreement with the accepted values for that quantity. 


Shape of Product Grains 


When the feed does not exceed the critical size for the balls used, the 
shape of product grains varies with the size considered (very much in the 
same way as in rod-mill product) that is, the coarser grains are equi- 


®R. T. Kent: Mechanical Engineers’ Pocket Book. 
® Robert Peele: Op. cit. 


%¢ R. H. Richards: Op. cit. 
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Fic. 48.—Own 9.423 mm. Fic. 49.—On 4.699 mM. 
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Fig. 51.—On 1.168 mm. Fic. 52.—Own 0.589 um. 
BALL-MILL PRODUCTS (QUARTZ). 
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dimensional or polyhedral and the finer grains are sharp splinters with 
all gradations between these types. When the critical size is exceeded, 
the coarse grains become rounded instead of polyhedral, indicating that a 
wearing process has replaced a disintegrating effect. Figs. 48 to 52 
inclusive are photographs of the second coarsest grade made by grinding 
successively finer feed under otherwise similar grinding conditions and 
show the gradual change from rounded to polyhedral grains with increase 
in fineness of feed. Size-curves for the products from which these grains 
are taken are given in Figs. 39, 41, 43, 45, 46. 


Effect of Changing Duration of Run When Feed is Coarser Than 
Critical Size 


The “dip” in the logarithmic or semilogarithmic plots becomes more 
marked as grinding time is increased, to the point where intermediate 
sizes may substantially disappear, leaving a product made up of coarse, 
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QUARTZ, THROUGH 9.423 MM. AND ON 6.680 MM., 
MILL WITH 55—7€-IN. BALLS WEIGHING 3500 GRAMS. 


Fic. 53.—Frep, 2500 Grams or 
GROUND FOR 1 HR. IN BATCH BALL- 


round fragments (see Figs. 56 to 59 inclusive) and of comparatively very 
see oe ie a a product has an appearance totally diferent 
rom crushed products obtained by other erindi : ; 

allowance is made for the difference ae peasy be see te 
strongly resembles the products of wear tests in Abbé mills, Heetriped 
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previously. The condition realized in the wear tests would appear, 
therefore, to be a sort of limiting condition which is approximated in 
ball-milling with feed coarser than the critical size. 
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Fic. 54.—Frxrp, 2500 GRAMS OF QUARTZ, THROUGH 9.420 MM. AND ON 6.680, MM., 
GROUND FOR 16 HR. IN BATCH BALL-MILL WITH 55—7g-IN. BALLS WEIGHING 3500 GRAMS. 
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) M. 
Fic. 55.—FrEep, 2500 GRAMS OF QUARTZ, THROUGH 9.423 MM. AND aaa 
GROUND FOR 60 HR. IN BATCH BALL-MILL WITH 55—1-IN. BALLS WEIGHING : 


In the tests in which the feed exceeds the critical size, with respect to 
ball size. with increased duration of run in a batch mill (corresponding to 
ah) 


decreased rate of feed in a continuous mill), the bump that follows the dip 
in the logarithmic size plot (Figs. 53, 40, 54, and 55) becomes more accen- 
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Fic. 56.—1-HOUR RUN. Fig. 57.—4-HOUR RUN. 


Fig. 58.—16-HourR Run. Fre. 59.—60-HouUR RUN. 
BALL-MILL PRODUCTS (QUARTZ), 


i 6.680 AND THROUGH 7.925-MM. GRADE FROM FEED ON 6.680 AND THROUGH 9.423 
MM. 
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tuated and moves slightly toward the fine range (Fig. 60). The size 
corresponding to that bump may be referred to as the size of preponderant 
breaking for quartz, under the conditions of the test. 
The important features that are disclosed by a study of the effect of 
increasing the duration of grinding in a batch mill with feed of a size 
exceeding the critical size are: ¥ 

1. The size of preponderant breaking moves but slightly toward the 
fine range. ? 

2. Rounding increases in the coarse sizes (Figs. 56 to 59 inclusive). 

3. Intermediate sizes decrease in amount. 


Percentage ae 


<— Log.Size,mm 


Fic. 60.— Frep, quartz 2500 GRAMS THROUGH 9.423 AND ON 6.680 MM., GROUND FOR 
DIFFERENT LENGTHS OF TIME IN BATCH BALL MILL WITH 3500 GRAMS OF 7-IN. BALLS. 

Table 2 gives the percentage of quartz of the sizes that can be referred 
to as coarse, intermediate and fine, for several runs ranging from 1 hr. to 
60 hr. made with 2500 gm. of +6.680, —9.423-mm. quartz as feed and 
55, 7% to 1-in. steel balls weighing 3500 gm. as the grinding medium. 


TaBLe 2.—Percentage of Different Sizes of Quartz after Test Runs 
of Different Durations 


Duration of Run 
Size, Mm. | 
| teh 4 hr. 16 hr. 60 hr. 
+2 .362 83.4 64.5 41.5 25.2 
mea s882 9.3 Felts 3.0 2.1 
+0.147 
—0.147 028 29.0 DOW am 
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This shows that the percentage of intermediate-size material decreases 
steadily and that the percentage of fine material increases at first sub- 
stantially in proportion to time, then more slowly. Fig. 61 is a semi- 
logarithmic representation of the results of Table 2. 

From the results presented, it would seem that with feed coarser than 
the critical size the balls get a grip on the edges of the angular feed grains 
(roll product), chipping these off, and making grains of all sizes from feed 
size down; as time goes on, the coarser grains present fewer and fewer 
sharp edges that can conveniently be chipped, these edges become smaller, 
until they are so small that the comminution becomes “‘wear’’ instead of 
“fracture; at the same time, balls unable to break the larger grains pick 
on the next finer, and so on; the remaining grains become increasingly 
difficult to reach, because of their great number and small size and because 
of cushioning effects. The result is the formation of a preponderant 
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Fic. 61.—F pep, 2500 GRAMS OF QUARTZ, THROUGH 9.423 MM. AND ON 6.680 MM., 
GROUND FOR DIFFERENT PERIODS IN BATCH BALL-MILL WITH 55—7¢-IN. BALLS WEIGHING 
3500 GRAMS. MILL REVOLVING AT 46 R. P. M. 


weight of angular grains of a certain size range which is here called the size 
of preponderant breaking, along with rounded grains of the size or just 
finer than the size fed to the mill. If the size of feed is less than the 
critical size, it appears that the grains are broken in order from coarse to 
fine, so that a situation arises which is totally different from that de- 
scribed above, and which is, in the main, analogous to that which arises 
in a rod mill. 


Size of Balls 


In the tests described, run with 7 to 1-in. balls, the critical size was 
found to be in the neighborhood of 2 mm. With balls twice that size 
(that is 134 to 2 in. in diameter), the critical size should be at about 4 mm. 
In fact, with —4.699, +-3.327-mm. quartz, a substantially normal curve is 
obtained (similar to that obtained with —2.362, +1.651-mm. quartz and 
7 to 1-in. balls (Fig. 45), but with —9.423, +6.680-mm. material an 
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abnormal curve occurs, indicating that the critical size is near 4.6 mm. 
At the same time, the size of preponderant breaking (for 4-hr. runs) has 
become coarser, being about 0.052 mm. instead of about 0.026 mm. ; that 
is, twice as much. More experimentation is desirable in this direction, 
but even with these meager data, it would appear that the size of pre- 
ponderant breaking is roughly proportional to the ball diameter, and that 
it is of the order of 14900 of the ball diameter. Accordingly, with 4-in. 
balls, which are in common use in practice, the size of preponderant 
breaking should be in the vicinity of !49 mm. (150 mesh) and the critical 
size about 8 to 10 mm. With l-in. material as feed, a portion of it 
would be crushed and another portion worn down, with the result that 
a few pieces would become rounded, hence difficult to nip, and go around 
and around in the mill-classifier circuit. This rounded oversize or 
“tramp” oversize is undesirable. Its disposal is the object of a recent 
paper.'° It is customary, in practice, to speed up the mill when coarser 
feed is employed. This may be successful because of a dependence of 
critical size on speed. 
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Fig. 62.—FeEEp, Quartz, 120 LBS. PER HOUR, THROUGH 3.327 MM. AND ON 1.651 
MM., GROUND IN 20-1N. HARDINGE CONICAL MILL FITTED WITH STANDARD FEED AND 
DISCHARGE CONICAL SECTIONS AND ONE 18-IN. CYLINDRICAL SECTION; GRINDING MEDIUM 
100-3-IN. STEEL BALLS WEIGHING 400 LBs. 


Continuous-discharge Mills 


A few tests were made in a 20-in. Hardinge conical mill fitted with 
100 3-in. steel balls weighing 400 lb. The mill used in this test was 
composed of standard conical parts for feed and for discharge and of one 
18-in. cylindrical portion. The runs were made dry, starting with an 
empty mill, which was gradually loaded up at the desired rate. A sample 
of the product discharged was taken after equilibrium had been attained. 
The results are given in Figs. 62 and 63 for two runs. It is seen that a 
straight-line relation exists between the logarithms of the percentage 


10 Davis, Willey and Ewing: Recent Developments in the Fine Grinding and 
; ‘7, € 19 
Treatment of Witwatersrand Ores. A. I. M. E. Trans. (1925) 71, 983. 
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retained by each screen and corresponding screen aperture, in the fine 
range, as would be expected from the data concerning batch mills for 
feed that is finer than the critical size. Fig. 63 shows that a straight- 
line relation appears also in the coarse range. The explanation and 
significance of this relation remain to be found. 
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Fic. 63.—F rep, Quartz, 60 LBS. PER HOUR, THROUGH 6.680 MM. AND ON 3.527 MM. 
GROUND IN 20-1N. HARDINGE CONICAL MILL FITTED WITH STANDARD FEED AND DIS- 
CHARGE CONICAL SECTIONS AND ONE 18-IN. CYLINDRICAL SECTION; GRINDING MEDIUM 
100-3-IN, STEEL BALLS WEIGHING 400 LBs. 


Résumé 


Crushing in a ball-mill is effected both by breaking through the grain 
and by wear. Breaking through the grain takes place when the grain is 
small enough to be nipped by the balls, and wear when the grain is 
too large to be nipped by the balls. 


APPLICATION OF THE RELATION BETWEEN S1zE OF PARTICLE AND 
PERCENTAGE CORRESPONDING TO A CERTAIN SIZE 


The relation y = Cz* has been found to hold true for the fine range 
of roll product, jaw-crusher product, and rod-mill product under all 
conditions tested, and for ball-mill product under certain conditions. 
In this relation « denotes respectively size; y denotes percentage corre- 
sponding to the size-range x to px (where p is the screen ratio or, more 
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generally, the size ratio); C, a constant depending on the units chosen; 
and k a constant independent of the units chosen and which, penmen: 
cally, is the slope of the straight line in the logarithmie plot. 


Discussion of = 200-mesh Material 


This category comprises all grains that pass a 200-mesh sieve ; that 
is, one having an aperture of 0.074-mm. This class includes grains as 
coarse as 0.074 mm., as well as grains finer than the finest that can be 
detected under the microscope, that is 0.0003 mm., a range in size greater 
than that between the apertures of a 1-in. and a 200-mesh sieve. It is 
as objectionable to include in the same class grains that are as different as 


various —200-mesh grains as to put together 1-in. and FL apg-mesh 


material. Classifying in water material passing a 200-mesh sieve will 
give information as to its size to about 0.010 mm., or perhaps to 0.005 
mm., but the material finer than that limit will still cover a vast range of 
sizes and be open to the same objection, although to a lesser extent, 
than the objection to which is opened unsized —200-mesh material. 

In this connection it is important to know how fine solid particles 
can be. It is well known that matter, in the usual sense of the word, 
cannot exist in particles more discrete than molecules (if they are com- 
pounds) or atoms (if they are elements). According to z-ray data on 
crystal structure the smallest grain of solid is one that contains at least 
enough atoms to form a simple crystal of the required crystallographic 
shape; in the case of galena it is a grain made up of four atoms of lead and 
four of sulfur (octahedron or cube); such a grain has a diameter of 
0.38 X 10-7 mm. Unit crystals are generally more complicated than 
the galena unit crystal; rarely, however, will they contain over 100 atoms. 

The range in size of unit crystals is from 2 to over 10 K 1077 mm. 
Assuming 15 X 10-7 (1.5 millimicrons) as the smallest solid grain 
capable of existence, it is found that the range covered by —200-mesh 
material is from 0.074 mm. (74 microns or 74,000 millimicrons) to 
0.0000015 mm., a range in which the largest grains have 50,000 times the 
diameter of the finest and of which a 10-story building and a sand grain 
give a fair size comparison, within reach of our senses of perception. 


Let sae 004 16 the total amount of material finer than the 200-mesh 
sleve. 0m is known from weighing the undersize of the finest 


screen in making a screen analysis, but it can also be obtained by extra- 


polation of the straight-line relation between log x and log y. The close- 


4,000uu 


ness of the check between Yee - observed and computed should be a 


measure of the validity of the Kaien Table 3 gives a list of the 
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; Y ’t’d — Y obs’d 
values of Y observed, Y computed, ey dd laced 100, and 


average Be Se - epeie < 100. Table 3 shows that the average 
difference between the computed and observed percentage of —200-mesh 
material is less than 4 per cent. of that percentage, a comparatively small 
amount. It seems, therefore, that the proposed extrapolation is justified. 
Table 3 shows, furthermore, that the plus errors correspond to jaw 
crusher and roll tests in which the free discharges induce high atmospheric 
losses of the very fine material. The minus errors, on the other hand, are 
located in tests with the Braun pulverizer, rod-mill and ball-mill and 


TaBLE 3.—Computed and Observed Percentages of Material 


Per Cent. —200-mesh ae ; ’ 

. a ; 3 car ope x 100 Machine 
Actual Computed | 
0.55 1.04 | +47 Rolls 
Nei 2.38 +24 Rolls 
BOS i) ay —40 | Braun pulverizer 
4.07 3.71 —10 | Braun pulverizer 
4.14 3.28 —26 _ Braun pulverizer 
3.28 2 LSE —27 Braun pulverizer 
iil 2.44 —27 ' Rod mill 
1.92 1.75 —10 Ball mill 
03 1.30 +21 | Jaw 
1.33 1.15 +8 | Rolls 
ik BP | 1.79 +26 | Rolls 
il, (583 2.05 +25 | Rolls 
2.42 3.08 +21 Rolls 
0.78 1.48 | +47 | Rolls 
0.55 0.71 | +23 Rolls 
7.81 6.89 —14 Braun pulverizer 
7.98 6.89 —16 Braun pulverizer 
7.20 6.36 —13 Braun pulverizer 
3.00 | Deisyll —20 | Braun pulverizer 
0.65 86 | +24 Rolls 


may be partly caused by the addition of metal ground from the crushing 


lates, rods or balls, g 7 oobi 
p ; yalls, as the case may be. La can be computed 


either by integration or as follows: Consider the straight-line portion of 
a crushing diagram. Values of y for consecutively smaller values of 
x, decrease rapidly. Let s be the number of consecutive 2’s required to 
cut the value of y to 149 the value of the first y. It will require another 
. s x’s to cut the value of y to 14909 the value of the first y and another 
s a’s to cut it to 14000; the sum of the y’s corresponding to each cycle 


of s 2’s will be in direct proportion to the ratios 1: 49: Yoo: awe 
7 . ? 


10° 
9° Hence the rule: to get the percentage of material finer than the 


finest size to which analysis is carried, extend the logarithmic plot and 


add the percentages corresponding to consecutive size ranges until one 


individual percentage is approximately equal to 149 of the first per- 
centage recorded. Leave out this last Rareentage and divide the sum 
obtained by 0.9. : 


Average Size of —200-mesh Particle 


The knowledge of the proportions of grains of various sizes in —200- 
mesh material, secured by extrapolation of the logarithmic plot of the 
screen-analysis of that product, allows accurate computation of the 
average size of this material in function of k. Before making this com- 
putation, however, it is necessary to decide on what basis the average 
size will be computed. In this connection a paper recently published 
by W. M. Weigel,'! presents a most interesting and well-taken discussion 
of the various means of computing average sizes. The average particle 
can be defined thus: 


1. Itisa particle such that its diameter multiplied by the total number 
of particles is equal to the sum of the diameters of all the particles. 


2. It is a particle such that its surface multiplied by the total number | 


of particles is equal to the sum of the surfaces of all the particles. 

3. It is a particle such that its volume multiplied by the total number 
of particles is equal to the sum of the volumes of all the particles. 

4. It is a particle such that if all the sample were made up of particles 
of that size, the product of the weight of the sample by the average size 
would be equal to the sum of the products of the weights of each size 
by that size. 


Consider a lot made up of one cubical particle of diameter 10d and 
1000 particles of diameter d. The weight of the large particle is 
1000gd? and of the small particles 1000gd3 where g is the specific gravity. 
The average size as defined by 1, 2, 3, 4 is respectively: 


1. « X 1001 = 10d + (1000 X d) = 1010d x = 1.009d. 
2. 6x? X 1001 = 600d? + 6000d? x = 1.05d. 
3. x3 X 1001 = 1000d% + 1000d? z = 1.26d. 
4, (2000gd*)x = (1000gd*)(10d) + (1000gd?)(d) = 5.5d. 


These results indicate that the expression ‘‘average size” should be 
more specifically defined. It is here suggested that it be restricted to 


11 W. M. Weigel: Size and Character of Grains of Nonmetallic Mineral guest 
U. S. Bureau of Mines Tech. Paper 296 (1924), 44 pp. 
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ete., which is a ee converging series. The total of these numbers is 
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the quantity obtained by the fourth method given above. It should be 
noted that there is no physical meaning to that quantity except that it 
is the way in which average size of material is judged by the eye, which 
weighs bulk of material of a certain size and diameter of particle, that is 
mass, while there is a definite meaning attached to size of average surface 
and to a lesser extent to the size of average diameter and the size of 
average volume. In computing the work done in crushing, the ‘average 
size’? of —200-mesh material has frequently been taken at 0.037 mm. 
(one-half the aperture of the 200-mesh screen). This value is slightly 
smaller than the average size computed by the fourth method given 
above for k = 0.8. On the other hand, it is many times as large 
as the size of average surface. With k = 0.8 for instance, the size of 
average surface is 0.002 mm.; with k = 0.6, it becomes 0.0005 mm., 
respectively 14g and Mo of the average size (0.037 mm.) commonly 
ascribed to —200-mesh material. 


Computation of Specific Surface, Size of Average Surface, Size of Average 
Volume and Number of Particles 


Let y be the per cent. by weight of material varying from zx to pz 
millimeters, ¢ be the per cent. of material per millimeter increase in 
size, s be the surface of broken material if all particles were cubical, S 
the real surface of broken material, r, the ratio between the real surface 
of the particles of a lot of size x, to the surface of cubical particles having 
the same ‘‘size.”” By definition 


(3) Sitde = gitdz py, 
If r, is a constant or substantially so, for all ranges of size: 
(3’) S = 1.3: 


In this paper r will be considered as constant, although it is suspected 
that it varies. It is proposed to compute s from the screen analysis of 
a certain material. From the fundamental relation: 


(2) y= Cat, 
ee amount of material dz ranging in size from x to xz + dz will be 
Zz 
1 @ 1) 
(4) i= e 2 etd 
je 


In a volume of 100 ¢.c. of material, the volume of material ranging in 
3 


size from x to x + dz is dz. This volume contains dN = dz cubes 


‘of edge x, or: 


(5) ' dN = pth 


a 
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so that for the range x; to x2, the total number of particles is- 
Nai = 10°C aay tions 5 oar, ee cS 


nahi eas) 
Generally: 
BABlise 
5/ Za k-3 _ k—-3 
The area per particle is —~ = Sait em. ; for dN particles of size x, it is: 
ds = = aa ag 
hence: 
sft = 60C a? de | 60 ¢ [zF-! — 2*'] 

py Le = 2 Ga- 
Generally: 

aA 6r - 10C =e a 
(6) Sr - (p saad 1)(k = 1) [x2 a xy" 2 


The volume of material ranging from 2; to x2 is obtained by integrating 
(4), which gives: 


ee C —_ k 
(7) Ee ave (p = yet Ly | 


Hence S,,-, the specific surface that is the surface per unit volume of 
material, rangingsfrom x; to Z2, according to relation (2), p. 3, is given by: 
g 2 Be Gr -10C [ze SS to Ik 


Fart Cla — 2" 
J k xot1 — ak! 
(8) Sr2,=60.7. ie 1 r Lok — x4 


where z is expressed in millimeters and S,,,, in square cm. per ¢. ¢. 

Size of Average Surface—Specific Surface-—Table 4 gives values of 
S:,2, computed for r = 1, various values of k and various 1; — X2 ranges, 
2, and v2 areinmm. S.,_,iInsq.cm. 

TABLE 4.—Values of S2,2, for 11 = 1 mm. 


| Range x1 — 22, (42>21) 


| 10 10? 103 105 
0.3 20.84 8.35 
0.4 19.70 2502 0.402 
0.5 18.90 
0.6 18.18 5.10 1.34 0.0895 
0.7 17.32 
0.8 16.64 3.72 0.714 0.0206 
0.9 15.96 3.21 0.540 0.01164 
1.0 
feu! 14.76 2.38 0.328 0.00450 
ey 14.22 2.18 5209 ue 0.00330 
1.3 13.68 1595 0.227 0.00251 


~~ 


‘ 
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Fig. 64 is a logarithmic plot (drawn on semilogarithmic paper for 
convenience) giving the value of S,,z, for various values of k (from 0.3 to 
1.3) and of the range x:%2. It will be noted, by the way, how these curves 


j x 
fan out with increasing 3 and how little difference k makes when = <4. 


x TS] 


xl— 


Area of Material, sq.cm.per ¢.c. —> 


0.! 
my 16 32 64 128 266 52 1024 
— log *2 =log | 
Xx 
Fic. 64.—AREA or 1 ¢.c. OF CRUSHED MATERIAL RANGING IN SIZE FROM 2; TO 22 MM. 
(%2> 21). 


Application.—Find the area of 500 gm. of a mineral of specific gravity 2.5 for 
which k = 0.65 and for which the grains range in size from 2 microns (0.002 mm.) 
to 0.2 mm. Assume that the average area per particle is 1.2 times as large as it 
would be if the particles were cubes. 


5 
Volume = ae 200 c. ¢. 


since ~” = 100, k = 0.65 
T1 


g  _ £8 _ 46 
or, Daz, = an = 0.002 


1 
area = 200 X 1.2 X 4.6 X 9 999 = 5:5 X 10° sq. cm. 
In order to simplify matters, the area of —200-mesh material was 


determined once for all for various values of k. It is given in Table 5, 
and by Fig. 65. 


Area, sq.cm.pere.c.—» 


K —> 


Fic. 65.—AREA oF —200-MESH MATERIAL, = vs. k. 


TABLE 5.—Specific Surface of —200-mesh (0.074 mm.) Material (r = 1.0) 


k ? AREA, Sq. Cm. 
0.4 54.2 X 104 
0.6 1208 
0.8 2.78 xX 104 
0.9 ileetstee ><a 
Pali 0.609 * 104 
1.2 0.447 X 104 
1.3 0.340 x 104 


Application.—Find the surface of 500 gm. of —200-mesh material of specific 
gravity 2.5, in which it is known that k = 0.75, r = 1.4. 


Volume = ” = 200 specific surface = 4 X 10‘ sq. cm. Total area = 1.4 x 


200 <x 4 X 104 = 11.2 X 10%sq. cm. 

The size of average surface can be obtained directly from the specific surface 
Szz, as follows: Since the volume occupied by material of surface Sz, is unity, and 

3 2 
the volume of the particle of average surface is i and its surface ee then (x 
expressed in millimeters, volume in ec. c., surface in sq. cm.) 
10-8nz,* = 1, 
where 7 is the number of particles 
10 ~°n + 62,2 = Sz iz, 

of average surface whose volume is unity. 
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Shier ate tit Ls 1 
Dividing these equations member to member, 2, = q@— 
60 ~ 8s... 
or 


60 
(9) & = S where S 


214,: 18 expressed as square cm./c. ¢. and %, £2, 2 in milli- 
17> 


meters, 


Application.—Find size of average surface of —200-mesh material for k = 0.4, 
0.6, 0.8, 1.0. 


For k=1.0 Sz,s, 0.9 X 104 hence z, = va = 6.7. X 10°? mm. 


0.9104 
k=0.8 Sz!r = 2.8 X 104 hence %, = 2.14 < 10-* mm: 
k= 0.608 12.0 X 104 hence 


tT, = 000 1052320 
=0.4 Sz, = 54.0 X 104 hence , = Oss oles tm. 


Size of Average Volume 


The size of average volume can be obtained as follows: The volume of 


a cube of edge x is ee The volume of dN such cubes would be: 


3 3 k—1, 
Pe a ode x*. Caiaiae 


10° =p-—l 


2 4 8 16 32 64128 2565121024 : 4096 
=o X2=| 2048 
x 
Fig. 66.—Sizm OF PARTICLE OF AVERAGE VOLUME. 


a Xe k 
3 a P| 
ty = be oe 3) , 
=—l1 


and the volume es of Net particles would be uE “CO = 


k—1 
Pp — 
hei 10°C ae ; 
their number would be —— i x'~4dx. Hence size of average volume 


ae 
1 


Ni or, 


d 
while 


in millimeters is 10 times the cube root of 
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C 


108 the “tl de 
3 Burn I v1 : [x2* — ax,*] k-—3 


Ly, = — > OS ; 
—— a, dx [arg*—3 — xe*} k ? OF, 
Pi - 


Ran pate 
Citas aie oe sre 
—* k ‘ Ch k-3 ,) 3 k— “a, 

v2 Hod ae k (=) 3 1 
. . A U1 * 


Fig. 66 gives values of x, in terms of x; for various values of ~” and of k. 
vy 


This graph is to be used exactly as Fig. 64. 


Fic. 67.—S1zz OF PARTICLE OF AVERAGE VOLUME ON 200-MESH MATERIAL. 


73 — Kh aye 
t = 1.5 4/-— ~/(50,000)* — 1 


‘ 3 4,0 
For —200-mesh material, putting 7; = 1.5up, = = i 1 = = 50,000 
1 . 


approx. values of z, in millimeters are given by Fig. 67. The equation 
2,, k is very nearly a straight line when plotted on semilogarithmic paper 
because equation (11) reduces to: 


(12) ty = 1.5 Paes ~/ (50,000)* — 1, 


k 
ayy he +3 lem kalo hire ; - log (50,000 — 1) 
and that (50,000)* is generally very large compared to unity. 


Definition and Computation of Crushing E'fficvency 


The work actually used in crushing material is difficult to estimate, 
because no universally accepted law exists to measure it. As is pointed 
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out in the literature, a part of the work of crushing is employed to make 
noise, part to make new surface (surface energy) and part to make heat. 
Both heat and noise are the result of vibrations set up in solid matter by 
impact or friction, and are not desired. New surface, on the other hand, 
is in a way an index of what has been accomplished and new surface 
energy can be looked upon as a measure of the ‘useful work”’ done in 
crushing. The surface energy developed can be obtained from the speci- 
fic surface (Figs. 64 and 65) and the specific surface energy of the mineral 
that is being ground. Edser'? gives 920 ergs/sq. em. as the surface 


30 

25 
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ol Padi 
D 
az 
& 
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(ae 


5 
0 a 
9423 2.362 0.583 0.147 0.074 
<— Log Size,mm. 
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Fig. 68.—REDRAWN FROM Fic. 9 In Proressorn HAULTAIN’S DATA. 


energy of quartz. Taking, for instance, the ninth test in Haultain and 
MeNiven’s data!’ on quartz; plotting y vs. log x, drawing curve of best 
fit and transferring points of intersection of that curve with corresponding 
ordinates to a log y — log z plot, a straight line, k = 0.92, is obtained 
(see Figs. 68 and 69). The amount of —200-mesh material obtained by 
extrapolation is 0-08 +.0-49 + 0.35 + oe: +019 +0.14+010 _ 45. 
per cent., a fair check as compared with 2.30 per cent. actually obtained. 
The specific surface of —200-mesh material for k = 0.92 is 0.140 x 
sq.cm. : 

= oe (Fig. 65); therefore in a 100-c.c. sample of product the area 


104 


12 Fourth Report on Colloid Chemistry and its General and Industrial Applications, 
281. British Assoc. for Advancement of Science. 


16H, E. T. Haultain and J. C. McNiven: University of Toronto, Engineering 
Research Bull. No. 4, 157. 
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of ~200-mesh material obtained, assuming particles to be all cubical, 
is 2.3 X 1.4 X 104 = 3.22 x 104 sq. em. The amount of material 
present follows the yee Czx* law between the sizes 0.833 mm. and 0.074 
mm., or a range of size of 8\/2. Therefore, from Fig. 64, and for k = 


Fund 1 
0.92, the surface of the material is 14.5 0074 = 196 sq. cm./e.c. Fora 


ips) 
TT 


fs 
tess 
hal wei 
& dy lS ga 
E Kodo fs 
oY 
52 Sead 
a” = 
eS ia 
et ‘ ii | 
Beta 
Sec 
te 0.014 


4.099 1.168 0.295 
<— Log. Size,mm 


Fic. 69,—LoGARITHMIC PLOT DRAWN FROM Fa. 68. 


total percentage of 27.5, the corresponding surface is 196 & 27.5 = 0.539 
< 104sq.cm. For the material coarser than 0.833-mm. the surface may 
be estimated in the usual way, as follows: 


rf. Surface 
Size, Mm gs On Per Cent. Sq. Cm. 
a Cue. Cc. 


126 
5.327 “7 85 
2.362 8.6 473 
1.651 30.2 1097 
a Raye | 


1.168 


Hence the total surface of +200-mesh material is (0.539 + 0.245)104 = 


0.78 X 104 sq. cm. 
The total surface of +200-mesh and —200-mesh material combined 


is 4.00 X 104 sq. cem./100 c. c. (of which 19 per cent. is accounted for by 


a 


the +200-mesh material and 81 per cent. by the —200-mesh material). 
The total surface in 100 c. c. of feed is 100 12.8 = 1280 sq. cm. per 
100 c. c., therefore new surface is 3.87 X 10‘ sq. cm. per 100 c. ¢. 
Taking r as 2 (rolls make a very splintery product), the new surface is 
7.7 X 104sq.em. Corresponding surface energy is 7.7 X 104 K 0.92 X 10° 
= 7.1 X 10’ ergs, or ; cae 
(PS ae 454 oot-lb. 
TO 5C 10" > 100 91.00 2k ee 
The new surface energy developed in the rock is but a small fraction of 
the energy input, which is given" for a similar test as about 700 foot-lb. per 
Ib. ‘hat is, a very small portion (1.3 per cent.) of the energy input is recov- 
ered as surface energy in the product, under the conditions, least waste- 
ful in energy, realized by Professor Haultain. The balance (99 per cent.) 
of the energy input goes to make heat, noise and frictional losses in bear- 
ings and transmission machinery. If it were possible to deduct drive 
losses, the energy input would divide itself in surface energy (useful work) 
and heat and noise, which could be considered as the losses of the crushing 
process itself. This would permit computation of crushing efficiency; 
not on a relative basis but on the basis of output/input which is truly an 
efficiency. If in the above instance drive and bearing losses amounted 
e. g. to 500 ft.-lb. per pound of rock, the energy consumed in crushing 
would be 700 — 500 = 200 ft.-lb. per lb., and the efficiency EH would be 
4.5 per cent. It is difficult to determine bearing losses accurately, as 
these losses depend on the pressure exerted by the rotating shaft, and this 
pressure in turn is variable and depends on the reaction on the rolls of 
the pieces that are being broken. If some means of automatically record- 
ing the variations of the bearing pressure with time could be devised, it 
might be possible to eliminate this effect and get at the true crusher 
efficiency. An efficiency that includes bearing losses, while dependent to 
a large extent on the quality of the bearings, would be more significant to 
the practical man. In the present instance, it would amount to 
9.0 
700 
Such a small value as is obtained here is surprising, but it is useful, in 
this instance, to remember that the efficiency of a good steam engine is 


only 15 per cent. and that the overall efficiency of a locomotive is rarely 
much over 4 per cent. 
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= 1.3 per cent. 


Kick vs. Rittinger 


Relative mechanical efficiency is a number presumably proportional 


to the unknown actual efficiency, when a certain system of units is 
adhered to. 


44H. E. T. Haultain: Op. cit., 147. 


A. M. GAUDIN 299 


The relative mechanical efficiency obtained by Rittinger’s method 
should be proportional to the true efficiency as defined above, since 
Rittinger states that the work done is proportional to the new aries 
formed. There is, however, a difference between the usual computation 
of R. M. E., and the computation offered in this paper in that the average 
size of —200-mesh material has always beén overestimated, making a 
correspondingly great error in underrating the area of —200-mesh 
material and the energy units it represents. 

Kick’s so-called law states that equal changes in configuration demand 
equal output of work. Thus to reduce a cube of edge zx; to cubes of 


x : : 
edge = would demand n times as much work as to reduce it to cubes of 


edge oe Hence the work done on the piece of size x; is proportional to 


log x, — log x or to (D — log x) — (d — log 2,), D — log z being looked 
upon as the work contained in pieces of size x, and D — log a; as that 
contained in pieces of size zy. For dz per cent. of material, ranging in 
size from x to x+dz, putting D = O, the work contained in the 


pieces is dw = —m log x dz where m is a constant. 
But 
i E eat ds 
(ieee | 
hence 


dw = a log 2 - a -*dze = —Mz'— log « dx 
Pp — 


where M is a positive constant, depending upon the units chosen. 
The work aol in pieces varying from 2 to 2 is W;?. 


log. 1 
= —M © yk log. x dx = “M2 ee | 


T1 


eS ays 
= ae log. t2 — wi" loge 41) — ot go | 


To get the specific work (work per unit volume), W.,.. contained in 
pieces varying from 2, to x2, W,? must be divided by the percentage 


weight, 2° = ei [xs — x,*] corresponding to the range 2122; 


—mC tee Dit 
. k(p — 1)| x2* log. ty — a1" loget: k 
W129 = C " xa = xk ro ~ x 
(p — 1k 
te 10, f2 —_ ou ORs da 1 
ane aie ( to = x" z] 


Let 1 be the ratio = then 22 = 21" - 1, log, x2 = log. 41 + log, I 
1 


= zi*T(loge 21 + log. 1) — a* loge a1 1 
Wayzq = —™ ( [ xitlk — ay" k 
Simplifying: 


l* lo e 1 
We, = —m | 108 ty + ipa | a ;| 
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Fic. 70.—ENERGY UNITS CONTAINED IN —200-MESH MATERIAL; BY Kick’s “Law,” 


W vs. K. 
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Fig. 71.—Enmrey unis conraAINED IN +200-mEsH PARTICLES BY KicK’s “LAW” FOR 
z 
VARIOUS VALUES OF a =landork. 2x; = 0.074 mM. 


For —200-mesh material, J = 50 000, 41 = 1.5 X 10-° mm. Using 
logs. to base e, m = 1, and x’s in mm., as a consistent system of units, 
the work Pe ocecented by —200-mesh marae for various k’s can be 
computed (see Fig. 70). 


For +200-mesh material, and various values of J and k, consult 
Fig, 71. 


HETEROGENEOUS ROCKS 


Sedimentary rocks are made up of grains of various minerals, bonded 
by a cement; a weakness is naturally present at the grain boundaries. 


Log. Percentage —> 
oO 


EHP 
i 


(A iae8 
18.85 Log.Size,mm 
Fic. 72.—Frrp: THROUGH 22.43 mM. AND ON 18.85 mM. (MANHATTAN SCHIST 


PARTICLES WHOSE LEAST DIMENSION Is ON 5.5 MM. AND THROUGH 11.0 MM. TO ROLLS SET 
AT 5.613 mm.) 
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Fic. 73.—REDRAWN FROM Fic. 72. 


This weakness is more or less marked, just as the state of aggregation 
may vary from that of a loose sand to that of a highly indurated quartzite. 
Igneous rocks are generally fairly homogeneous in character, as can be 
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Fic. 74.—FrEp, THROUGH 22.43 MM. AND ON 18.85 mm. (MANHATTAN SCHIST 
PARTICLES WHOSE LEAST DIMENSION WAS THROUGH 14.0 MM. AND ON 11.5 MM. TO 
ROLLS SET AT 5.613 MM.) 
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Fia. 75.—REDRAWN FRoM Fa. 74. 
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Fig. 76.—FEED, THROUGH 22.43 MM. AND ON 18.85 MM. (MANHATTAN SCHIST 
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Fic. 78.—FEED, THROUGH 22.43 MM. AND ON 18.85 MM. (MANHATTAN SCHIST 
PARTICLES WHOSE LEAST DIMENSION IS THROUGH 20 MM. AND ON 17.5 MM. TO ROLLS SET 


AT 5.613 Mm.) 
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Fia. 79.—REDRAWN FROM Fic, 78, 
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observed by fracture which takes place through the grains. Metamor- 
phic rocks frequently present a highly heterogeneous structure, particu- 
larly if they contain large amounts of micas. Weathered rocks, also, 
are heterogeneous because the disintegration of the grain-boundary 
material or cement is generally more rapid under the action of 
weathering processes. 

Manhattan schist is an example of a heterogeneous rock. It is a 
very ancient sediment now completely metamorphosed into a schist 
containing micas, feldspars, quartz and a number of less common silicates 
such as garnet, pyroxene, hornblende, sillimanite, etc. Results obtained 
in crushing this rock with crushing rolls are given in Figs. 72 to 79 
inclusive. These figures should be compared with Figs. 4-10, which 
represent the results obtained with quartz feed of the same size and with 
the rolls at the same set. 

On the logarithmic plot, the straight line obtained with quartz 
disappears and is replaced by a curve having a more or less well defined 
hump. Following one of the logarithmic plots for Manhattan schist, 
Fig. 78, for instance, from the coarse to the fine range of the diagram, the 
curve at first is substantially like the curve for quartz. From C on, the 
quartz plot continues in some such fashion as CQ, while that for schist is 
CM. If the difference between CQ and CM is plotted on a semilogarith- 
mic basis, the curve obtained represents fairly well a probability curve. 
Figs. 73, 75, 77 and 79, show that the “probability curve”’ referred to 
above has its maximum in the vicinity of the sizes represented by the 
0.208-mm. and 0.295-mm. screens. Of ten tests carried out under dif- 
ferent conditions (one jaw-crusher product, one Abbé-mill test, one 
ball-mill test, one rod-mill test, two disk-pulverizer tests and four 
crushing-roll tests), four show greatest amount of preferentially broken 
material at from 0.208 to 0.246 mm., three at from 0.246 to 
0.295 mm. and three at from 0.295 to 0.351 mm., averaging at 0.27 + 
0.013 mm. 

In order to explain the existence of this size of preferential breaking 
in this nonhomogeneous rock and to relate it with the average grain size 
of the rock, a dimensioned count of grains was made in several photo- 
micrographs appearing in published articles by C. P. Berkey! and C. R. 
Fettke.'® The count was made by drawing on the photomicrograph 
four diameters at 45° from each other and measuring to the nearest 
millimeter the dimension of each grain intersected by each diameter at 


°C. P. Berkey: N. Y. State Museum Bull. No. 225-6, 62-63. 
6 C.R. Fettke: Annals of the N. Y. Acad. Sci. (1914) 23, 193-290. 
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the intersection. From these data, tables (6, 7, 8, 9, 10 and 11) were 
constructed on which the various columns d, f, d?, fd®, fd? represent 
respectively the diameter of grain, frequency corresponding to that 
diameter, area per grain, area for corresponding frequency, and area for 
corresponding frequency multiplied by diameter. This is the correct 
procedure, for, if it is considered that the thin’ section examined is a true 
measure of the grain size of the rock under investigation, it is at the 
same time implicitly assumed that the grains all have the same height, 
that is the thickness of the slide, or that only two dimensions of the 
‘grain breadth and length, enter into the problem. This is true only 
as long as the grains are coarse enough to occur not over one grain deep 
in the slide; for the rock under investigation the grain diameters are 
amply larger than the thickness of the slide; it is therefore possible to 
leave out of consideration the third dimension without danger of introduc- 
ing an error. 

As contrasted with the computation of average size from a count made 
in a thin section, it is necessary, when averaging a dimensioned count 
of grains disseminated on a slide, to take stock of the three dimensions 


F PB (Obed 
of the grains. The average size will be obtained by ai instead of 


2fd* 
by Dfd? 
TaBLE 6.—Count No. 1: Plate 12, Fig. 13, Fettke Report 

a f a fa? fas 

1 42 1 42 42 

2 23 + 92 184 

3 5 9 45 135 

4 + 16 64 216 

5 4 25 100 500 

6 2 36 72 384 

7 1 49 49 343 

8 1 64 64 512 

9 1 81 81 728 

10 2 200 200 2000 

728 4316 


Average size = 4316795: 22.5 = 0.26 mm. 
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14,304 
1537 


Average size = + 22.5 = 0.41 mm. 
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Taste 8.—Count No. 3: Plate 13, Fig. 2, Fettke Report 


d t a? 
1 11 1 
2 15 4 
3 15 9 
4 9 16 
5 5 25 
6 36 
7 2 49 
8 il 64 
9 2 81 

10 1 100 


Average size = 5393¢99 + 22.5 = 0.27 mm. 


TaBLE 9.—Count No. 4: Plate 13, Fig. 


d ig d? 
1 92 1 
2 30 4 
3 ty se 
f 2 16 
5 2 25 


Average diameter 899457 + 22.5 = 0.124 mm. 


fa? 
11 
60 

135 


fas 
11 
120 
405° 
576 
625 


3, Fettke Report 


fa? 
92 

120 
63 
32 
50 

357 


fas 
92 
240 
189 
128 
250 


899 


A. M. GAUDIN 307 


Taste 10.—Count No. 1: Berkey Report 


d tf d2 fda? d2.d 
1 20 1 20 20 
2 26 4 104 210 
A 10 9 90 270 
4 8 16 *° 128 510 
5 3 25 75 380 
6 6 36 196 1,180 
£ 5 49. | ’ 245 1,750 
: 4 64 256 2,040 
2 1 81 81 730 

10 1 100 100 1,000 

11 1 121 121 1,330 

12 1 144 144 1,720 

13 0 

14 Fi 196 196 2,560 

15 1 225 225 3,370 

16 0 

17 1 289 289 4,930 

2,270 22,000 


Average size = 22,000 + 2270 = 9.7 or, reduced to usual scale = 9.7 + 30 = 
0.32 mm. 


TaBLE 11.—Average Size 


INDIVIDUAL AVERAGE 


Sizz, Mm. DEVIATION (Deviation)? 
0.32 0.05 0.0025 
0.26 0.01 0.0001 
0.27 0.00 
0.41 0.14 0.0196 
0.12 0.15 0.0225 
1.38 0.0447+5=0.0089 


Mean average size = 0.276 + 0.065 mm. 
Standard deviation = 0.095 mm. 


The average size obtained microscopically is 0.276 + 0.065; that 
obtained by crushing 0.27 0.013, an agreement well beyond dispute. 
It is therefore permissible to conclude that: 

1. The maximum height of the curve representing the difference 
between the schist and the quartz plots corresponds to the average 
grain-size of the rock. 

2. A larger percentage of rock breaks at the average grain-size or to 
a size in the neighborhood of the average size in the case of a hetero- 
geneous rock than in the case of a rock presenting no weaknesses at the 


grain boundaries. 
3. The average grain-size of a nonhomogeneous rock can be determined 


by a simple crushing test on sized feed, 
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Variation in the intensity and range of this preferential action with the 
relative strength of grains and grain boundaries and the range of size of 
grains in the rock should be expected. Manhattan schist, for instance, is 
very variable, and more micaceous varieties which are coarser grained 
should exhibit preferential breaking at a coarser range of sizes than other 
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Fie. 80.—FrErp, THROUGH 22.43 MM. AND ON 18.85 mM. (MANHATTAN SCHIST, 
SELECTED GRAINS, COARSE MICACEOUS PHASE; ROLLS SET AT 5.613 MM.) 


varieties which are finer grained. This is shown well by Figs. 80, 81 and 


82 which were obtained from the screen analysis of the crushed products of 


three groups of PEEP ey hand-picked pieces of schist fed to rolls 


set at 5.613 mm. 
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Fie. 81.—Frrp, THRoucH 22.43 mM. AND on 18.85 mm. (MANHATTAN SCHIST, 
SELECTED GRAINS, GNEISSIC PHASE} ROLLS SET AT 5.613 mM. 


It should further be noted that the height of the humps has been 
increased by selection; this agrees with the expectation that the range in 
grain size should be less with pieces which are more nearly alike than 
when very dissimilar pieces occur simultaneously... 
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Fie. 82.—F rep THROUGH 22.43 MM. AND ON 18.85 MM. (MANHATTAN SCHIST, SELECTED 
,GRAINS, COARSE, LUMPY, MICA-SCHIST PHASE; ROLLS SET AT 5.613 MM.) 
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Fic. 83.—F rnp on 3 IN. AND THROUGH 61N. (INWOOD LIMESTONE TO DODGE BREAKER.) 
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Fic. 84.—Frep on 31N. AND THROUGH 61N. (INWOOD LIMESTONE TO DopaE BREAKER.) 


When slightly weathered, Inwood limestone is very friable. Results 
obtained by crushing a sample of this rock in a Dodge jaw crusher 
are given in Figs. 83 and 84. The hump shown by the diagram of the 
crushed product is more marked in this case than in the case of 
Manhattan schist. 
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Inwood Limestone 


Résumé 


When the logarithmic size-curve of a crushed product obtained from 
sized feed is not a straight-line the rock is heterogeneous in character 
under conditions that yield a straight line in the fine range with quartz 
as feed. 

The position of the hump in the curve indicates the size to which the 
rock breaks in preference. The height of the curve is in a way a measure 
of the intensity of this preferential action. 
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DISCUSSION 


J. B. Porter, Montreal, Que—Mr. Gaudin is absolutely right in his 
statement that we must size carefully in some way or other, stuff under 
200 mesh, if we are to get any light upon the laws of crushing. Although 
these laws of crushing may seem very theoretical, they will, when satis- 
factorily worked out, be of great assistance in practical crushing. 

I have had exactly the same experience that Mr. Gaudin refers to in 
his statement that there are two classes of rock; that is, the homogeneous 
and the heterogeneous rocks. For our main crushing experiments at 
McGill University, we have been using a uniform type of rock for the 
last 10 to 15 years, namely a basic igneous tinguaite rock, which is of 
very uniform hardness and strength. 

Recently, in carrying out some sizing tests, we first crushed the rock 
through rolls and then sized and resized it into a series of grades according 
to the square root of two sieves and in the finer sizes to the square root of 
four. Each lot of this was sieved and resieved, until we got it almost 
absolutely free from undersize, and then we determined the efficiency of 
our sieves when working upon charges at varying weights and sizes. 
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With our tinguaite we found a very interesting result. The graph 
of efficiency of sieving showed a series of waves. That is to say, the rock 
would easily sieve say through the 10 to 14-mesh, and we would get an 
efficiency in 1 min., sieving under standard conditions, of 80 to 90 per 
cent. of the total undersize. That amount of that particular grade 
would go through, but with another grade, let us say, 40 mesh, we would 
find that instead of the efficiency being 80 to 90 per cent., we would only 
get about 15 to 20 per cent. through in the standard time although all of 
it would go through ultimately. In the next size larger than that, we 
would get up to 60 and 70 per cent. through in the same length of test. 
Then again when on still finer stuff we got another drop and so on. 

In brief, although the rock was graded according to a fixed ratio from 
a relatively coarse mesh down to excessively fine, certain portions of it 
were very difficult to size through their proper grades of sieves, whereas 
the next grade or two above and below would be very much easier to get 
through. So the curve went in a series of waves in the range between 
10 mesh and 200 mesh, two or three high points and intermediate low 
points. 

We have another but very different type of rock that gave a smooth 
curve, of increasing difficulty as it became finer, but quite different from 
the tinguaite that gave the wavy line, and our experiments generally 
speaking, support Mr. Gaudin’s contention and also indicate that you 
must modify your sieves somewhat from any uniform size ratio if you 
want to get anything like equal portions or equal ease of sieving in 
successive sizes. 


A. M. Gaupin.—I want again to stress the importance of sizing —200- 
mesh material. I computed that if we were to picture the smallest grain 
of —200-mesh material as the size of a sand grain, the largest one would 
be the size of the Woolworth building, or somewhere near that. 


C. P. McCormack, Cleveland, O.—Mr. Gaudin, what size do you 
consider in —200-mesh approaches a colloid, and what are you going to 
do with that in moving it for crushing? 


A. M. Gauprin.—I imagine colloids run from about one or two 
microns to about 0.01 or 0.1. I have graded —200-mesh material from 75 
down to 5 microns. These various graded products, notwithstanding 
their small size, still look like sand and feel gritty to the teeth. 


L. F. Crarx, New York, N. Y.—As I understand it the efficiency of 
this grinding operation is based, according to Mr. Gaudin, on the change 
in area of the various particles, taking the area of the feed against the 
area of the product. If we consider ball milling as a contact of points 
and rod milling as a contact of lines, I would like to know if one could 
consider the fall of the stamp as contact of surfaces? From this the 
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product of a single impact could be obtained that would be a simpler 
point of attack from which to figure efficiency of crushing. That is to 
say, the action in a ball or rod mill is very complicated, whereas in a 
stamp it would be very much simpler, and it would seem to me that the 
product of a single fall of a stamp would furnish a measurable action for 
calculating the efficiency where a definite single energy impact would also 
be known. 


A. M. Gaup1n.—I believe with Mr. Clark, that the crushing action in 
practical stamp milling may be considered as caused by a contact of sur- 
faces, but I do not think this makes the ordinary stamp mill a theoretically 
simpler crushing unit. Most crushing machines present a sizing action 
of one kind or another. The jaw crusher, for instance, has a sizing action 
on particles larger than the set of the jaws. The gyratory crusher also 
exerts a sizing action on particles larger than the set of the crusher. Ina 
rod mill, large particles keep small particles from being crushed, which is 
not the case to the same extent with a ball mill. The proof lies in the fact 
that although the curvature of a 1-in. rod is the same as that of a 1-in. 
ball, yet the 1-in. rods will nip particles of a size that 1-in. balls cannot 
nip. The reason for that is that the rods will break particles without 
coming in contact, whereas the balls apparently have to come in actual 
contact. This indicates that there is a single action in a rod mill. Ina 
stamp mill, there are several sizing actions: One is due to the stamp com- 
ing down on the shoe; another to the water which removes the fines; and 
still another to the screen. The existence of these numerous sizing 
actions makes the action of crushing by stamping a more complicated 
problem rather than a simpler one as compared with the action of crush- 
ing in a ball mill. 

Further advantages of a ball mill as compared with a stamp mill are 
ease of operation and the possiblity of operating on a comparatively 
small unit. 

On the other hand, carefully conducted tests with single-drop stamps, 
in which the height of drop and amount of material was under control, 
would seem to be an excellent point of attack to determine crushing 
efficiency. Such tests, however, would have the disadvantage of being 
still further removed from practice than batch-ball-mill or batch-rod-mill 
tests would. 


J. H. Lewis, Berkeley, Calif—I should like to know the formula 
for spring tension of the rolls under operation. 


A. F. Taacart, New York, N. Y.—It is my observation that the 
usual method of determining operating spring tensions is to make them 
as great as possible without breaking the roll. The general tendency is 
to tighten until something goes wrong, then the operator decides that 
the springs cannot be tightened that much. Generally, the tighter the 
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springs the more crushing is done at one passage of material. The 
only loose-spring, high-capacity practice that I know is in some of the 
large copper mills where rolls are choked with an enormous closed circuit. 


J. H. Lewis.—They are operating at the closed circuit more than 
they used to; the spring tension is very much lower than it used to be. 

Another question I would like to discuss is: In ball-mill operation 
in open-circuit work, it is usually necessary to have a certain amount of 
fines in with the feed; that is, the ultimate production of crushing will be 
greater with a certain amount of fines in the feed than with no fines 
whatever. That seems to contradict Mr. Gaudin’s statement relative to 
washing out the slimes as fast as they were reduced. 


B. R. Bates, New York, N. Y.—May it not mean that a certain 
amount of fines that will stick to the grinding material is required? If 
you have enough fines to make up a pulp that will stick to those surfaces, 
when they fall, they do the crushing; whereas if they are perfectly clean, 
your product all more or less is down at the bottom—it is not being 
crushed between the falling balls. 


J. H. Lewts.—In other words, the fine slime in the mass of feed has 
the effect of keeping the largest particles more mixed in the mass of balls, 
is that it? 

B. R: Batrs.—I think so. That was brought out in work done at 
the plant of the Utah Copper Co. If you remove all the slimes, the 
capacity of the mill diminishes. It is necessary to have a certain amount 
of fines that will give a pulp. 


A. F. Taccart.—The apparent liquidity of a pulp that is made up of 
water and sized particles is very different, as you know, from the apparent 
liquidity of a pulp containing the same amount moisture but with fine 
material in it. The fine material makes the pulp viscous and thereby 
makes it disperse through the mass of crushing media. This is the 
explanation for the higher capacities on feeds containing some slime. 

J. A. Baxer, Newfield, N. J—Some small-scale experiments which 
we have made by adding a certain percentage of slimes to the suspension 
of sand and grinding it, did not support the contention that the slimes 
assisted the bearing of it, but it brought out the fact that a very small 
variation in dilution made a very large difference in the crushing effi- 
ciency. That point should be considered also before arriving at a 


final decision. 
If you had a certain critical density, did a move either side of that 


density result in a decrease of grinding? 
J. A. Baxer.—It did. 
A. F. Taccart.— What was the critical density? 


314 AN INVESTIGATION OF CRUSHING PHENOMENA 


J. A. Baxrer.—I cannot give you the figure offhand, but it is a matter 
of record. 


A. F. Taacart.—What was the effect in the mill when you exceeded 
the critical density? Did you get difficulty in discharge? 


J. A. Baxer.—The experiment was performed on the batch basis. 


C. J. Gunprrotu, Milwaukee, Wis——Have you ever heard of rolls 
built with a hydraulic resistance to take the place of springs? 


J. A. Lewis.—There is a manufacturing concern that is experimenting 
on hydraulic resistance in place of springs. 


C. P. McCormacx.—In grinding —200-mesh material to —450 mesh, 
would it be necessary to size below 200 mesh to get the best efficiency? 


A. M. Gaupin.—I think, if it holds true that classification in closed 
circuit with grinding is desirable at 200 mesh, that the same would hold 
true to around 400 mesh. 

Mr. Baker, with reference to the tests that you mentioned in which 
you investigated the effect of dilution on wet-crushing efficiency, was 
dilution the only variable in the tests named? 


J. A. BAker.—The dilution was the only variable in one series of 
tests, and the amount of slime was the other variable. 


A. M. Gauprin.—In the tests where the dilution was the only variable, 
how did efficiency vary with dilution, in the range of 25 to 50 per cent. 
of dilution? 


J. A. BAKER.—We did not cover so wide a range. We were working 
around 25 per cent. moisture, probably 30 to 35, and our test brought 
out that that dilution was very critical, that ordinarily around 30 to 
45 per cent. dilution was suitable for a tube mill, that in a fine mill you 
might find about 30 to 35 per cent. dilution. 


A. M. Gaupin.—What were the efficiencies? 


G. M. Darsy, Westport, Conn.—The efficiency dropped off more 
rapidly as you went up in the dilution. 


A. M. Gaupin.—Which might indicate that at around 15 or 20 per 
cent. dilution, you would have higher efficiencies, would it not? 


G. M. Darsy.—We concluded that you might bring up the dilution 
as you increased the number of small particles. 


B. R. Bates.—The dilution would depend considerably upon the 
characteristics of the material. If you were on Witwatersrand ore, 
which has a very small amount of what we normally call slimes or colloidal 
material, it would probably require less dilution than if you were working 
on a slimy ore such as we have in Mexico. The object would be to get a 
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certain viscosity of pulp within your tube mill ; one that would stick 
to the balls. 


A. F. Taccart.—lIf you work from below the capacity of the mill, 
the results when the dilution is changed are not at all distinctive. We 
did some work recently in the laboratory at, Columbia—a student run— 
in which three distinctly different dilutions were given in the instructions, 
in operating a rod mill, and the screen tests checked so closely that they 
might have been duplicate tests on the same sample, rather than screen 
tests taken for three different samples. We were feeding under capacity 
for the mill in each particular run. In other work, when the mill was 
being fed up to capacity in each case and when it was being operated to 
produce a given character of overflow or a given character of discharge, 
the changes in dilution were noticeable. 


A. M. Gaupin.—The tests mentioned by Prof. Taggart, were made 
with Manhattan schist, a heterogeneous rock, most of the material 
produced being broken at the size of preferential breaking, which effect 
may very well have masked some influence of dilution that might be 
better shown with a homogeneous rock. 


C. E. Locxr, Cambridge, Mass.—The author subscribes to the 
theory having to do with the angle of nip of rods in the rod mill. This 
theory appeared about a year or more ago, and I was unable in my own 
mind to accept it fully. It seemed to me that the rods in a rod mill 
were not exactly similar to rolls in that rolls are set a definite distance 
apart and must necessarily nip the particles in order to effect a crushing, 
whereas the main crushing action of rods could form actual movement 
of rods relative to one another. At one instant two rods may be receding 
from one another and the space between them becomes occupied by ore. 
Later, these two rods approach one another and the ore is crushed by 
direct pressure. In this case the only application of the nip theory is in 
determining how far the zone of crushing will extend each side of the 
center line joining the axes of the two rods. In other words, a particle 
on the center line will be crushed, no matter how big it is, but particles 
off the center line will be held and crushed if their angle of nip is small 
or will be forced out and remain intact if their angle of nip is large. 

I take it that you do not describe similarity between rod-mill and 
roll-mill angles of nip. 


A. M. Gaup1n.—In tests performed with experimental rod mills at 
Columbia, the coefficient of friction would have to be about 0.9 if it is 
assumed that the rods came together. I believe the extreme values 
for the coefficient of friction as given are 0.3 and 0.7. The conclusion 
is then that the rods do not actually come in contact but are kept apart 
by grains of rock. Another reason to discard the possibility of a coefh- 
cient of friction of 0.9 in rod milling is gained by experience with ball 


a 
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milling in which I have shown that the maximum coefficient of friction 
is about 0.4. 


C. E. Locxn.—Is it not true that there is the possibility of the same 
action in the rod mill as we get with the jaws, which would account for 
that high angle of nip which you computed? 


A. M. Gaupin.—I believe that there is a possibility of the action in a 
rod mill being similar to that obtained in a jaw crusher, but such an 
action does not differ much from the crushing action in rolls. 


L. T. Worx, New York, N. Y—Has Mr. Gaudin any particular 
method of sizing microscopically as compared with the sieve method? 
That difference in the sizing has to be correlated. 


A. M. Gaupin.—No matter how large the difference will be between 
microscopic and other methods of sizing they will always be insignificant 
in comparison with the differences in size between, let us say 200-mesh 
grain and 5-micron particles, 5 micron and 0.1 micron particles, etc. So 
that although it is important to keep in mind the existence of difference 
there, they should not be overestimated. In a few cases I have made 
comparative sizing tests by microscope and settling. I have found 
some differences between these: The microscope will generally show 
coarser —200-mesh material than settling because particles will lie 
flat on the slide so as to show the two largest dimensions, and the 
two largest dimensions are not the controlling dimensions in determining 
settling velocities. 


L. T. Worx.—In some of my own experimental work and in the work 
of the Bureau of Standards, it was found that when a particle is lying 
flat, it has its two larger dimensions visible in the microscope, and that 
the shorter dimension is equivalent to the diagonal of a 200-mesh screen. 
This sometimes helps in correlating the difference between the 
microscopical sizing and the screen sizing. 


R. H. Ricuarps, Cambridge, Mass.—I have always considered that 
if you had length, breadth and thickness, the length being the greatest 
and the thickness the least, that if you took the width and ealled that 


the size of the grading, you came about as near as any basis upon which 
you could work. 
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Chloridizing Mill of the Standard Reduction Co. 


By H. P. ALLEN* anp Wm. C. Manee,t Saur Laxe Crry, Urau 


(Salt Lake City Meeting, September, 1925) 


TuE chloridizing mill of the Standard Reduction Co. is located about 
75 miles south of Salt Lake City on the Tintic branch of the Denver & 
Rio Grande Western R. R. and 12 miles from the Tintic Standard mine. 
The daily capacity is 200 tons of a siliceous, low-grade, silver-lead ore 
from this property. It has operated continuously since it was started in 
January, 1921. 

The process consists essentially of a chloridizing roast followed by a 
percolating leach with a nearly saturated solution of common salt, 
acidified with sulfuric acid, the precipitation of silver on sponge copper 
and of copper and lead on tin-plate cuttings. The precipitates are ship- 
ped to a smelter. Some of the general ideas involved are said to have 
been used by Augustin in England, in 1840. A number of textbooks 
treat of the subject, especially the chloridizing roast followed by a leach 
with sodium hyposulfite or amalgamation. The process was revived in 
this district by Theo. P. Holt, N. C. Christensen, the Bureau of Mines, 
and others. 


NATURE OF ORE TREATED 


The average assay of the ore treated during 1924 is as follows: 


I MDUnCE Den LON PETE Ste don eset na tet ace e 0.025 
SilvemuoUncessperntoumee mee pan tetas ke cuh teri Sete te Oe ZO 
OUST Oe Ee eae 0.30 
[LOG (ORT eet SO ee eee eee eee ee 5.00 
Silla LEGCH Lin tareteeeneReC TE ye orc sar asic 2G sieres wigs 4 AOR elemerels 65 .00 
Peqren py crccntreeernene fete oes po npg dp ae vee ee L000 
[RirrIe RP CTACCTLURMPPRNMR UCR terre tos ote ein a a raon alate a teae cae fe 0.70 
SulfurppeE Cen barat m amare tls +t totter den. theres nanie date aerate ened 3.00 
ATSETIC BDELECCTIDS Sete p edie . Sa sieranls siicmrazi> fetm eCA RTS te 0.70 


The silver is finely disseminated and occurs as native, combined as a 
sulfide and, to a very small extent, as the chloride. The lead may be 
present as carbonate, sulfide, or sulfate. 


* Superintendent, Standard Mill, Harold, Utah. 
+ Mechanical and Metallurgical Engineer, Tintic Standard Mining Co. 
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PREPARATION OF ORE FOR ROASTING 


The ore is received in standard, bottom-dump, railroad cars, crushed 
to 3 in. by a Kennedy 6F gyratory, then to 34 in. by a 36-in. horizontal 
Symons disk. Finally the ore, with 8 per cent. salt, is run through two 
sets of Allis-Chalmers rolls, 16 by 48 in., working in series and in closed 
circuit; the final product passes through an 8-mesh screen with a clear 
opening of 0.071 in. Three Mitchell and two Colorado impacts are used 
in the roll circuit. The results of a screen test on the roll product and the 
distribution of the metals are as follows: 


SILVER, CoppER, Leap, 
Scregn ANALYSIS Per Cent. OuNCcE Per Cent. Per Cent. 
Onell Ormnesin tia Ae ae fs Aahe tae Orel 19.6 0.19 3-1 
Through LOone 20872 24.1 20.6 0.29 3.8 
20, on 30..... 24.5 18.2 0.49 4.4 
30, on 40..... 1h 17.6 0.29 4.3 
AOS On, 0s er 7.8 19.4 0.29 4.5 
HO One Owe. 2.4 19.3 0.39 5.1 
GOMons SO Foss. 6.6 21.4 0.39 Shag f 
80; onl l00 ist 3.4 24.6 0.49 125 
LOO aetna ants 23.9 


After grinding, the ore-salt mix is sampled by a mechanical sampling 
device in batches of 70 tons, each batch being run to a separate bin. For 
the purpose of furnace control, the sample is tested for its reducing power 
on litharge, which test indicates its fuel value. The latter is then 
adjusted to suit the requirements of the subsequent roasting operation by 
the addition of coal dust; this usually amounts to between 1 and 2 per 
cent. Before passing to the bins over the roasters, the mix is moistened 
with just enough water so that it will stick together as a ball when pressed 
in the hand. The actual amount of water needed will vary according to 
the fineness of the ore, but is approximately 7 per cent.; the ore, as 
received at the mill, has a moisture content of 2 to 3 per cent. The mix is 
now ready for the roasters. 


Orr Roastep In Houtt-DERN FURNACES 


There are nine Holt-Dern blast roasters. These consist essentially 
of a row of reenforced-concrete boxes 7 by 9 by 5 ft. deep inside, set end 
to end; on the bottom are mechanically operated grates with hoppers 
underneath. On the long side, and 30 in. above the grates, are two double 
work doors which run the full length of each furnace. Above the furnace 
are the charge bins, with four segmental gates for each furnace. Leading 
into the hopper under the grates is a pipe through which an air blast is 
supplied at 8 oz. pressure by a direct-connected Sturtevant fan. A com- 
mon flue, through which the gases are drawn, runs the full length of 
the furnaces. 


—— 
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These furnaces are operated as follows. Starting with a bed of hot 
calcines, about 10 in. deep, on the grates, sufficient ore mix is let down 
from the bins to fill the furnace even with the bottom of the work doors. 
After leveling, by hand, the air gate is opened and the sulfur and coal in 
the charge, ignited by the hot calcines on the bottom, gradually burn 
upwards, and as a rule, quite evenly over the whole area of the furnace. 
This takes a little over 3 hr. ; at the end of this time, the whole mass is at a 
dull red heat, or about 700° C. The air gate is then closed and the grates 
put into motion so that the charge is shaken into the hopper below, 
leaving enough hot calcines on the grates to ignite the next charge. The 
operation is then repeated. With each “drop,” 414 tons of calcines are 
obtained or 25 tons per furnace per 24 hr. 


LEACHED BY PERCOLATION 


As soon as convenient after shaking the calcines from the roasters, 
the gates at the bottom of the hoppers are opened and the calcines run 
into a concrete launder through which a stream of brine is flowing. This 
flushes the calcines into one of six concrete leaching tanks. These tanks 
are 28 ft. in diameter by 11 ft. deep, inside, and have a filter bottom, made 
up of crushed quartzite and two 3-in. earthenware cocks for discharge. 
A tank will hold about 225 tons of calcines when filled to within 8 or 10 in. 
of the top. After leveling, leaching is commenced. The effluent liquor 
is received in two concrete sump tanks of the same size as the leaching 
tanks. The first, and richer, part of the solution is received in one of 
these and is designated “pregnant solution.” It ordinarily carries 
about 3 oz. per ton of silver and 14 lb. of lead. The subsequent solution 
is received in the second tank and is called ‘‘weak.”” This weak solution 
is used for sluicing the calcines from the roasters and for the first 24 
to 48 hr. of the leaching period. After precipitating the metals from the 
pregnant solution, a barren liquor is obtained; this is used as the second 
leach solution over the next 48 hr. period, being received in the weak sump 
after passing through the leaching tank. Finally, each tank is washed for 
8 hr. with water, to replace the last solution, then drained and sluiced 
through two bottom gates to the sump. 


Summary oF LEAcHING CYCLE 


Hours 
Sluicing from roasters to leaching tanks with weak solution........ 24 
TASES. TPSRRGIA << cic -oieten ok oc aR eeu UP eC re ROO oer rreeaerrtiee ra 48 
TByswtiern TERVal is. bees crn. 0 Re ee ed re Oe 
TRE HET SHSTBL csocs nc ch Se Ee at ee 8 
Drain A Meet s AS. See RIE UPI. kre oe : 


The amount of solution that will run through a tank of calcines in 
24 hr. varies from 200 to 300 tons. 


. Pe 


7 
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PRECIPITATION ON SPONGE CoprER AND ScrAP IRON 


The pregnant solution is pumped by air lifts from the sump tank to the 
silver precipitator. This really amounts to a four-compartment 
Pachuca tank with an air lift in each compartment for agitation. Each 
compartment is 11 ft. 4 in. by 11 ft. 4 in. in cross-section and 10 ft. deep, 
to a pyramidal bottom, which adds 8 ft. to the over-all depth. It is built 
of reenforced concrete. In this, the solution is agitated with sponge 
copper to precipitate the silver, and flows through the four compartments 
in series: the fine copper is added intermittently as needed. When a 
sufficient amount of silver has accumulated in the first compartment, the 
solution is bypassed; that remaining in the compartment is decanted and 
the precipitated silver run to a filter box. Before shipping, this material 
is treated as noted later. 

The effluent from the silver precipitator runs to eight concrete boxes, 
varying in depth from 18 in. to 3 ft., by 5 ft. wide and 30 ft. long, and filled 
with tin-plate cuttings. The boxes are provided with wooden grids, on 
which the cuttings rest, and with four baffles to interrupt the flow. 
Additional scrap is put in every day and one box is thoroughly cleaned 
each day, the precipitated copper being washed to a settling box. Part of 
this is used as the precipitant of the silver; the remainder is shipped to the 
smelter. It will contain about 100 oz. of silver per ton and 50 
per cent. copper. 

The solution flowing from the eight copper boxes is pumped with an 
“Olivite” centrifugal to a rectangular concrete tank containing about 
1260 ft. of 1!4-in. copper pipe through which low-pressure steam is passed. 
Thus the solution is brought to a temperature of 75° C. and is then passed 
through fifteen additional boxes, similar to the copper boxes and likewise 
filled with tin-plate cuttings. In these, the lead is precipitated. It is 
necessary to add live steam also to these boxes, to maintain the temper- 
ature. The boxes are kept as full as possible with the cuttings and two of 
them are cleaned each day, the cuttings being removed and washed and 
the lead sluiced to a drain box; this is shipped to the smelter without dry- 
ing. A partial analysis is given below: 


Cold Ones ener ante eee 0.005" Alumina, percent..--.2 eee OE OO 
Dil VETO Zane aietitisk locke ee GrbS se Zinc perscentacname eter 0.50 
esd eTsCentirecaiays «ctv hete meen (0.27 Arsenic, per Gent;.. -. ts... yee ed 
Copperyper Centeneec eras 5.12, Antimony, per cents... 45 4 se OnLO 
Insoluble, per cent............. 1,70. Bismuth. 2%:.. soca ee SCC 
GRAMM ooommaGeeeornse aes ARTY 53.25% . trace 


Momtins content as shipped 21.38 pence perenne. 

When using tin-plate cuttings, it has been found advantageous to 

remove first the tin coating; this is accomplished by treating them with a 

solution of caustic soda containing a small amount of litharge. The 
following reaction is involved. 


2PbO + 2Na0H + Sn = Na,O0.8n0, + 2Pb + HO 
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The lead oxide is obtained by simply heating the lead precipitate in 
contact with air. The bales of scrap are loosened, placed in shallow iron 
boxes, and the caustic solution circulated through it, havingin the circuit a 
small steam coil for heating. The tin at present is not recovered. The 
method is outlined in Schnabel, Vol. 2, page 541. 


ADDITIONAL TREATMENT GIVEN SILVER PRECIPITATES BEFORE SHIPMENT 


The precipitate, as taken from the silver precipitator, will run 30 per 
cent. silver (8750 0z.), 15 per cent. copper, 2 per cent. lead, 25 per cent. 
arsenic, and 1 to 2 per cent. antimony, the remainder being largely insolu- 
ble, iron, and alumina. After washing and draining, this is placed on a 
small reverberatory hearth and heated slowly with an oil flame to dry. 
The temperature is then increased somewhat, when about 60 per cent. of 
the arsenic will be volatilized, the fume being caught in- small bags. 
When the fumes are no longer emitted, the material is brought to a dull 
red heat and the copper oxidized. The product is then removed from 
the furnace, the lumps broken, and leached with a hot 25 per cent. sulfuric 
acid solution; this reduces the copper to about 1 per cent. and the arsenic 
to less than 0.75 per cent. Finally it is dried, sacked, and shipped, by 
express, to the smelter. It will run from 10,000 to 14,000 oz. silver per ton. 


RECOVERIES AND Costs 


The recoveries of both silver and lead have gradually improved and, 
at present, the following can be consistently obtained. Gold none; silver, 
89.8 per cent. ; lead, 65.7 per cent.; copper, 52.2 per cent. 

The following cost data represent the average for the year, 1924. 


Cost or Mitt TREATMENT PER Dry Ton 


Dept. aga heal 2 3 4 5 6 vé 8 Total 
Operating laboriic.sa-n5 +. sas $0. 238] $0.244 |$0.334/$0.109/$0.312/$0.113/$0. 233/$0.110/$1.738 
Operating supplies............. 0.071] 0.5102] 0.192) 0.112] 0.321} 0.065) 0.040} 0.008) 1.319 
RUCDAIR IADORs sees ao wye Gs eas 0.099} 0.130 | 0.181] 0.019} 0.053) 0.004) 0.067)...... 0.553 
Repair supplies................| 0.175] 0.174 | 0.099) 0.013] 0.028} 0.006] 0.044 0,539 
PO Werebist em ashes cus arse cats ay hei 0.086] 0.090 | 0.084} 0.005] 0.007) 0.002) 0.009 0.283 
PUvey eal sen ctsoecersr ohare: «14: egelelecene-aiierap ss -714] 1.148 | 0.890] 0.258] 0.721] 0.190] 0.393) 0.118) 4.432 


@ Includes the cost of all salt. 

Department 1, unloading, crushing and grinding; 2, roasting; 3, leach- 
ing and precipitating silver and copper; 4, silver-product treatment, 
5, lead precipitation; 6, chemical laboratory; 7, undistributed; 8, office and 
supervision. 


Average labor wage per 8 hr. day.......-..--.--..-s eee eees $ 5.00 
Salt costs 4.0-b.. mill, per tO ssc 2 cde gee eens tle once ee 4.00 
Slack coal, f.o.b. mill, per ton.. PMOL SE TOR a eee 
Tin-plate cuttings, f.o.b. mill, per We si si Binet eR Dae ea te OO) 


VOL, LXxiiI.— 21. 
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The cost of all experimental work to improve recoveries or operation 
is included in the above. 


MISCELLANEOUS OBSERVATIONS 


Roasting 


Probably the roasting operation is the most satisfactory step in the 
process, whereas formerly roasting apparently caused much trouble on 
account of the volatilization of the silver and the skill required to obtain 
good chloridization. Using this method, with a reasonable amount of 
attention, there is only a negligible silver volatilization loss and a good con- 
version usually results. While it is an intermittent operation, two men 
per 8-hr. shift will roast 75 tons of ore and have time to spare. 

As in most furnace operations, some points must be carefully watched, 
especially those regarding the preparation of the mix. While 8 to 10 per 
cent. of salt is used, a satisfactory chloridization may be obtained in the 
furnace with 5 to 6 per cent.; the balance is used to maintain a high 
chlorine concentration in the leaching solution. No detrimental effect 
has been observed when using this large excess, unless it is when the fur- 
naces are running a little hot; then the salt may fuse, making the calcines 
slightly more difficult to shake through the grates. A thorough mixing 
of the salt is essential. The salt used is commonly known as ‘‘smelter 
salt”’ and is obtained from the Morton Salt Co. at Burmeister, Utah. It 
is shipped in bulk in bottom-dump cars and is handled the same as ore. 
In size, the crystals vary up to possibly 14 in. Salt containing a large 
proportion of fines, or “dairy salt,” is more difficult to pass through the 
plant, as it hangs up in all the bins. The salt, as received, is quite pure, 
samples usually showing a chlorine content equivalent to 97 per cent. 
NaCl. 

It has been found in blast-roasting Tintic Standard ore, that for the 
most favorable operating conditions the sulfur permissible in the 
mix must be between 2 and 4 per cent. Good chemical results have been 
obtained with 1 per cent. sulfur, the balance of the fuel necessary being 
made up with fine coal; but the tendency on low-sulfur charges is toward 
uneven burning and a rapid loss of heat during the recharging period. 
Above 4 per cent. sulfur, Standard ore fuses too easily so that the resulting 
calcines are caked or sintered in hard lumps, which require a long time to 
shake through the grates. It is not the additional sulfur in itself that 
causes the fusion but the fusion point of the whole charge is lowered by the 
addition of the sulfide ore. With a high-sulfur charge, when the rate of 
burning is decreased by decreasing the air supply, the fusion still 
takes place. 

The sulfur content is determined by fusion with litharge; this is 
supposed to be the sulfide sulfur but, of course, any other material that 


—— ——_ 
7 . 
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will reduce litharge will be reported as sulfur. It is the heating value of 
the charge that is sought. Some idea of the requirements in the charge 
may be obtained by noting that with a 3 per cent. sulfur 114 per cent. 
coal is used; and as the sulfur changes, the coal is varied using the ratio 
sulfur: coal = 1:0.65. This method of adjusting the fuel value is purely 
empirical but commercially uniform results &re obtained. It would be 
desirable to have a calorimeter determination on the roaster charge, but 
this is difficult for the total heat value is so low that an undue portion of 
some substance with a high heat value must be added in order to get the 
calorimeter charge to burn. However, some good work along this line 
has been done by the Salt Lake station of the Bureau of Mines and it is 
quite possible that a more satisfactory method for furnace control will be 
worked out. 

The quantity of water in the mixisimportant. Water is added 
primarily for the purpose of agglomeration and so forming a more porous 
orebed. It is supposed to assist in the chloridization, also, by the forma- 
tion of hydrochloric acid. Too much water makes a hard calcine; too 
little makes slow roasters with a tendency to be “spotty.”” If the ore just 
sticks together when pressed in the hand it is about right. This is 
another unscientific procedure but moisture determinations are useless; 
7 per cent. water is close to the amount usually needed with the present 
size of ore feed. 

It would probably be difficult, surely slower, to blast-roast the ore 
if ground finer than it now is although no work has been done with 
increased blast pressure. 

It does not require a great deal of skill to operate the roasters properly 
but the results obtained are largely dependent on the conscientiousness of 
the firemen. The roaster should be ‘‘dropped” immediately the oper- 
ation is completed, thus the heat in the charge is conserved and a good 
ignition obtained on the next round; also, the calcines remaining on the 
grates should be leveled and care taken that there are hot calcines over the 
whole earth area. Spots that are a little cold should be covered with 
hot calcines from one of the other furnaces, or the next charge will develop 
dead spots, which must then be shoveled out or poor results obtained. 


Leaching 


Presumably, the silver has been converted to the chloride or sulfate 
in the roasters. (About half of it is soluble in strong ammonium 
hydroxide.) A strong brine is used for leaching but after having made the 
round trip through the plant a few times, it contains small amount of 
many substances. A number of determinations are made every day on 
the pregnant solution, the following being an example. 
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Specific RURVIEY soy BT ce ae ee the: ead eae: Bee ee oe 1.24 to 1.30 
Acid, lb. per ton expressed as H2SQq...........---+---- 2 to 5 
Silver, oz., per ton....... Ne ae ste ees to 5 
Lead, per cent. (10 i 30 Ib. per ioe) herria EE tr Sy eh oe 0.5 to1.5 
Coppers per Cent S$. cone: tise or rete: tears, ne meine ete Oot 
Chlorine; per dent.).s22 td Jaks ee UL ee be ee 
Sulfur; peri centai.1.2..0ses aldaeee ps coe Mees 0.75 to 1.2 
Tron; per cents. agrees eta bie: Fee ee to 2 


The amount of “ic” salts in solution is so small as to be almost 
indeterminable, the solution oxidizing very slowly in contact with air. 
This is unfortunate as the higher oxidized forms of both iron and copper, 
when dissolved in the brine solution, are good solvents for metallic silver 
and the sulfide, should these chance to escape the action of the roasters. 


T 


Monk 
Grine Plus Copper 


Per Cent Silver Extracted 


OF OSLO S20 2S SASS 
Lb.H,SQ, per Ton of Solution 


0 005 O10 015 020 025 030 035 040 045 0.50 
Per Cent Copper in Solution 


Igigeh we 


It is interesting to note the effect of the addition of very small amounts 
of copper sulfate to a fresh brine solution in its action on ‘Tintic 
Standard ore without roasting, as shown by Fig. 1. The sample was 
ground to pass 120 mesh and leached by agitation, first with brine to 
which different amounts of copper sulfate were added and then, for the 
sake of comparison, a second portion with a brine carrying different 
amounts of sulfuric acid. 

A small amount of free acid is necessary for consistent results in the 
solution of the silver. At times, especially when a rapid leach is made, a 
neutral brine dissolves the silver, but in the routine of plant leaching it is 
decidedly unsafe to allow the solution to approach neutrality more closely 
than is shown in the analysis. The silver is dissolved when using a solu- 
tion short of acid and is then precipitated in the leaching tank, for while 
the top portion of the tailings will have a normal silver content the lower 
portions will steadily grow richer until they contain more than the 
original heads. But a small part of this silver can be dissolved when 
the tails are subjected to further leaching with solutions highly acidified. 
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Just what substances in the calcines cause this precipitation have not been 
determined. Lime, which exists in the ore up to 1.5 per cent. zine 
which seldom runs as high as 0.3 per cent., and metallic iron, introduced 
in grinding, have been investigated as possible interfering elements but 
no definite data obtained show that any of these could be the cause of 
the trouble. 

The acid content of the solution is maintained for the most part by 
the direct addition of 66° sulfuric acid, although a small amount is 
absorbed by passing the solution through a spray chamber in the roaster 
flue system. 

Iron even in the ‘‘-ous”’ state probably aids in the solution of the 
silver. Total iron seldom builds up as high as 2 per cent. in the solution 
in spite of the fact that all the precipitating of the metals is, in reality, 
done with scrap iron and no effort is made to remove it. 


cc 


Per Cent Lead in Solution 
iS 


Grams Na,SO, per 100cc. Solution 
Fig. 2. 


Trouble has been experienced when working with a solution saturated 

with respect to salt; 7. e., one from which salt will separate on standing a 
short time. Being a denser, more syruplike liquid, it percolates more 

slowly and it does not seem to have the dissolving power for silver that a 
slightly weaker solution has. This is contrary to accepted solubility 
data as to silver chloride in brine. More acid will not correct the trouble; 
in fact this difficulty is not at all times apparent. No good reason has 
been found as to why this is so. 

The mill solutions will carry between 25 and 30 oz. of silver per ton; 
as this concentration is not approached in practice, the solution has ample 
carrying capacity for silver. Dissolving the lead, however, is quite a 
different problem. Nearly all of the lead in the calcines is considered as 
being present as the sulfate and not as the chloride. It is well known that 
the amount of this substance that a brine will carry is dependent on the 
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solution temperature, chlorine concentration, and sulfate content. The 
most difficult of these to control is the sulfate content and, while a number 
of schemes for removing this have been suggested, including freezing, 
evaporation, and the addition of various reagents, few have much merit 
commerically. By keeping the sulfate content of the leaching solutions 
down to 2 per cent. or under, expressed as NazSOu, it would be possible to 
obtain about 114 tons additional lead per day. 

The effect of sulfates is shown in Table 1 (and graphically in Fig. 2), 
to obtain which, an excess of lead sulfate was left in contact with a brine 
solution containing 26 per cent. salt and the different amounts of sodium 
sulfate given, until it would dissolve no more. Also, theimprovement by 
increased temperature is shown. It will be noted that the solutions with 
the large amounts of sulfate are not benefited as greatly by raising the 
temperature as those low in sulfates. 


TABLE 1 


Per Cent. Lead Carried by Solution after Saturation with PbSO, 
Na2SO, in Solution, 
Grams per 100 c.c. 


at 22° C. at 50° C. at 75° C, 

none 1.20 1.96 2.23 
1 1.13 1.58 1.86 
2 1.07 1.15 1.45 
3 1.00 0.97 1.27 
4 0.84 0.79 1.13 
5 0.73 0.69 0.91 


Calcium chloride was long ago recommended as a precipitant for these 
objectionable sulfates, but 70 to 75 per cent. CaCle costs $41.90 per ton 
delivered to the mill and it would require at least 5 tons a day. That 
this reagent improves the solution as a lead solvent is shown by the follow- 
ing experimental data. In this case, the plant solution was treated with 
different amounts of the calcium chloride to obtain the varying sulfate 
contents indicated. Lead sulfate was left in contact with frequent stirring 
until the solution would no longer dissolve it. 


Na2SO, In Souurtion, 


Test NuMBER Per Cent. Lrap Dissotvep, Per Crnrt. 
1 4.41 1.21 
2 2.85 1.51 
3 1.62 1.83 
4 0.32 2.25 
5 0.13 2.47 
6 0.14 2.42 


Slacked lime may be used in place of part of the calcium chloride, but 
alone it apparently acts as a precipitant for the sulfates only when there 
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is iron in the solution, the resultant precipitate being a basic sulfate of 
iron. This is a very disagreeable material to handle as it is bulky and 
gelatinous. Also, lime acts very slowly and requires long agitation with 
the liquor to obtain efficient results. Finally, it is preferable to carry iron 
in solution. 

To discard enough solution each day to cohtrol the sulfate content has 
been suggested, but this had no attraction commerically as it would 
require some 50 tons of salt. 

About the most feasible plan, probably, is to increase the number of 
leaching tanks, thus allowing sufficient time to pass the desired amount of 
solution through the calcines; then the only added operating expense 
would be the cost of circulating the solution. In line with this, one of 
the tanks was held in the mill circuit for nine days as an experiment and 
an extraction of 92.5 per cent. of the lead was obtained. 


Precipitation 


Each day 1000 tons of pregnant solution are delivered to the precipi- 
tating department and the silver precipitated first by means of the copper 
afterwards obtained in the iron boxes. Working in this manner, the 
copper is never completely replaced by the silver. When the material 
reaches a copper content of about 15 per cent., the remaining copper 
behaves as though it were coated with some protecting substance and the 
silver begins to dissolve. The difficulty has been attributed to arsenic 
which is thrown down in the metallic state in both the silver precipitator 
and iron boxes. The remaining copper is not soluble in weak acids. 

Of the precipitation of copper on iron, little need be said as the opera- 
tion is common practice. As the copper product is used in an agitating 
apparatus with a continuous overflow, it is desirable to have it coarse or 
granular so that it will not float out of the silver precipitator. Large 
pieces of cast scrap give a more granular precipitate than light tin plate 
but the latter has the advantage of increased surface and makes a reagent 
free from adhering foreign matter that usually accompanies ordinary 
scrap iron. On the other hand, where it is necessary to keep the precipi- 
tator boxes filled at all times, the cuttings are more difficult to wash. 

In the precipitation of lead on iron, the solution must be maintained 
at a relatively high temperature in order to get a sufficiently rapid action; 
75° C. secures satisfactory results with the present precipitating capacity, 
but the solution must come in contact with the iron and not be allowed 
a chance to bypass. As now conducted, the cleaning of the boxes calls 
for a high labor charge, but without doubt this can be greatly improved 
should it be decided to continue the use of tin-plate cuttings as the 


precipitant. 
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Fic. 3.—GmENERAL FLOW PLAN OF PLANT. 
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STRUCTURAL AND MECHANICAL FEATURES 


The process described was adopted after numerous tests made on the 
ore with various processes, such as concentration, flotation, volatilization, 
and cyanide, as it gave a higher and more consistent recovery at a reason- 
able cost than any of these. Owing to its, nature, however, materials 
that could be used in the construction of the plant were practically 
limited to wood, siliceous concrete, and rubber. The structural and 
mechanical features may be of some interest. The general flow plan, 
Fig. 3, approximately indicates the arrangement and flow of ore and solu- 
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Fic. 4.—GENERAL ARRANGEMENT OF PLANT. 


tions through the mill. The general ground arrangement of the plant, 
which is situated on a hillside, having a slope of 29° is shown in Fig. 4. 

The railroad, entering the plant below the main mill building, delivers 
ore, salt and coal to bins, and the preliminary crushing plant, from which 
they are hoisted, in 45-cu. ft. skips, up a double-track incline, to a con- 
veyor distributing to the storage bins at the top of the mill. A service 
tramway, with skip operated by a 50-hp. hoist, runs from the bottom of 
the hill alongside the mill building to the top ground floor, serving all 
floor levels, together with the machine shop, laboratory, warehouse, 
crushing plant, and carpenter shop, which are situated along this tram. 
The warehouse is also on the railroad; and all materials received can be 
delivered to any department of the plant with this skip. 
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BuILpINGs 


The buildings are of wood, the sides being covered with a double 
thickness of 1-in. boards, with 40-lb. building paper between, and the 
roofs with extra heavy Rubberoid laid on 1-in. boards. 

1 The main mill building is approximately 282 ft. long and 182 ft. wide, 
with an extreme height of 40 ft. and an average height of 24 ft. There 
are no special features in the design, but all floors or sections spanned by 
trusses are of the same width, 33 ft., so that all trusses are exactly alike, 
which results in economy in construction. The slope of the roofs was 
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Fic. 6.—GENERAL CROSS SECTION OF MILLING PLANT. 


so made that, with this span, a minimum of material consistent with 
required strength was realized. All bents are 13 ft. wide. All founda- 
tions and retaining walls are of reinforced siliceous concrete, and all the 
ground in the wet part of the mill is covered with a concrete coating, 
terminating in a general drainage sump in the lower end of the mill. 
Figs. 5 and 6 show the general plan and general cross-section, or sectional 
elevation of the mill. 


CRUSHING 


The tests indicated that the finer the crushing, the better was the 
recovery; but at the same time a granular product was necessary for the 
roasting and leaching operations. So in the design, attention was first 
directed to this step in the process and a crushing scheme was adopted 
and equipment selected that would fulfil this condition to the fullest 
extent possible. These are indicated on the general flow plan; the screen 
analysis previously given shows the product realized. 


oy 
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A gyratory followed by a Symons disk for the preliminary or coarse 
crushing, and large rolls and screens, in series, the screens preceding the 
rolls, so that fines are eliminated as fast as produced without further 
grinding, were adopted as being the most suitable for producing the 
desired result. The centrifugal action of the Symons in immediately 
discharging everything below the size to which the disks are set produces 
a minimum of fines; and as the ore is dry, the machine gives no particular 
trouble. One set of manganese-steel disks crushes between 40,000 and 
50,000 tons. An electromagnet is suspended over the short conveyor 
belt between the gyratory and Symons disk to remove tramp iron. 
Expressed in terms of original ore, the life of the coarse roll shells is about 
25,000 tons; and of the fine roll shells about 30,000 tons. Each shell 
weighs 3000 lb. 

The gyratory and Symons disk are driven from a line shaft by a 
50-hp. motor, and run about 5 hr. out of the 24. A 125-hp. motor drives 
the rolls and elevators through a line shaft; they run about 20 hr. daily. 

The fine ore and coal are withdrawn from the fine storage bins into 
a hoppered scale car, carrying 3000 lb., which is propelled by trolley and 
discharges into an ordinary tilting concrete mixer, which, in turn, delivers 
through hopper and belt feeder to an elevator. A belt conveyor receives 
the discharge of the elevator, and delivers it to a paddle mixer, where it 
is moistened. A shuttle conveyor directly beneath the paddle mixer 
distributes the product to the roaster bins. 


Hout-DERN ROASTERS 


The inception and early development of the roaster is described by 
Theo. P. Holt;! as used in this plant, it is shown in Fig. 7. There are 
nine of these—seven in one bank and two in another. The general 
structure is of reenforced, siliceous concrete. The roasting chamber sides 
are 14-in. steel plate, lined with 6 in. of concrete; the ends, which are 
formed by the 10-in. partition walls, have also an additional 6-in. con- 
crete lining. This lining gradually disintegrates and must be renewed 
about once a year. 

At the bottom of the roasting chamber, there are fifteen rocking 
grates, 7 ft. long, spaced 734 in. apart. Each consists of a 214-in. 
square steel shaft, passing through the cast-iron grate bars, which are 
made in sections 21 in. long, and are shown in cross-section. They have 
four longitudinal ribs, 114 to 2 in. high, 90° apart, the vertical ribs being 
solid, while the horizontal ribs are notched for free passage of the air 
through the grates. When the top rib is worn down, the shaft is turned 
over and the opposite rib used; when both are worn they are replaced 
with new bars. These bars wear about 114 years. The grates rock 
through an angle of 60°, and are actuated in pairs by segmental gears 


1Trans. (1914) 49, 188. 


H. P. ALLEN AND WM. C. MADGE 333 


on each shaft, which are given a reciprocating motion through connecting 
rods by two main cranks. These are revolved through bevel gears and 
pinions from a line shaft, each pinion being attached to a friction clutch, 
which is keyed to the shaft. Thus half of the grates in a roaster can be 
operated at a time, and the starting load is only one-half as large. The 
grate shafts pass through stuffingboxes, with glands in cast-iron plates, 
in each side of the roaster. On the gear, or driving, side, they turn in 
rigid bearings that are supported on a cast-iron filling piece resting on a 
12-in. I-beam; on the opposite side, the glands of the stuffingboxes 
serve as bearings. The bearings are specially designed, with caps fitting 
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Fig. 7—Hout-DERN ROASTER. 


accurately in deeply machined grooves and a dowel between the bases 
and the cast-iron support, so that the shafts are held firmly in place. 
The gears are thus held in mesh always on their pitch lines and there is 
no sliding contact, so that the wear of the teeth is reduced to a minimum 
and any lost motion is prevented in the movement of the grates—an 
important feature. The whole mechanism is 80 designed that any bear- 
ing, or any other part, can be quickly and easily repaired or replaced, so 
that there may be no delays in the operation of the roaster and the roast 
can always be quickly discharged. ‘The line shaft is driven by a 15-hp. 
motor on each end, one of which is a spare; from 2 to 5 hp. is required 
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for each motor after starting. If the charge is “hard,” or partly sintered, 
double this power is sometimes required to start the grates. From 5 to 
15 min. are required to “drop” or discharge the roasted charge. 

The Sturtevant gas blower, supplying air to the nine roasters at 8 oz. 
pressure, has a capacity of 15,000 cu. ft. per min., and is direct connected 
to a 75-hp., 1800-r.p.m. motor. There are two of these, one being kept 
in reserve. 

The gases issuing from the roasters have a temperature of only 35° to 
55° C., so that an exhaust fan is necessary to remove and discharge 
them through an absorbing chamber and short stack. This fan is 


Fic. 8.—RoAsTER MECHANISM BEFORE GRATE SHAFT BEARINGS WERE ADDED. 


72 in. in diameter, 35 in. wide, and is housed in a concrete casing. 
It is driven by a 15-hp. motor at 250 r.p.m. Originally, the fan runner 
was completely rubber covered; now only the spider is rubber covered and 
the blades, which are of 34¢-in. steel, are painted with six coats of elaterite 
paint: This coating lasts three to four months. The stack is 5 ft. in 
diameter and 40 ft. high and rests on top of the fan casing. It is made of 
3 by 6-in. plank with round iron bands, similar to wood-stave pipe. 


Lreacuine Tanks, Precrerratinc Boxrs, AND TANKS 


These are all of reenforced, siliceous, concrete, and great care was 
exercised in the designs, preparation of the materials, and placing of the 
concrete. The aggregate was composed of crushed quartzite, taken 
from one of the mine dumps, and siliceous sand, part of which consisted 
of fines from crushing the quartzite, the SiO. content being 96 per cent. 
The walls and bottom of tanks are 8 in. thick, while those of the precipita- 
tion boxes are from 5 to 7}4 in. Test blocks were madeinall cases, and a 
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mixture made up to stand 2500 to 3000 lb. per sq. in. in compression, 
while the reenforcing steel was calculated on a basis of 10,000 Ib. per sq. in. 
safe tensile strength. The true mix varied from 1:3 to 1:4, and the 
maximum size of the aggregate was 144 to 114 in. The proportions of 
coarse and fine aggregate were about 65 and 35 per cent., respectively, 
and none of the concrete has shown any penetration or leakage of solu- 
tion. There are two circular discharge holes 13 in. in diam. in the bottom 


Fig. 9.—ROASTER WORKING FLOOR. 


of each tank; and on the underside a circular dovetail groove, 5g in. deep, 
114 in. wide on the bottom, and | in. on top was cast around each hole. 
A soft-rubber packing ring to fit this groove, and thick enough to project 
5¢ in. from the concrete isinserted. The gate, made of two thicknesses of 
3-in. plank, doweled together with wooden pins, is drawn up against the 
rubber packing ring by means of a rubber-covered 1}4-in. rod extending 
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through the tank and a beam 2 ft. above the top, which is supported by 
two posts resting on the tank bottom. The two 3-in. stoneware cocks 
for discharging solution are screwed into wooden nipples set In the sides 
of the tank just at the bottom. The quartzite gravel, forming the filter 
bottom, rests on triangular strips that are supported by 2 by 4-in. pieces 
lying on the tank bottom. These strips were made by ripping 6 by 6-in. 
sticks diagonally, and are held apart by small pieces. 

The silver precipitators were made of about the same mix as the leach- 
ing tanks, with the same proportion of steel; but a 1:5 mix was used in 
the construction of the copper and lead precipitation boxes. There is no 
deterioration or penetration of the concrete, even by the hot solutions 
in the lead precipitation boxes; but as these are decanted and washed 
out at frequent intervals with cold water, cracks occasionally develop, 
which are simply chipped out and filled in with a 1:1 cement mortar. 
On the other hand, the walls of the absorber chamber, where the roaster 
gases are drawn horizontally through falling sprays of solution, do not 
endure. The cement is gradually dissolved and the walls disintegrate. 
They are now protected with elaterite painted plank, which lasts over a 
year. The sides of the fan casing have also softened to a depth of 34 in., 
bat they remain this way without disintegrating and it has been unneces- 
sary to repair them. 

Arr Lirts 


Solutions are pumped from the sump tanks at the lower end of the 
plant to the sluice latnders under the roaster hopper discharge gates, the 
absorber, precipitators, and the leaching tanks with four air lifts, made of 
bored redwood pipe, two of which are 5 in. and two 4 in. inside diameter. 
These lifts are supported by the tower shown near the lower end of the 
mill in Fig. 6. The net lift is 60 ft. above the top of the tanks, and sub- 
mergence is obtained by a two-compartment concrete-lined shaft 60 ft. 
deep, connected with the sumps. A 1-in. rubber-covered air hose enters 
each of the pumps a few feet above the top of the tanks, and extends down 
to about 18 in. from the bottom. The pipe lengths are from 8 to 14 ft. 
and the joints of the submerged portion are held together with four 2 by 
10-in. planks 5 ft. long, doweled to the pipe with wooden pins. Iron 
clamps, 2 to 3 ft. apart, are put on the unsubmerged part to prevent 
splitting. Each pump terminates, on top, in a discharge barrel 32 in. 
in diameter and 42 in. deep, which discharges into a launder. Air is 
supplied at 40 lb. pressure for the air lifts and silver precipitators by three 
motor-driven compressors, having a total capacity of 900 cu. ft., which is 
more than ample, so that when repairs are necessary on any one, pumping 
is not interfered with. The 5-in. pumps will each handle 130 gal. permin., 
and the 4-in., 110 gal. These air lifts are quite satisfactory, except that 
occasionally a crack develops in the submerged portion, requiring the 
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pulling of the pump and replacing of the broken length; which is slow, 
arduous, and somewhat expensive. Two 2-in. centrifugal ‘Olivite” 
pumps handle barren solution with lifts of about 20 ft. In these, the 
casing is lined and the runner covered with a composition that is not 
affected by the solutions. They discharge through rubber-lined pipe, 
which so far has shown no deterioration. These pumps may, in time, 
replace the air lifts. 

The solutions are carried about the plant in wooden launders made of 
2-in. plank, held together with clamps, but the wood shrinks and softens, 
especially from the hot solutions, making it very difficult to prevent leaks. 
To overcome this, the solution launders are lined with a cement mortar, 
made of one part siliceous sand, one part quartzite gravel of a 
maximum size of 3g in., and a two-thirds part of cement. Wire netting, 
1-in. mesh, is placed in the launder, conforming to the sides and bottom, 
together with some )4-in. rods, the launder partly filled with the mortar, 
and the inside forms, made in 6- or 8-ft. lengths, are then set in and 
pressed into the mortar, forcing it up on the sides, when it is rammed and 
levelled up to the top. The bottoms of the sluicing launders carrying the 
hot roasted ore in solution are lined with concrete slabs of the above mix- 
ture, 30 by 16 by 114 in., cast in separate molds and cured for several 
days. Slabs 7 in. wide are used on the sides. A concrete air agitation 
tank, 8 ft. deep and 4 ft. in diameter, in which the oxidized copper is 
leached out of the silver precipitates with a hot 25 per cent. sulfuric-acid 
solution, slowly disintegrated, but a sulfur-and-sand lining, made of equal 
parts of melted sulfur and fine sand, thoroughly mixed and poured in a 
form, making it 114 in. thick, has stood very well. Care must be used to 
keep the temperature of the sulfur just above the melting point, and to 
pour the mixture quickly before the sand settles out. 


HEATING OF SOLUTIONS 


Steam for heating the solutions is supplied by three boilers, two of 
which, aggregating 110 hp., supply steam to the copper coils, the conden- 
sation returning to the boilers through a trap. The coils become coated 
with a hard scale, precipitated out of the solution, which gradually lowers 
their efficiency until it becomes necessary to knock off the scale. The 
other boiler, a 125-hp. return tubular, supplies live steam direct to 
the solutions in the precipitation boxes, after it has passed through the 
coil box, and to-any other places where steam is required. While this is 
the normal method of running, a double system of steam piping permits 
the steam from any one, two, or the three boilers to be run to either the 
coil or live steam systems. The three boilers consume about 11 
tons of slack coal per day, and 1000 tons of solution are heated from 
48° to 75° C. 
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GENERAL 


Water supply for the plant is pumped from a spring at the base of 
the hill to a 140,000-gal. wooden storage tank above the mill, by a 250- 
gal. per min., triplex pump, driven by a 30-hp. motor, running 18 hr. 
daily; the net lift is 225 ft. 

Power is delivered to the plant at 44,000 volts, by the power company, 
transformed to 2200 volts for all motors over 30 hp., and to 220 volts for all 
under that size. The motors are all wired with three-conductor lead- 
covered cable, and all wiring for lights is lead encased. The total con- 
nected load amounts to 700 hp., but the average maximum demand 
reading is about 500 hp. 

Well-equipped machine and carpenter shops enable practically all 
repairs to be quickly made at the plant. As the process as a whole is 
rather destructive, the repairs are considerable, but the plant has now 
been in operation 414 years without a shutdown. 


DISCUSSION 


T. Varuey, Salt Lake City, Utah.—On page 324, the authors say 
that for consistent results a small amount of free acid is necessary in 
the solution; also that small amounts of copper sulfate are added to the 
brine. On the next page, they say that trouble has been experienced 
when working with a solution saturated with respect to salt. Possibly 
one reason is the effect the solution might have on the calcines; in the 
upper strata of the calcines extraction of silver is good while in the 
lower strata extraction is relatively poor. It may be well to determine 
if at that point there is crystallization of the salt or a large consumption 
of acid, either of which would tend to upset the balance. 

Calcium chloride is used only in extreme cases for chlorine concen- 
tration; in view of the cost it might pay to study the possibilities of mak- 
ing calcium chloride at the plant, utilizing some of the byproducts for 
the flotation plants in the district. Chlorine, potassium, and magnesium 
are present in large quantities in the desert brines west of Salt Lake City, 
and a careful investigation may develop a source of calcium chloride as 
well as other byproducts. 


H. R. Hanuey, Rolla, Mo.—lIs the precipitation in the tin-scrap 
tank complete? Also, what are the relative merits of tin scrap and 
sponge iron, taking into consideration the difference in temperature 
required by the solutions in the various processes? 


H. P. Autumn, Payson, Utah.—The precipitation of the lead on the 
tinplate is very nearly complete. For instance, the heads are 0.7 and 0.8 
per cent. and the tails solutions are 0.03 and 0.02 per cent. lead. That 
is dependent on the temperature and the surface exposed in the precipita- 
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ting boxes. With sponge iron, the rate of precipitation is much more 
rapid and it does not require as high a temperature as does precipitation 
on tinplate cuttings. But the problem is to get the sponge iron in suffi- 
cient quantities and cheap enough to make its use commercially feasible. 
The Bureau of Mines has done extensive and good work on the precipita- 
tion of lead on sponge iron. It has perfected’a small portable apparatus, 
oe was placed in our plant and run very successfully for a number 
of days. 


G. H. Dern, Salt Lake City, Utah—The question is often 
asked, ‘‘ Why is there such an economy of fuel in the Holt-Dern roaster?” 
Fuel economy implies conservation of heat. In all ordinary furnaces the 
loss of heat, and consequent high fuel consumption, is due to three causes: 
(a) The waste gases being discharged to the stack at a high temperature; 
(b) the finished product being discharged from the furnace at a high 
temperature; (c) radiation from the furnace itself. 

The Holt-Dern roaster in a large measure overcomes these losses. 
It is a blast roaster, the roasting being done by combustion of the fuel 
contained in the ore charge. The fuel is mixed with the ore and 
no extraneous heat is applied. 

The roasting charge is a descending vertical column. The upper 
portion is a layer of raw, moist ore; the middle portion is the roasting 
zone; the bottom portion is a layer of roasted ore or calcine. The air 
blast, which induces combustion, travels upwards through this column. 
First striking the hot calcine, the blast is preheated and the calcine is 
correspondingly reduced in temperature. Not all the waste heat is 
used, but loss (0) is materially reduced. 

As combustion takes place in the mass of the charge, there is no loss 
of heat by radiation as is the case when a flame plays over the surface 
of a bed of ore. A lighter-than-air flame always keeps as far above the 
bed of ore as the construction of the furnace will permit and is con- 
stantly seeking a way to the stack without touching the ore. In blast 
roasting, the heat cannot go toward the stack except through the ore 
mass, hence the most intimate contact and the minimum of loss (c). 

The waste gases from the roasting zone must pass through the layer 
of moist, raw ore at the top of the column. The descending ore is thereby 
preheated and the waste gases are discharged from the stack at a tem- 
perature so low that the hand may be held in the furnace above the 
roasting column, thus largely eliminating loss (a). 

The travel of ore is counter-current to the air blast, which results in 
conservation of heat and economy of fuel. About 3 per cent. of coal 
is all that is needed to roast oxidized ore as in chloridizing. Ore carry- 
ing the proper proportion of sulfide is self-roasting and requires the 
admixture of no other fuel. 
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Another question that is invariably asked is: “ Why is there no loss 
by volatilization in the Holt-Dern roaster?” My explanation has 
always been that any metals that are volatilized in the roasting zone are 
condensed when they strike the layer of moist cool ore at the top of the 
charge. Recently Mr. Holt suggested that in the lower part of the 
roasting zone the gases are strongly oxidizing, becoming lower in oxygen 
as they pass up through the charge; this gives an ideal finishing condition 
for the roast, insuring the complete elimination of undesirable compounds. 
When the air reaches the upper part of the roasting zone, where com- 
pounds that oxidize with great rapidity are present, it is so depleted of 
oxygen that the danger of excessive heating is largely eliminated. In 
other words, the result is a uniform temperature throughout the roasting 
charge. As the gases enter the zone of raw ore at the top of the charge 
they are reducing in character, being highly charged with sulfur dioxide. 
Any volatile metal compounds that would otherwise pass to the stack 
are reduced and remain in the ore. 

When roasting is in progress, the charge is quiescent. There is no 
rabbling and the only dropping is when the calcine is shaken into the 
closed bin beneath the grates. The top of the roasting column is moist 
ore. These conditions practically preclude dust loss. 

The authors give a full description of the mill and cite operating 
costs. It will be noted that the ore is delivered at the bottom of the 
mill instead of at the top and that the coarse-crushing department is 
the lowest part of the plant. From here the ore is hoisted to the top of 
the mill for successive fine crushing, mixing, roasting, and leaching. This 
type of construction was adopted to save large additional railroad con- 
struction, but it increases the cost of operation. Salt, coal, and all 
other supplies are subject to extra handling cost on account of this 
arrangement. The plant is not ideally designed for cheap operation. 

The total cost of crushing to 8 mesh is $0.714 per ton, including unload- 
ing the railroad cars. To one familiar with roll crushing this looks high. 
At the Consolidated Merecur Gold Mines Co., of which I was general 
manager, we crushed to 5 mesh for 8 to 10 cents per ton, before the war, 
but that ore was exceptionally soft and easy to crush. I understand that 
the Utah Copper Co. crushes dry to —8 mesh for 834 cents per ton, and to 
—60 mesh for a total of 22 cents, the fine grinding being done wet. The 
Tintic Milling Co., using the same process as the Tintic Standard, crushed 
Tintic ore for about 60 cents per ton under unfavorable conditions with 
small old-style rolls, inadequate screens, and the excessive elevating and 
conveying made necessary by a flat mill site. With proper equipment, 
the cost in that plant could have been materially reduced. The relatively 
high crushing cost at the Tintic Standard is due to the location of the 
coarse-crushing department, the extraordinarily hard and tough charac- 


ter of the ore, and the relatively small scale of operations — 200 tons 
per day. 

A plant properly designed for baie operation on a scale of 1000 
tons per day could crush to the size stated for about 35 cents. The 
crushing costs reported in the paper, therefore, are not a criterion of the 
necessary costs for this process. 

The roasting cost of $1.148 includes the salt and the expense of 
remodeling the roaster drive. Repairs,and renewals have been greatly 
reduced since this alteration was made. Not long ago I estimated that 
the roasting cost in a proposed 1000-ton mill would be 25 cents per ton, 
exclusive of salt. 

Leaching, precipitating, and treatment of precipitate are much higher 
in this plant, where copper and lead are recovered, than they would be 
in a straight silver mill, or even on a silver-copper proposition. The 
lead recovery entails heating the leaching solution as well as separate 
precipitation. Chloride roasting and leaching have decided advantages 
where the conditions are favorable for their use. 
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Milling Practice at Midvale 


By C. A. LemxKe,* Mipvate, UtTan 
(Salt Lake City Meeting, September, 1925) 


Tue ores now milled at the Midvale concentrator of the United States 
Smelting, Refining & Mining Co. come mostly from the company’s 
mine in the Bingham district, about 18 miles west of Midvale. Custom 
ores from this same district and from other western mining districts are 
also milled at times. 

The Bingham ores consist of galena, pyrite, chalcopyrite, and sphal- 
erite in a gangue of quartz, quartzite, limestone, and porphyry. The 
percentage of chalcopyrite is small, usually about 0.5 per cent., while 
the galena, pyrite, and sphalerite combined constitute about 60 per cent. 
of the total ore. These three minerals vary considerably in amount and, 
at times, all three are somewhat oxidized. The ores also contain gold and 
silver, the former being mostly in the pyrite while the latter is generally 
with the galena. The crystallization of the economic minerals varies 
from fairly coarse to extremely fine. 

The ores are carried to Midvale by the Bingham & Garfield and the 
Los Angeles & Salt Lake railroads or by the Denver & Rio Grande Western 
railroad, in 50-ton, steel, full dump cars. 

The milling problem is to recover the silver-bearing galena, the gold- 
bearing pyrite, and the chalcopyrite in a product suitable for the lead 
smelter and containing the least possible amount of gangue and sphalerite 
and then recover the sphalerite in a product suitable for a zinc smelter. 
The minerals are recovered partly by water concentration and partly by 
water concentration combined with electrostatic treatment. 


GRAVITY CONCENTRATOR 


The gravity concentrator has a capacity of about 465 tons in 24 hr. 
The mill buildings are of wood. The mill was built in 1905 to handle 
approximately 90 tons in 24 hr.; since that time several additions have been 
built and various changes have been made in the flow sheet. The last 
extension, which raised the capacity of the mill to its present level, was 
builtin 1915. The additions to the mill building have not kept pace with 
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the increase in the tonnage milled. The present floor space is about twice 
that of 1905 while the tonnage handled is over five times as great. This 
has made it necessary to place concentrating and crushing machinery 
where the space was inadequate and has resulted in considerable crowding. 

The ore is dumped from the railroad cars into a hopper-shaped bin of 
250 tons capacity. From this bin, it is fed, by hand through a rack-and- 
pinion gate and over a stationary grizzly to a 10 by 20-in. Blake crusher. 
The grizzly has 114-in. openings and the crusher is set to crush to this 
same size; approximately 25 per cent. of the average run of ore passes 
through the grizzly. The crusher discharge, combined with that from - 
the grizzly, passes to a bucket elevator, which discharges into a 72 by 
42-in. trommel. The screen on this trommel is 14-in. punched plate 
with 134¢-in. round holes. The trommel undersize passes to the crushed- 
ore bin; it is sampled by an automatic sampler before going into the bin. 
The trommel oversize goes to a set of 30 by 12-in. rolls, which arein closed 
circuit with the trommel. From the crushed-ore bin, which hasa capacity 
of 150 tons, the ore is fed by means of a plunger feeder to No. 2 elevator, 
which discharges into two 72 by 36-in. trommels. Water is added in the 
boot of the elevator. The trommels have punched-plate screens with 
54,-In. round holes. The oversize from the trommels goes to a set of 36 
by 16-in. rolls and, after passing through the rolls, is returned to the 
trommels by way of No. 2elevator. All of the millfeed must pass through 
the 5¢-in. screens before concentration begins. The undersize from the 
54¢-in. screens goes to the jig-screen line, where the jig feed is divided 
into four sizes. This screen line consists of a double row of trommels, 
each trommel being 5 ft. long and 3 ft. in diameter. The first two trom- 
mels have 4-mesh screens; the undersize from the 54g-in. punched-plate 
screens passes to these two trommels, the feed being equally divided 
between the two. The second two trommels in the row have 6-mesh 
screens; and the third two 8-mesh screens. All screens on these trommels 
are steel-wire cloth with square openings. The openings in the 4-mesh 
screens are 0.13 in., in the 6-mesh 0.087 in., and in the 8-mesh 0.053 in. 

The 4-mesh screens discharge their oversize to No. 1 jig and the under- 
size to the 6-mesh screens; the oversize from the 6-mesh screens goes to 
No. 2 jig and the undersize to the 8-mesh screens, the 8-mesh oversize 
goes to No. 3 jig and the undersize to a 42-in., double-cone, hydraulic 
classifier. The spigot produce from this classifier goes to No. 4 jig and 
the overflow product to the table circuit, which will be discussed later. 


Jigs 


All jigs are Hartz type, single, three-compartment, except No. 4 
which is a double three-compartment jig. All jig compartments are 36 
by 24in. The openings in the jig sieves are larger in every case than the 
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largest particle fed to the jig and all jig concentrates are hutch products, 
there being no side discharge gates on any jig. The high percentage of 
metals in the ore requires that the concentrates be discharged rapidly. 
When operating the jigs, the aim is to make a lead-iron concentrate with 
the highest possible recovery of lead and iron and containing the lowest 
possible percentage of zinc and gangue. About 60 per cent. of the total 
lead recovered in the mill is taken out by these four jigs. The zine and 
gangue present in the jig concentrates are mostly in the form of combined 
particles. The lead-iron concentrates from the four Jigs average 
about 25 per cent. lead, 24 per cent. iron, 10 per cent. zinc, 34 per cent. 
gangue, 12 oz. silver, and 0.15 oz. gold... The concentrates from Nos. 1, 2, 
and 3 jigs are discharged from the hutches intermittently, by hand, 
through ordinary molasses gates; and those from No. 4 jig are discharged 
continuously through a spigot. The stroke and speed of the jig plungers 


are as follows: 
STtroKE NUMBER 


LENGTH, PER 

Jie IncHES MINUTE 
INO5).Livis.5 cms eae aso saetiaee oe 8 tiete ave eRe ee eee 14 185 
INOS 225 gel los bet ee Rn Oe ee eee ee 34 215 
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The bedding for all jigs is replenished by hand as it wears out. 

The tailings from the jigs are dewatered in a 30-in. dewatering or shovel 
wheel and go to a set of 36 by 16-in. rolls. The shovel-wheel overflow is 
sent to a 9-ft. cone tank and the overflow from this tank goes into the 
mill tailings, as it is practically clear water. The cone-tank spigot product 
is sent to the table circuit. After passing through the rolls, which are 
set to crush to 12-mesh, the jig tailings go to No. 3 elevator, which dis- 
charges into two 5 by 3-ft. trommels fitted with 12-mesh steel-wire screens. 
The undersize from these screens is sent to the classifier system. The 
oversize goes to another set of 36 by 16-in. rolls and back to No. 3 elevator. 


CLASSIFIERS 


All classifiers in the mill are of the double-cone free-settling type. 
Other classifiers have been tried at various times but none showed suffi- 
cient improvement over the work done by the double-cone type to 
warrant their permanent installation. The double-cone classifiers vary 
in size from 20 to 42 in. (the dimension being the diameter of the inner 
cone). ‘The classifiers are set in such a way that the overflow from each 
goes to the inner cone of the next succeeding one. The one with the 
smallest inner cone receives the undersize product from the 12-mesh 
screens. ‘The overflow from the last classifier goes to a series of cone 
tanks. The spigot products from the first two classifiers, which are 
both 20-in. classifiers, are sent to a three-compartment, 24 by 36-in., 
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Hartz jig, called No. 5 jig. The spigot of the third classifier goes to 
another jig of the same size, called No. 6 jig. 
Nos. 5 and 6 jigs make lead-iron concentrates and tailings. The 
tailings are reground in tube-mills, classified and tabled. These jigs are 
operated in the same manner as the first four jigs. 

¥ 
TABLES 


The spigot products from the fourth’and succeeding classifiers are 
sent to thirteen tables, six of which are Deister Plato, five are No. 6 
Wilfley, and two are the old type Overstrom. The two Overstrom 
tables are used on the finest sizes. The first four tables, which handle the 
coarser sizes, make lead-iron concentrates, middlings, and tailings to 
waste. The middlings are sent to the tube-mills along with the tailings 
from No. 5 and 6 jigs. The last nine tables also make lead-iron con- 
centrates, middlings, and tailings, but the middlings are not reground 
because they usually contain only a small percentage of combined mineral. 
They are, in reality, a mixed product rather than a middling. This 
material is retreated on six Wilfley tables, which make a small amount 
of lead-iron concentrates, zinc-iron concentrates, middlings and tailings; 
these tables are called retreatment tables. The zinc-iron concentrates 
are sent to the electrostatic mill and the middlings are returned to the 
classifiers, which feed tables Nos. 5 to 13. This so-called middlings 
product is cut out on the retreatment tables between the zinc-iron con- 
centrates streak and the tailings streak because the zinc-iron concen- 
trates must contain less than 6 per cent. insoluble and if a direct cut was 
made between concentrates and tailings there would be considerable 
danger of exceeding this limit. 

The back water on tables Nos. 4 to 13 contains considerable slime; 
this back water is sent to a 4-in. Wilfley sand pump, which discharges 
into an 8-ft. cone tank. The spigot from the cone tank is sent to a 
Wilfley table and the overflow goes, by way of a distributing launder, 
to fourteen 8-ft. Callow tanks. These Callow tanks feed the seven slime 
tables, two tanks feeding one table. The cone tank that receives the 
Wilfley pump discharge takes out any coarse sand that might be taken up 
with the table back water. The overflow from the last tank in the classi- 
fier line is sent to the same distributing launder that handles the overflow 


from the Wilfley pump tank. 


Sutime TABLES 


The Deister slime tables, which are fed from the fourteen 8-ft. Callow 
tanks, make lead-iron concentrates, zinc-iron concentrates, a mixed 
product, and tailings to waste. The zinc-iron concentrates are sent to 
the electrostatic mill and the mixed product from all seven tables is 
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retreated on one Deister slime table, which makes zinc-iron concentrates 
and tailings to waste. 


'TUBE-MILLS 


The tailings from Nos. 5 and 6 jigs and the middlings from the coarse- 
sand tables are combined and sent to a 30-in. dewatering wheel. The 
sand discharge from this dewatering wheel goes to a bin of 50 tons capa- 
city, and the overflow from the wheel box, which contains some slime 
and fine sand, is sent to an 8-ft. cone tank. The cone tank overflow 
goes into the mill tailings and the spigot product is treated on a Wilfley 
table, which makes the usual products.. The dewatered sand is fed from 
the 50-ton bin to the tube-mills, of which there are two. These mills 
are 14 ft. long and 5 ft. in diameter. Usually only one tube-mill is used, 
but occasionally the ore contains considerable quartzite, which is very 
hard and it becomes necessary to use both. The tonnage ground in the 
tube-mills averages about 130 tons in 24 hr., or approximately 28 per 
cent. of the original mill heads. In operating the tube-mills, the aim 
is to grind just fine enough to liberate the minerals and produce the 
least possible amount of slime. On the average run of ore, practically 
all of the galena and sphalerite are liberated when the ore is crushed to 
48-mesh, although at times finer grinding is necessary. When the tube- 
mill product is all —48-mesh, approximately 22 per cent. will pass a 200- 
mesh screen. An average screen analysis of the tube-mill feed and 
product is as follows: 


Tuss-MiLi Freep Tuse-Mitt Propuct 
ScREEN S1zE ScREEN S1zE 

Mesut Oprnina, Inch PrER Crnt, ON MersH OrENnING, INcH PER CENT. CN 
14 0.046 4.9 14 0.046 0.0 
20 0.0328 20.7 20 0.0328 0.0 
28 0.0232 29.1 28 0.0232 Lil 
35 0.0164 20.2 35 0.0164 2.8 
48 0.0116 13.5 48 0.0116 Gal 
65 0.0082 9.3 65 0.0082 18.4 
100 0.0058 2.3 100 0.0058 23.8 
150 0.0041 13.4 
200 0.0029 12.1 
—200 0.0029 22.3 


The tube-mill product is sent to No. 5 elevator, which discharges into 
the first of a series of eight double-cone hydraulic classifiers. The 
classifiers feed eight Wilfley tables, which make lead-iron concentrates, 
zinc-iron concentrates, zinc-iron-gangue middlings and tailings. The 
ainc-Iron concentrates go to the electrostatic mill and the middlings to 
four Wilfley tables, which make zinc-iron concentrates, middlings, and 
tailings. The middlings from these four tables are returned to the 
tube-mills. The overflow from the last of the eight hydraulic classifiers 


— as 
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goes to an 8-ft. cone tank. The tank spigot product is treated on a 
Wilfley table and the overflow goes to the Callow tanks, which feed the 
Deister slime tables. The back water from the Wilfley tables is pumped 
to these same tanks. 

The tube-mills are lined with ribbed cast-iron liners. The ribs are 
about 14 in. thick and 314 in. high; the baéks of the liners are.about 
34 in. thick. The liners are 6 in. wide and of such length that four 
make a complete circle. Two liners in each circle, or ring, have one 
end flanged in such a way that the flanges overlap when the two 
liners are placed end to end with the flanges adjacent. By tightening 
the nuts on a short rod, which is passed through opposite holes in 
the flanges, the four liners in each ring are wedged tightly against 
each other and against the shell of the mill. There are twenty-five 
complete rings in the mill and three rings from which a section have 
been cut to make room for the manhole frame. This frame is of the same 
height as the ribs on the liners and is held in place by the liners. The 
only through-bolts used on the shell liners are two in the manhole-cover 
lining. The life of the lining has been increased from 11 to 14 months by 
cementing fragments of quartzite around the short rods that hold the 
liners in place. Cement grout is poured into any small opening that may 
occur between the rows of liners, because of rough or uneven castings, to 
protect the shell. The end liners are bolted to the heads of the mill with 
countersunk through-bolts. The grinding medium used at present is 
‘“‘adamant silica”’ in the form of cubes with edges 314 to 414 in. long. 
This material has proved to be as satisfactory as the foreign flint pebbles 
formerly used and it is cheaper. The grinding medium, by wedging in 
between the ribs of the cast-iron shell lining, also forms the principal 
wearing surface of the mill. The consumption of ‘adamant silica” is 
about 1.25 Ib..per ton of ore ground. The pebble load carried in the mill 
averages about 10,200 1b. The mills require about 35 hp. each. 


HANDLING OF CONCENTRATES 


All lead-iron concentrates from the jigs are carried, by means of 
launders, from the jig hutches to a bucket elevator. About 85 per cent. 
of the sand-table concentrates are also sent to this elevator. The remain- 
ing 15 per cent. of sand-table concentrates cannot be carried by gravity 
to this elevator; these are shoveled out of the catch-boxes into mine cars 
and trammed to railroad cars. The concentrates elevator discharges 
into a launder, which carries the product to five hopper-shaped bins of 50 
tons capacity, each. The sloping bottoms of these bins are made of a 
mesh, galvanized, steel-wire screen laid on 2 by 4 in. joists spaced 9 in. 
apart. The screen is covered with a layer of burlap and on top of the 
burlap is a layer of cocoa matting. Under the sloping bottoms is a water- 
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tight floor, which has a slope of 14 in. per ft. toward one edge. A launder 
at the lower edge of the floor carries the water from the concentrates to 
either of two small settling ponds. These ponds are cleaned out every 
month. The tops of the bins, also, have overflow launders, which carry 
away some water when the bins are nearly full of concentrates. The 
lower end of the bin hoppers is on the same level with the water-tight floor 
and the openings in the hoppers are 16 in. square. Arc gates, which can 
be made practically water-tight by means of tightening levers, are 
fastened to the hoppers and the bins are unloaded through these gates 
when full. 

All slime-table lead-iron concentrates are shoveled out of the settling 
boxes by hand into mine cars and trammed to railroad cars. The zinc- 
iron concentrates are also shoveled into mine cars and are trammed to the 
electrostatic mill. The mine cars containing the zinc-iron concentrates 
are placed on a platform elevator and raised to the top of the electro- 
static-mill bin where they are dumped; this bin holds about 25 cars. 


TaILInGs DIsPoOsAL 


The mill tailings are carried, by a system of launders, to a central 
launder, which carries them to a small sump outside of the mill building. 
From this sump, they are carried by an inverted siphon, which is a 
10-in. concrete pipe, to a launder which empties into the feed well of a 
90-ft. Dorr thickener situated on the tailings dump. This thickener 
removes about 55 per cent. of the water in a clear overflow, which goes 
into the Jordan River. The thickener spigot goes to either of two 6-in. 
Wilfley sand pumps, which discharge into a distributing box. From this 
box, the tailings are carried to the dump and settled in large ponds, the 
overflows from the ponds going in to the river. No tailings water is 
returned to the mill. A Teeter box sampler is used for sampling the 
tailings. The average mill tailings contain about 0.02 oz. gold, 1.1 oz. 
silver, 1.7 per cent. lead, 3144 per cent. iron, and 514 per cent. zine. 


Evectrostatic Minn 


This mill handles the zinc-iron concentrates from the wet mill and 
produces zinc concentrates and iron concentrates. The iron concentrates 
are sent to the company’s lead smelter and the zine concentrates to a 
zine smelter. 

The zinc-iron concentrates are fed from the receiving bin to a Ruggles- 
Coles Type A Dryer. The concentrates contain about 1214 per cent. 
moisture when they enter and must be bone dry and have a temperature 
of 280° F. when discharged. The dryer has a capacity of 100 tons in 24 
hr. and requires about 75 lb. of slack coal per ton of ore dried; itis operated 
with forced draft. The gases are discharged, through a 45-in. exhaust fan, 


—— — 
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into a small brick chamber from which they pass to the atmosphere 
through a steel stack 30 in. in diameter and 48 ft. high. The dryer 
discharges into a bucket elevator, which carries the dried material to 
a distributing box; thence it passes to the screens, about 75 per cent. 
going to Hummers and 25 per cent. to Type H Newaygos. 

Both the Hummer and Newaygo screens‘are set in two banks, one 
below the other, with two screening surfaces in each bank. All screening 
surfaces are 6 ft. long and 6 ft. wide and are set at an angle of about 32° 
from the horizontal. The top screen in the upper bank is 16-mesh steel- 
wire cloth with 0.0445-in. square openings and the bottom screen is 40-mesh 
brass-wire cloth with 0.014-in. square openings. The top screen in the 
lower bank is 60-mesh brass-wire cloth with 0.007-in. square openings 
and the bottom screen is 100-mesh brass-wire cloth with 0.0045-in. square 
openings. The material must be closely sized before going to the, Huff 
electrostatic separators. The 16-mesh screen is used as a scalper. The 
material that remains on this screen is oversize and is returned to the 
tube-mill circuit in the wet mill. This oversize amounts to about 2 per 
cent. of the total electrostatic mill feed. The four sized products from 
the Hummer screens go to four small bucket elevators, from which they 
are distributed to the feed hoppers of the electrostatic machines by 2-in. 
pipes. The products from the Newaygo screens are sent to electrostatic 
machines by means of 6-in. screw conveyors. The distributing system 
is so arranged that the number of machines treating any size can be 
varied as the amount of that size varies. 

There are thirty-two Huff machines in the mill; eighteen are remodeled 
type D and fourteen are type F. Each type F machine consists of a 
rougher and two finishers combined in one unit. The remodeled type D 
machines are all separate so that three machines are required to make a 
unit similar to the Type F unit. 

The roughers make rougher zine concentrates and rougher iron con- 
centrates. The rougher zinc concentrates pass to the zinc finishers and 
the rougher iron concentrates to the iron finishers. The zine finishers 
make a finished zinc product and a mixed product. The iron finishers 
make finished iron concentrates and a mixed product. The finished 
concentrates pass to small hopper bins directly under the machines and 
the two mixed products are combined and returned to the elevators or 
screw conveyors that feed the roughers. The amount of mixed product 
returned to the roughers varies from 25 to 40 per cent. of the total rougher 
feed, depending on the metal contents and character of the zinc-iron 
concentrates being treated. The finished products are loaded from the 
small hopper bins into mine cars and trammed to railroad cars. It is 
essential that the zinc-iron concentrates be absolutely dry and hot enough 
so that they will not absorb moisture when passing through the mill circuit. 
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The mechanical power required by the electrostatic machines is very 
small. The only moving part on the type F machines is a 3-in. feed roller, 
while the remodeled type D machines have a 114-in. feed roller on both 
the roughers and finishers. The electrical energy for the thirty-two 
machines in the mill is furnished by a small motor-generator set. This 
consists of a 714-kw. generator direct-connected to a 5-hp. motor. The 
current from the generator is stepped up, by a transformer, from 120 
volts to the voltage required at the machines, which varies from 18,000 
to 22,000. The intensity of current is a very small fraction of an ampere. 
The high-tension current passes through a rectifier before going to the 
electrostatic machines and is converted into a unidirectional pulsating 
current. The motor-generator set would supply current for additional 
machines. 


ANALYSIS OF Execrrostatic Mitt Heaps AND oF FINISHED PRODUCTS 


ELECTROSTATIC Zinc IRON 
Mitt Heaps CoNCENTRATES CONCENTRATES 
Gold*ouncelt’,. saree as eee ee rn eee 0.07 0.03 0.12 
Silver, OUNCE ee. ei. eno eee 3.00 1.40 4.50 
Copperspercents.5. aaa ome ee 0.65 0.40 0.98 
Lead iper centica eee erence 3.30 1.80 4.90 
Tosoluble,per cents eso ea oe ee 5.60 8.20 2.00 
Aron; PCL CON ty... 35, \ ere ee ee iene eee 23 .00 6.20 35.00 
ZANGMPCTCONGH arcane cots <a eee ea ae 26.00 49.50 8.00 
Sulfur percentane..uwcck Scene eee 37.50 31.00 43.00 


DusT-COLLECTING SYSTEM 


The electrostatic machines, and all other machines in the mill that 
tend to make dust, are connected by pipes to the intake of a 70-in. exhaust 
fan. The dust laden air from the fan passes first into dust chambers and 
then into the baghouse. The material collected in the chambers nearest 
the fan is returned to the dryer and retreated with the original mill 
heads; that which is collected in the remaining chambers and in the bag- 
house is not retreated. Its metal contents are about the same as those of 
the mill heads. The dust loss, including that which passes up the dryer 
stack, amounts to about 6 per cent. of the original electrostatic-mill heads. 
The bags used in the baghouse are 12 in. in diameter and 16 ft. long and 
are made of a medium-weight cotton cloth. 


LIMITATIONS OF THE Hurr MacuInes 


The mineralogical character of the sphalerite in the ores milled varies 
greatly. At times, it is largely ‘black jack”, which contains from 3 to 7 
per cent. iron chemically combined with the zinc. Then the “blackjack”’ 
will almost disappear and the zinc mineral is mostly of a light brown or 
yellow color, almost free from iron. Occasionally the ore contains con- 
siderable pyrite, which has become somewhat oxidized and this oxida- 
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tion affects its electrical conductivity. When the pyrite is unaltered and 
the sphalerite is mostly of the light-colored variety, a clean separation of 
the two minerals can be made without much difficulty. When consid- 
erable “blackjack” zine is present, together with partly oxidized pyrite, 
it is not possible to make a clean separation because, to repel the partly 
oxidized pyrite, a higher voltage is required, or the adjustable electrode 
must be set close to the stream of ore, and either of these adjustments 
will cause the “blackjack”’ zinc to be repelled along with the iron.. When 
much “blackjack” is present and the pyrite is not oxidized, it is possible 
to make a good zine product but the iron product is usually high in zine; 
this, of course, results in a low zinc recovery. 

The —100-mesh size is more difficult to separate into commercial 
products than the three coarser sizes because it contains most of the 
slimes inthe mill feed. About 33 percent. of the —100-mesh size will pass 
a 200-mesh screen and contains considerable impalpable dust. The dust 
builds up on the slides, or toboggans, of the machines and then falls in 
lumps. It also sticks to the movable electrodes and interferes with the 
discharge of particles that are repelled. The 200-mesh material can be 
separated in a fairly satisfactory manner if all of the dust is removed. 

The galena and chalcopyrite in the electrostatic-mill feed are usually 
repelled together with the pyrite if unaltered. Usually about 75 per cent. 
of these minerals go into the iron concentrates and they carry along an 
equal percentage of the gold and silver. 


RECOVERIES IN Wet Mitt AND EvectrRostatic Mini 


The wet mill recovers about 86 per cent. of the lead in the crude ore 
and an additional 5 per cent. is recovered in the electrostatic-mill iron 
product. The silver and gold recoveries in the two mills average about 
87 per cent. The zinc recovered in the electrostatic mill is about 33 per 
cent. of the total zinc in the crude ore. About 40 per cent. of the zine 
in the crude ore goes into the lead-iron concentrates from the wet mill and 
the iron concentrates from the electrostatic mill; the remainder is lost 
in the tailings. 


FLotTaTion MILu 


About a year ago, the company decided to build a pilot flotation 
mill to prove out laboratory tests, which had indicated that a considerably 
greater percentage of the zinc could be recovered by flotation methods 
than was possible by gravity concentration combined with electrostatic 
treatment. ‘The laboratory tests also indicated that lead-zinc ores could 
be handled, which were not amenable to gravity concentration or to 
electrostatic separation on account of the intimate association of 


the minerals. 


7 
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A small mill, adjacent to the main concentrator, which was formerly 
used for concentrating custom ores, was remodeled into a 20-ton flotation 
unit and the capacity of this unit was later increased to 50 tons per day. 
Various ores have been handled in this mill and the results obtained have 
generally confirmed the laboratory test results. 

In this mill, the crude ore is crushed dry to 14 in. by a Blake crusher 
and a set of 30 by 12-in. rolls and sent to the fine-ore bin, which has a 
capacity of about 125 tons. From this bin, the ore is fed by a plunger 
feeder into the boot of a bucket elevator which discharges into a 5 by 3-ft. 
trommel fitted with 4-mesh steel-wire screens. - Water is added in the 
boot of the elevator. The oversize from the trommel goes to a set of 30 
by 12-in. rolls and then back to the elevator. The trommel undersize 
goes to a 6 ft. by 16-in. Hardinge ball mill, which is operated in closed 
circuit with a 36-in. Akins classifier. The classifier overflow is the feed 
to the flotation machines and contains about 20 per cent. solids of which 
about 65 per cent. will pass a 200-mesh screen and 100 per cent. will 
pass a 65-mesh screen. Some ores require finer crushing to liberate all 
of the minerals. 

The ball charge used in the Hardinge mill is made up of 214, 2, and 
114-in. cast-iron balls and weighs about 7500 lb. The 2!4-in. balls are 
fed into the mill daily, to keep the charge constant in weight. The ball 
consumption averages about 1.7 lb. per ton of ore ground. The ball-mill 
lining is “ Titanite,”’ which has a life of approximately 8 months. 

‘The following oils and reagents are added at the ball-mill: sodium 
sulfite, Barrett No. 4 or similar oil and steam-distilled pine oil. On 
some ores, sodium sulfide and sodium silicate are also used. 

The Akins classifier overflow is pumped by a 2-in. Wilfley sand pump 
to a small surge tank of about 250 gal. capacity. From this surge tank, 
the pulp is sent to the head cell of the flotation circuit. The flotation 
machines used are Minerals Separation standard type, Minerals Separa- 
tion subaeration type, and one 6-ft. Fagergren. The lead is floated 
first in an eight-cell, 18-in. M.S. subaeration machine. A lead middling 
is cut off on the last two to four cells of the lead circuit and returned to the 
head cell. The lead tailings go to the zine circuit, which consists of one 
six-cell, 18-in. M.S. standard machine and one eight-cell 18-in. M.S. 
subaeration machine. The zinc concentrates are taken off at the stand- 
ard cells and the subaeration cells are used for making zine middlings, 
which are returned to the head of the zine circuit. Cone tanks are used 
for thickening and conditioning in the zinc circuit and these are placed 
between the standard cells and the subaeration cells. The zinc tailings 
go to the Pagergren machine, which makes iron concentrates and tailings. 
The Fagergren tailings go to a six-cell, 12-in. M.S. subaeration machine, 
which also makes iron concentrates and tailings. These tailings are sent 
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to a Wilfley table, which is used merely as a pilot table. None of the 
concentrates are cleaned. 

The reagents and oils used in the lead circuit are as follows: Steam- 
distilled pine oil, Barrett No. 4 or similar oil and potassium xanthate. 
On some ores, soda ash is used in the lead circuit. The following are 
used in the zine circuit: pine oil, Barrett No. 4 or similar oil, hardwood 
creosote, potassium xanthate and copper sulfate. In the iron circuit, 
sodium sulfide is added; and on some ores, a small amount of pine oil 
and Barrett No. 4. 

The flotation products are thickened and filtered in accordance with 
standard practice. One three-disk 6-ft. American filter is used for 
filtering all three products. Water-tight partitions are placed in the 
filter tank and each disk handles a separate product. 

The ores handled in the flotation mill have varied widely in minera- 
logical and physical character and in their metal contents. These varia- 
tions have, of course, caused corresponding variations in the grade of the 
products and in the metal recoveries. All metal recoveries have been 
satisfactory, except in the case of ores that contained large percentages 
of oxidized mineral. 
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Effect of Cyanogen Compounds on Floatability of Pure 
Sulfide Minerals.—I* 


By E. L. Tucker} anp R. E. Heap,{ Sart Laxe Ciry, Uran 


(Salt Lake City Meeting, September, 1925) 


In THe metallurgy of precious metals, it has been standard practice 
for years to use cyanogen compounds, so it was but natural that 
early investigators in the field of flotation should consider these com- 
pounds as possible flotation reagents. In Australian Patent 9508, of 
1913, alkali cyanides were described as suitable reagents for the separation 
of heavy sulfide minerals, the reagents being employed either in an alka- 
line or neutral circuit. In U. 8. Patent 1236501, of 1917, to John 
M. Tibbet, the use of cyanide in conjunction with soda ash or lime is 
described. One of the claims of this patent reads, ‘““An improvement 
in the cyanide process for the treatment of ores comprising, mixing the 
ore with cyanide solution and oil and alkali: emulsifying the oil in the 
presence of the ore, the alkali and the cyanide solution, floating a portion 
of the values in the pulp by producing gas bubbles in the mixture and 
removing the values floated.”’ More recently, Sheridan and Griswold, in 
U. S. Patents 1421585 and 1427235, describe a somewhat similar 
process and have successfully introduced it in the mill of the Timber 
Butte Milling Co. U.S. Patent 1429544, of 1922, to Stevens, describes 
the use of double cyanides of copper, zinc, and lead. 

The success of cyanide as a reagent in the differential flotation of 
lead and zine sulfides in highly complex ores is proof that these patents 
have a solid foundation. Although the technique of their application to 
particular ores has been worked out in many cases, no one, so 
far as is known, has attempted to describe the nature of the action of 
the cyanide or to determine the ideal conditions for its application. It 
was the purpose of the present investigation to gather information on 
these points. Naturally this would have been an exceedingly ambitious 
program had the attempt been made to study the effect of cyanide 


* Investigation Conducted Under Codperative Agreement Between the Bureau of 
Mines and the American Cyanamid Co. at the Intermountain Experiment Station. 
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t Technical Department, American Cyanamid Co: 

t Microscopist, Bureau of Mines. 


E. L. TUCKER AND R. E. HEAD 355 


reagents on all the ores that have been found amenable to the cyanide- 
flotation treatment. For this reason, the study was limited to the 
effect of the reagents on pure Sainerals ; consequently the title of this 
paper adequately describes the more modest scope of the work. 
Although much of the practical value is sacrificed by using only 
pure minerals, this procedure eliminates marfiy variables that would be 
difficult to control, and has made it possible to observe phe- 
nomena that appear of value in the study of differential flotation. 
While this paper covers but one phase of the subject, the authors realize 
that many interesting side lines might be followed and establish additional 
facts of practical and scientific value. 


Minerats Usrep 


The galena and sphalerite used were carefully picked from jig con- 
centrates from Missouri; the pyrite, a massive variety, was secured from 
the Ward Mineral Co. Each mineral was crushed in stages through rolls 
to secure a uniform product, all of which passed a 200-mesh screen. In 
some instances, 1t was necessary to crush either on the backing board or 
in a disk pulverizer to secure the desired fineness. All tramp iron was 
removed by a large magnet, to insure that the final sample was as nearly 
pure mineral as could be obtained. The following analyses show the 
general grade of the finished product: 


Fr Ps Zn CaO McO Ss Insou. 

PER PER PER PER PER Prr PER 
Cent. CENT. CENT. Cent. CENT. Crnt. Crnt. 

jENADURD Sak sph oii eee eee AB Teh, ae. As wn = gee A 02925 0°30 47.44" 7.61 
(Giilbyiiiig, So 8 eh eee eee WO VOPR (OIES  nan' ee eee 1.86 
Sphaleriteesseee ces Sore One OL4GanO3bO00 wees © esses) boys cats 3.16 


EXPERIMENTAL PROCEDURE 


A small 50-gm., mechanically agitated flotation machine’ designed by 
L. K. Jacobsen and J. F. Gates, of the Metallurgical Research Depart- 
ment of the University of Utah, in coéperation with the Bureau of 
Mines, was used throughout the tests. Though small, this machine 
compared favorably with the larger type of machine and gave very con- 
sistent results. The data presented were checked by duplicate, and in 
some cases triplicate, runs and the maximum error was under 5 per cent. 
By using this type of machine one is able to make a large number of tests 
without depending on assays, as a drying and weighing of the concen- 
trates gives the relative recovery of mineral under set conditions. The 
oils used were dropped from a pinpoint, and the weight of the drops was 
carefully determined beforehand. Blank runs were made on each min- 


eral, pe distilled water alone. 


Eas: & Min. Jnl.-Pr. (1925) Od 


356 EFFECT OF CYANOGEN ON FLOATABILITY OF SULFIDE MINERALS 


To wet the mineral thoroughly each 50-gm. charge was agitated in a 
small jar at 1 to 1 dilution for a few minutes before proceeding with the 
flotation. Whenever addition reagents were used, they were added dry 
to the jar and were agitated with the pulp so as to insure thorough mixing. 


Effect of Soda Ash and Lime Alkalinity on Floatability of Pure Minerals 


Cyanogen compounds may be used only in neutral or alkaline circuits, 
and as it is difficult, if not impossible, to maintain exact neutrality in 
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such circuits, the alkaline circuit must be maintained in practice, In 
the ordinary cyanidation treatment of precious metals, alkalinity is main- 
tained by the use of lime; consequently, at first, it may seem surprising 
that flotation practice has adopted the much more expensive sodium- 
carbonate circuit. That this choice rests on solid foundation is shown 
by Figs. | and 2; the floatability of the galena is greatly lessened by lime 
and slightly increased by soda ash. This effect is due to the calcium ion 
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as was shown by further experiments which need not be detailed here. 
Soluble calcium salts, the chloride for example, are equally effective in 
retarding the flotation of galena. The function of the sodium carbonate 
in the cyanide flotation is, therefore, to free the circuit water from soluble 
calcium salts and to neutralize acidic constituents of the ore. In addi- 
tion, sodium carbonate has been found, by ofher workers, to be a some- 
what effective reagent for the differential flotation of lead from copper 
and zine even when used alone. 


Effect of Sodium Cyanide in Presence of Sodium Carbonate and Lime 


Fig. 3 shows the effect of sodium cyanide on the behavior of galena, 
sphalerite, and pyrite in solutions made alkaline with lime and sodium 
carbonate. Sodium cyanide alone has little effect on the pure minerals ; 
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Fig. 3.—EFFECT OF CYANIDE ON FLOTATION OF SULFIDE MINERALS. 


probably in those cases where sodium cyanide alone is found effective in 
practice, it is because of the combined action of the cyanide and some 
soluble constituent of the ore. 
Further discussion of this action of cyanide will be taken up later. 
The more usual method of application of the cyanide is in combination 
with a cheap heavy metal salt, such as zine sulfate, as is shown below. 


Effect of Zine Cyanide Mixture in Presence of Sodium Carbonate and Lime 


Fig. 4 shows the advantage to be gained by using a combination of 
zine sulfate and sodium cyanide; this gives ideal conditions for the separa- 
tion of galena from sphalerite and pyrite. The proportioning of the 
reagents used is somewhat arbitrary, the relation being such that no free 
cyanide exists and one half or more of the cyanide is precipitated as the 
insoluble zine cyanide. The question may be raised whether this depres- 
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sion is caused by the precipitated zinc cyanide or by the soluble double 
cyanide. With sphalerite, whose normal rate of flotation is 62 per cent. 
in distilled water, the addition of 2 lb. of sodium cyanide and 1 Ib. of zine 
sulfate gave a recovery of 63 per cent., and with 4 lb. of cyanide and 2 lb. 
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of zine sulfate a decrease to 49 per cent. In the presence of zine ferro- 
cyanide, made by adding 1 lb. of sodium ferrocyanide and 2 lb. of zine 
sulfate, the recovery is only 56 per cent. No attempt will be made at 
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this time to go further into the subject of properly proportioning the 
cyanide and zine sulfate, the evidence being sufficiently clear that the 
zinc sulfate and cyanide should be substantially in the proportion indi- 
cated for the formation of the compounds Zn(CN)s. 
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The depressing action of the zine-cyanide mixture is not caused 
entirely by the zine sulfate, as may be seen by comparing the action of 
zine sulfate alone in Figs. 5 and 6. 
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Effect of Zinc Sulfate in Presence of Sodium Carbonate and Lime 


Figs. 5 and 6 show the action of zine sulfate on galena, sphalerite, 
and pyrite when used alone and when used in the presence of lime and 
sodium carbonate. From this series of experiments, it appears that 
although zine sulfate alone is a depressant for sphalerite, the effect is 
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greatly accentuated by the addition of the cyanide. Further advantage 
is gained by the use of the cyanide in that the depression of the galena 
produced by the zinc sulfate alone is not observed when cyanide is 
present. Obviously, then, the zinc sulfate and sodium cyanide com- 
bination is ideal for the peumercial separation of galena from sphalerite 


and pyrite. 
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Time of Contact 


Fig. 7 shows the effect of time on the relative floatability of the 
three minerals. Increasing the time element appears to increase the 
depressing action on the sphalerite. The usual method of adding the 
mixture of zine sulfate and cyanide at the ball mill ordinarily allows for a 
sufficient time of contact. 


100 

80 

60 

40 = Time of Contact —— 

20 BF ks before flotation | 
= 0 Ol Used 0.92L6. 2 Barrett _| 
eee No.4 Yarrmoor, | | |_| 
S 80 i I | 
& 6 | | | 

40 fas oes ee Se 
8 20 Sphalerite 
S 0 
o 00 

80 

60 

40 

20 

0 
DistilledH,0  0.50LbNaCN 1.00 Lb NaCN 2.00LbNaCN 


+1.00Lb.2nS04, +2.00Lb.ZnS0q, +4.00Lb.ZnS0,, 
Fic. 8.—EFrrectT OF CONCENTRATION OF ZINC SULFATE AND CYANIDE. 


Per Cent Recovery 


0 
Sphalerite Pyrite 


@® Distilled Water 
OQ »  » +2001bCUSO, 
@ 2.00Lb ZnSQ,+1.00Lb NacN + 2.00Lb CuSO, 
® ” » » » FL00Lb (ao ” 
i) » » ” »+200Lb. » » 
1G) » ” » »+3.00Lb, » me 
© ” " ” ” +/00Lb.NazC0; » 
(@) ” » " n+2.00L6, » » 
» n ny ” +3.00 rf b. ” » 
ia. 9.—Errect OF COPPER SU LEATE ON FLOTATION OF SPHALERITE AND PYRITE. 


Effect of Concentration of Zine Sulfate and Cyanide Mixture 


Fig. 8 shows the effect of zine sulfate and cyanide over the range of 
concentration covered. The flotation of the galena and sphalerite 


was about the same at all concentrations. Increasing the concentration 
still further inhibited the flotation of the pyrite. 
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Effect of Copper Sulfate on Sphalerite and Pyrite Sickened by Zine Cyanide 


The use of copper sulfate for promoting the flotation of sphalerite has 
been standard practice for years. The following series of experiments 
were run to show that the sphalerite, deadened by the cyanide mixture, 
could be reactivated by the use of copper sulfate. Larger amounts 
of oil will be necessary to raise the deadened sphalerite to its normal 
rate of flotation. 
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Figs. 9 and 10 show the effect of adding the copper sulfate to the 
previously sickened sphalerite and pyrite; the zinc is reactivated, but the 
pyrite is not, thus allowing a clean separation of the sphalerite and pyrite 
to be made. 

Table 1 shows the results of all the investigations that have been 


described. 
Effect of Each Reagent and Combination 


Our conclusions concerning the effect of each reagent and each 
combination of reagents upon the several minerals included in this study 
are as follows, 1 lb. of cyanide and 2 lb. of zine sulfate with varying 
amounts of soda ash or lime being used in each case, unless otherwise 
specified: 


x 


Galena 
1. Under the conditions of the experiment, the floatability of galena 


in distilled water alone is 92.0 per cent. 

2. Effect of Lime.—Floatability is decreased to 76 per cent. by 1 lb. of 
lime, and to 6 and 8 per cent. by 2 and 3 lb. respectively. 

3. Effect of Soda Ash.—Floatability of galena appears to be unchanged 


by amounts of soda ash up to 3 lb. per ton. 
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Tapie 1.—Data Obtained from the Experiments 
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4. Effect of Cyanide Alone.—Floatability is increased to 96.0 per cent. 
with 1 pound. 

Effect of Cyanide and Soda Ash.—Same as for cyanide. 

Effect of Cyanide and Lime.—With 1 Ib. of lime, same as for distilled 
water; rapid decrease of floatability with more lime, that is, to 43 per cent. 
with 2 lb. and to 32 percent. with3lb. ° * 

5. Effect of Zine Sulfate —Floatability of gale} is slightly decreased 
by 2 1b. per ton of ore. 

Effect of Zinc Sulfate and Soda BE _Wwith 2 lb. of zine sulfate the 
flotation of galena is decreased to 77 per cent. with 1 lb. of soda ash, 
and to 75 per cent. with 2 lb. and to 73 per cent. with 3 lb. 

Effect of Zine Sulfate and Lime.—Rapid decrease, 30-7—5 per cent. 
with 1, 2, and 3 lb. of lime. 

6. Effect of Cyanide and Zinc Sulfate Alone—Same as that of distilled 
water. 

Effect of Cyanide and Zine Sulfate and Soda Ash.—Possible slight 
increase up to 3 lb. of soda ash. 

Effect of Cyanide and Zine Sulfate and Lime.—There is little effect 
with 1 Ib. of lime; but rapid decrease with 2 and 3 lb. 

7. Effect of High Zine Cyanide Concentrations—Increasing the con- 
centration gives a slight depression. 

8. Effect of Time of Contact—Moderate depression with long periods 
of contact. 


Sphalerite 


1. The floatability of the sphalerite used varied from 62 to 87 per 
cent. depending on the amount of fine slimes in the minus 200-mesh 
product. 

2. Effect of Lime.—The effect of lime is, in general, to decrease the 
floatability at high concentrations; 1 lb. addition gave an acceleration 
from 62-74 per cent., but 2 and 3 lb. decreased it to 56 and 36 per 
cent., respectively. 

3. Effect of Soda Ash.—None. 

4, Effect of Cyanide Alone—Very slight decrease to 82 per cent. using 
distilled water floatability as 87 per cent. 

Effect of Cyanide and Soda.—No change. 

Effect of Cyanide and Lime.—Same as for cyanide alone; lime did not 
decrease the floatability in the presence of cyanide. 

5. Effect of Zine Sulfate—Decreases the floatability from 62 to 20 
per cent. 

Effect of Zinc Sulfate and Soda Ash.—Decrease to 23 per cent, with 
1 Ib. addition, and 24 and 26 per cent. with 2 and 3 Ib. respectively. 

Effect of Zinc Sulfate and Lime. —Gradual decrease with increasing 
concentration from 62 per cent. to 21-19 and 16 per cent. 
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6. Effect of Cyanide and Zine Sulfate Alone.—Reduction in the rate 
of floatability from 62 to 5 per cent. 

E'ffect of Cyanide and Zinc Sulfate and Soda Ash.—Decreases from 62 
to 7-5-2 per cent. with increased soda ash concentration. 

Effect of Cyanide and Zine Sulfate and Lime.—Decrease to about 4 
per cent. produced at all concentrations of lime. ) 

7. Effect of High Zine Cyanide Concentration.—No change in rate of 
floatability over that of lower concentrations. 

8. Effect of Time of Contact.—Increasing depression on long contact 
with zine-cyanide mixtures. 


Pyrite 


1. The floatability of pyrite in distilled water averaged 32 per cent. 

2. Effect of Lime——Lime alone gives a rapid decrease in the rate of 
floatability with increased concentration, the rates being 30-18—7 per 
cent. with 1, 2, and 3 lb. respectively. 

3. Effect of Soda Ash.—Soda ash gives an increasing rate of floatability 
28-48-55 per cent., with 1, 2, and 3 lb. of soda ash. 

4. Effect of Cyanide Alone-—The rate of floatability decreases to 
21 per cent. with 1 lb. of cyanide. 

Effect of Cyanide and Soda Ash.—Rate of floatability changed from 


" 32 per cent. to 34-21-12 per cent. with 1, 2, and 3 lb. respectively, of 


soda ash. 

Effect of Cyanide and Lime.—Decrease to 8-15-18 per cent. with 1, 2, 
and 3 Ib. of lime. 

5. Effect of Zine Sulfate Alone.—F lotation is increased to 45 per cent. 
with 2 lb. of zine sulfate. 

Effect of Zinc Sulfate and Soda Ash.—F lotation is increased over that 
in distilled water but decreased with increased concentration—49—39-38 
per cent. with 1, 2, and 3 lb. respectively of soda ash. 

Effect of Zine Sulfate and Lime.—Decreases with increased lime con- 
centration (33-19-13 per cent.), but not as low as with lime alone. 

6. Hffect of Cyanide and Zine Sulfate Alone—Gives a slight decrease 
in the rate of floatability. 

Effect of Cyanide and Zine Sulfate and Soda Ash.—Decreased float- 
ability with inereased concentration of soda ash—34—-31-12 per cent. 
respectively. 

Effect of Cyanide and Zine Sulfate and Lime.—Rapid decrease to 25-— 
15-8 per cent. with 1, 2, and 3 lb. of lime. 

7. Effect of High Zinc-cyanide Concentration—Rapid decrease with 
increasing concentration. 

8. Effect of Time of Contact.—No change. 

Having thus confirmed the beneficial effect of the zinc-cyanide com- 
bination in the separation of galena, sphalerite, and pyrite, it is of 
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interest to interpret its action as shown by microscopic study of the 
mineral surfaces themselves. 


Microscopic INVESTIGATIONS 


After preliminary investigation, it was found that the zinc-cyanide 
mixture appeared to have changed the surfaces of the pure minerals in 
some manner that apparently had a marked effect on their floatability. 
As the surface effects on the three minerals were unlike, it seemed prob- 
able that selective filming might account for the change in the rate 
of floatability. The following method of procedure was adopted in study- 
ing this filming action, the metallurgical microscope being used for the 
examination and photographing of the mineral surfaces. 

A piece of freshly broken sulfide mineral, about 54g in. long, that 
showed a clean, plane face was used for each test. One-half of the surface 


Fig. 11.—IMMERSION LINE OF GALENA. 


of the mineral to be examined was coated with melted paraffin to prevent 
solution contact. The mineral particle was tied to the impeller shaft of 
a small M-S type machine and agitated in a solution containing 
zinc-cyanide mixture for 20 min. The mineral was taken from the 
machine, washed thoroughly with distilled water, and the paraffin 
removed. The dividing line between the surface in contact with the solu- 
tion and that covered with paraffin could then be easily seen and exam- 
ined microscopically. Figs. 11, 12, and 13 show the mineral particles 
after removal from the machine; the dividing line is visible on close 
examination; Figs. 14, 15, and 16 are photomicrographs of a section of 
the dividing line. In each case blank tests were Tun using distilled 
water alone, but in no instance did the mineral particles show any 
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indication of aurraee change or oxidation under the conditions described. 
It appears that the galena particle was the least affected by this treatment, 
the sphalerite next, and the pyrite most. 


Fic. 12.—IMMERSION LINE OF SPHALERITE. 


In Fig. 13, which shows the pyrite grain, the surface effect is apparent 
to the unaided eye; there is a sharp well-defined line of demarkation 
between the portion of the grain exposed to the solution and that which 


Fic. 13.—IMMERSION LINE OF PYRITE. 


had been protected by the paraffin film. This surface effect is exceedingly 
clear in Fig.16. The portion that had been exposed to the solution is non- 
reflective of light, while that which was paraffined possesses the full reflec- 
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tive characteristics of a perfectly polished surface. At a magnification 
of 145 diameters, the effect appears due to the quite uniform deposition 
of salts over the exposed area; also, there was an impression that the 
surface had been attacked; this latter condition was corroborated by the 
amount of cyanide consumed. To investigate further the etching or 
surface alteration, the area in question was vigorously rubbed with a 
piece of soft lens paper, which removed the absorbed salts. The area 


Fic. 14.—PHOTOMICROGRAPH OF IMMERSION LINE OF GALENA. 


was examined under the same conditions of light and magnification as 
before. At this magnification (X145), the area that had been filmed and 
apparently etched showed nothing distinctive in the way of decreased 
luster when compared with the untreated portion of the pyrite, but it was 
evident that a very slight or incipient development of minute pits had 
resulted. At a higher magnification (X235) this difference between the 
two surfaces can be more clearly seen, but the evidences of surface dis- 
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solution are faint; most of the effect is due to a surface film or deposit 
of adsorbed salts. 

In sphalerite (Figs. 12 and 15), the eye can detect a difference between 
the exposed and unexposed portions of the particle. The distribution of 
adsorbed salts, as shown in the right-hand area of Fig. 15, is not nearly so 
uniform as in the case of the pyrite. Portions of the exposed surface show 
no deposited salts, and the adsorption may, in a general way, be described 


val I > \ IPAM 
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as distinctly scattered or to consist of aggregates that might be expected 
to build up or spread out and cover the entire surface with a longer period 
of contact. In speaking of the distribution of the salts Hepoted being 
scattered, it is pointed out that this observation is made from 5 stand: 
point of microscopic distances, which can be better appreciated by 


bearing in mind that the actual diameter of the area shown in Fig. 15 is 
slightly more than 0.60 mm, 
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The effect of the zinc-cyanide mixture on the galena was not as appar- 
ent on the sphalerite and pyrite. In so far as could be determined by 
the unaided eye, there was no material change in the appearance of the 
surface. Fig. 14 shows a section of the dividing line under the same con- 
ditions as that of the sphalerite and pyrite, and the adsorption may be 
considered negligible. This specimen was éxamined at 750 diameters 
magnification and no material change could be noticed. 


Fic. 16.—PHOTOMICROGRAPH OF IMMERSION LINE OF PYRITE. 


The facts noted in this report regarding observations made under the 
microscope should be considered as results of a preliminary investigation, 
as much additional experimentation will be necessary to confirm some of 
the conclusions. Under the conditions described, however, the evidence 
indicates that the three sulfides (galena, sphalerite, and pyrite) are 
effected to a gradational extent that is clearly visible under the micro- 
scope, and which would seemingly account for the different rates of 
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floatability obtained by the use of cyanogen compounds with other 
reagents in a flotation circuit. ' 

Microscopic examination has established the fact that certain reagents 
used in the flotation cell result in the alteration of the mineral surfaces 
as shown by Figs. 14, 15, and 16. That these artificial alterations materi- 
ally change the normal floatability constants of the minerals, as established 
under standard conditions, is shown by the tabulations of the experi- 
mental work. 

The results obtained in the present investigation suggest that the 
selective production of films on minerals is an important factor for con- 
sideration in the development of controlled differential flotation of all sul- 
fide minerals, and appears worthy of further research and experimentation. 

Briefly summarized, the experimental work indicates that the prac- 
tice of using cyanide in combination with zinc sulfate rests upon solid 
foundation. This combination gives the most effective depression of 
sphalerite and pyrite without appreciably inhibiting the flotation of 
galena, thus allowing a clean separation of the three minerals to be made. 
It is believed that further research along the lines of selective filming, 
which is now in progress, will result in data of much value in connection 
with the elimination of pyrite from concentrates composed of copper- 
sulfide minerals in addition to those of lead and zine. 


DISCUSSION 


B. Stevens, Temascaltepec, Mexico (written discussion ).—Reference 
is made to the writer’s patent as though it were subsequent to those of 
Sheridan and Griswold. The dates of application are respectively 
as follows: 


March 8,1920, serial No. 364033, patent No. 1429544 
Jan. 13, 1921, serial No. 437030, patent No. 1421585 
Jan. 10, 1922, serial No. 528277, patent No. 1427235 


The work done by the authors is of the kind that is needed but the 
observation that cyanide alone does not affect flotation needs further 
investigation for it is contrary to general experience, and pure solutions 
are uncommon. 

In 1917, experiments conducted by Geo. B. Hinton on the ores of the 
Rincon Mine, Mexico, showed that a satisfactory flotation of the silver 
minerals (mainly pyrargyrite) could be made in water, while there was 
practically no flotation in cyanide solution. The writer thought it 
probable that inhibition was due to the dissolving action of the cyanide, 
which directly or indirectly prevented an oil film from being formed on 
the surface of the mineral. Working on this theory, in 1918, the writer 
used sodium-cyanide solution for the differential flotation of chalcopyrite 
and molybdenite at the Nogales, Ariz., mill of the Lower California 
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Metals Co. The mill, which was of 100 tons daily capacity, worked 
successfully on this process until the price of molybdenum rendered it 
anprofitable. A cyanide solution of about 0.1 per cent. was used and 
the chalcopyrite was afterwards floated by adding sulfuric acid. 

Experiments with cyanide were then (1918) made with other ores, 
notably the galena-blende-chalcopyrite ores of the Duquesne and Wash- 
ington Camp mines of Arizona; it was possible to separate the galena 
from the other minerals but not the chalcopyrite from the blende. Later 
the writer used metallic cyanide salts, because, in the cyanide process, 
such salts are known to have an action on some and not on other metals. 
This idea, being supported by experimental work, resulted in the writer’s 
patent application of March 8, 1920, which was sought as a basic 
protection for the use of metallic cyanides and similar substances. 

The use of the electrochemical series in this connection is obvious, 
but the series for metallic sulfides is different from the better known one 
given in the textbooks which are only applicable to the elemental metals. 
The series for the simple sulfides of the metals is given by R. C. Wells. 
Inhibition of flotation may be caused directly by chemical activity 
between the surface and the solution or by the precipitation, on the surface, 
of some insoluble substance resulting from the chemical action. It 
might be theoretically interesting to know which of these produces inhi- 
bition in the present case but this knowledge is of no practical importance, 
because a precipitate from a solution on a surface is always due to the 
chemical action of the solution on that surface, and most of the simple 
metallic cyanides are insoluble. 

It is known that many minerals can be floated in metallurgical cyanide 
solution, e.g. tetrahedrite and the allied silver-bearing ores; flotation 
of this kind is being practiced at the cyanide mill of the Premier mine in 
Northern British Columbia. These minerals are almost insoluble in 
cyanide solution and their floatability indicates that inhibition of the 
kind investigated is due to the cyanide in the solutions rather than to 


the lime. 


2 The renee Precipitation of Some i area Compounds at Moderate 
Temperatures. U.S. Geol. Surv. Bull. No. 609. 
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Effect of Cyanogen Compounds on the Floatability of Pure 
Sulfide Minerals.—L1* 


By E. L. Tucker}, J. F. Garest anp R. BE. Heapt 


Previous investigations of E. L. Tucker and R. E. Head! related 
in particular to the effect of cyanogen compounds on galena, sphalerite, 
and pyrite, and their behavior in the presence of such compounds. The 
present contribution deals with the floatability of the copper minerals 
and of pyrite. 

All experiments were performed on minus 200-mesh material, the 
method of preparation being the same as that described in the previous 
article. Flotation tests were made in a small mechanically agitated 
machine of 50-gm. capacity designed in this laboratory by Gates and 
Jacobsen.2 General Naval Stores pine oil No. 5 and potassium xanthate 
were used in constant amount in all of the experiments; these agents 
were selected because of their present wide use in the flotation of copper 
minerals. Lime additions were varied to secure four final hydrogen ion 
concentrations, namely, neutral, 0.0005 per cent. CaO, 0.003 per cent. 
CaO, and 0.02 per cent. CaO. The variation in lime addition was 
introduced to include the range of alkalinities employed in actual 
flotation practice. 

The minerals employed were the purest obtainable. Their analyses 
are shown in the following tabulation: 


TasBLE 1.—Analyses of Minerals Employed in Experiments 


MINERAL Cu Fr CaO s MeO InsoL. 
C@halcoclicme sem: amen erm UO 0.49 0.29 PATA) 0.08 0.28 
Chalcopyriticanm enero DO) 29.20 0.23 34.10 0.07 1.42 
ISAM as oA HA eso han TOLLED 9.30 0..12 2010 0.10 1.95 
LEM GYRO, 5 cehane eae ree rian « hic aoe 36.90 i ie 49.70 oe iL el 


* Investigation conducted under cooperative agreement between the Bureau of 
Mines and the American Cyanamid Co. at the Intermountain Experiment Station 
University of Utah, Salt Lake City, Utah. Published by permission of the Dircevan 
Bureau of Mines, and the American Cyanamid Co. 

+ Technical Department, American Cyanamid Co. 

t Microscopist, Bureau of Mines. 

1See page 354. 

* Development and Operation of a 50-gm, Flotation Machine, Eng. & M in. J nl.-Pr., 


vol. 119, 19, 771; also Some Flotation Fundamentals and Their Practical Application 
Bull. 16, Uniy, of Utah, p. 40. ‘ 
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The chaleocite is thus quite pure, containing 77.0 per cent. copper 
compared with the 79.9 per cent. which is theoretical for Cu.S. The 
chalcopyrite is also representative with 34.5 and 29.2 per cent. for the 
copper and the iron compared with 34.6 and 30.9 per cent., the theoretical 
for CuFeS:. The pyrite contains approximately the theoretical content 
of iron for FeSs. é 

It is extremely difficult to secure bornite in the pure state. Taking 
the analyses given in the table above and assuming for bornite the for- 
mula Cu 3Fe $3 it was found that the mineral used in the experiments 
was approximately 60 per cent. bornite and 40 per cent. chalcocite. 
This was the best grade of bornite that could be supplied by any of the 
firms dealing in natural mineral collections and any results obtained with 
it are probably comparable to those obtainable on a mill ‘feed 
containing bornite. 

The data of the experimental work are shown in tabulated form in 
Table 2 and again graphically in Fig. 1 (page 376). 


TaBLeE 2.—Summary of Experimental Data 


Sodium Per Cent. of Mineral Recovered 
| agers, | 
| per Ton) pans Chalea” Bornite Pyrite 
Final Solution 
INIGUUA EH 5 dees Be oe eens Ome Wones 92-054) 9250) 301.7 70.0 
0.5 Sonia Das 95.2 20 
Hag 85.4 87.3 90.5 19.0 
Final Solution | 
OlOOUstperzcen ts CaOmeee i eee Note men 04. 30 9980 92.2 36.0 
| 0.5 | nels aS creer: 95.0 | 14.0 
1.0 88.1 79.8 90.5 320 
Final Solution | | 
0.003 per cent: CaO...-.....) None | 93.3 | 60.3 | 96.0 03) 19) 
0.5 | eyes Set) |) SO) Int 
1.0 | 90.0 96.8 | 94.5 Hath @ 
Final Solution 
(02 percent. CaO ae acess, WeeNone. 9. 191,6. | -f5.2 93.8 2.0 
Pes, |} 91.2 DB nO2 4 1.0 
100 = 7) 9 8008 OMG |) 7881! 0 


Reagents: 0.612 lb. G. N. 8. pine oil No. 5; 0.28 lb. potassium xanthate. 


EXPERIMENTAL RESULTS 


The experimental results obtained on the respective minerals may be 


summarized as follows: 
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Pgrite 


The flotation of pyrite can be almost entirely inhibited by proper 
alkalinity control; however, at any given solution alkalinity a 50 per 
cent. reduction in the floatability of pyrite may be effected by the use of 
sodium cyanide in an amount not exceeding 0.50 Ib. per ton of mineral. 
Increasing the cyanide to 1 lb. per ton does not increase the effect. The 
minimum amount of cyanide necessary for positive depression of pyrite 
was not determined. 


Chalcopyrite 


The floatability of chalcopyrite is influenced but little by the degree 
of alkalinity of the solution. Consequently, a commercial separation of 
chalcopyrite from pyrite should be obtainable by establishing the solution 
alkalinity at a point sufficiently high to prevent the flotation of pyrite. 


Chalcocite 


Chaleocite, although slightly less sensitive to solution alkalinity 
than pyrite, is nevertheless depressed by increased alkalinity and a 
commercial separation from pyrite by alkalinity regulation would be 
made with great difficulty, if at all. 

Additions of cyanide as noted under pyrite have little effect on 
the floatability of chalcocite except at alkalinities which would normally 
cause depression of chalcocite. At such alkalinities the flotation of chal- 
cocite is increased by the presence of cyanide. The use of cyanide in the 
commercial separation of chaleocite and pyrite is therefore indicated. 


Bornite 


Bornite behaves similarly to chaleopyrite and could probably be 
separated from pyrite by control of solution alkalinity. It has been 
mentioned that the sample of bornite contained 40 per cent. chalcocite; 
the difficulty of obtaining uniform, uncontaminated bornite suggests 
that no two samples would give exactly the same results; however, 
experiments on specimens obtained from various localities duplicate in a 
general way the results reported here. 

Although it would thus appear possible to separate chalcopyrite from 
pyrite in the absence of chalcocite by alkalinity control alone, it may 
nevertheless prove desirable in practice to employ cyanide to insure a 
more permanent deadening of the pyrite particles. That the deadening 
effect produced by cyanide is more permanent than that produced by 
lime alone is shown by the following experiments: 

Fifty grams of pyrite were agitated for 15 min. in a 0.05 per cent. 
solution of lime; the lime solution was then filtered off and the pyrite 
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floated in distilled water. Fifty-nine per cent. of the mineral floated. 
This is practically the same as the amount recovered when pyrite was 
floated in distilled water without previous treatment with lime. 

In another experiment, made for the purpose of comparing the 
inhibitory action of cyanide and lime with that of lime alone, 0.5 lb. of 
sodium cyanide per ton of mineral was added'to the lime solution. Fifty 
grams of pyrite were agitated in this solution for 15 min.; the solution 
was then removed by filtering and the pyrite subsequently subjected to 
flotation in distilled water as in the previous experiment. Only 30 per 
cent. of the pyrite floated, or approximately but one-half the amount 
recovered in the froth when lime was used alone. 

It is thus evident that the combination of lime and cyanide exerts a 
more permanent effect on the mineral than lime alone. This apparently 
indicates that the effect of the cyanide is largely confined to the mineral 
itself and not to the solution. 

It is well known that sodium cyanide is used in conjunction with 
zine sulfate in the differential separation of lead and zine. Indeed it is in 
many instances impracticable, in lead-zine differential separation, to 
depress zine properly by the use of cyanide alone while the lead con- 
centrate is being removed. The experiments on pure sphalerite reported 
in our previous paper lend confirmation to this belief. In the case of the 
separation of the copper minerals from pyrite, zine sulfate has been 
found unnecessary. Experiments with the combination of zinc sulfate 
and cyanide, which are omitted here, gave irregular results that were in 
no instance better than those secured by use of cyanide alone. 

Finally, the effect of small amounts of acid soluble copper minerals 
on the floatability of the copper sulfides and of pyrite in the presence of 
cyanide was studied. This was done since it was considered possible 
that the soluble copper minerals, known to be cyanicides, might consume 
the cyanide before it had exerted a depressing action upon the pyrite. 
It was found that the effectiveness of cyanide as a depressant for pyrite 
was not altered by the presence of 1 per cent. of malachite or cuprite, 
and it may therefore be assumed that in practice the presence of minor 
amounts of acid soluble copper minerals may be disregarded. 


Microscopic INVESTIGATION 


The surface effect produced on galena, sphalerite, and pyrite by zine 
sulfate and sodium cyanide was described in a recently published paper.® 
The data given in the present article are the results of microscopic study 
of the surface effects produced on pyrite when exposed to contact, with 
sodium cyanide and other reagents in a flotation cell, under conditions 
described in the preceding paragraphs. 

3. L. Tucker: Loc. cit. 
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The method of procedure was the same as that previously employed 
and described as follows: ‘‘A piece of freshly broken sulfide mineral, 
about 5/16-in. long, that showed a clean, plane face was used for each 
test. One-half of the surface of the mineral to be examined was coated 
with melted paraffin to prevent solution contact.” The mineral particle 
was attached to the impeller shaft of a small M-S type machine and 
agitated in a distilled water solution containing sodium cyanide and 
lime, respectively, and also in a solution containing both cyanide 
and lime. After 10 min. agitation the mineral particle was removed from 
the cell, washed with a jet of distilled water, the paraffin carefully re- 
‘moved, and both the protected and unprotected portions of the surface 
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Fia. 1.—GRAPHIC PRESENTATION OF DATA OF THE EXPERIMENTAL WORK. 


eS Nee 
Ee 
—E ee 


un "e 


examined under the metallurgical microscope. As before, blank tests 
were run using distilled water alone, but no evidence of surface oxidation 
was observed. 

The photomicrographs show both surfaces at the dividing line between 
the portion of the particle protected from solution contact and that 
which was exposed. 

Fig. 2 shows that a distinct effect is produced on the surface of pyrite 
when sodium cyanide and lime are introduced into the flotation circuit. 
As shown in the photomicrograph, the effect cannot be described accu- 
rately as a film since the entire surface is not uniformly covered. This 
statement is true in regar ier 

true in regard to both photomicrographs, although each 
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shows the results produced under different conditions. Under the 
microscope the coating is resolved into innumerable individual particles 
distributed over the exposed surface in a fairly uniform manner, : 

It is noticeable that the adsorbed particles vary considerably in size 
especially when both lime and cyanide were used. Comparison of the 
lime-cyanide coating with that produced by wyanide and lime, respect- 
ively, as shown in Figs. 3, 4, suggests that the larger individuals in Fig. 2 


Fria. 2.—UNRETOUCHED PHOTOMICROGRAPH SHOWING THE SURFACE EFFECT PRODUCED 
ON PYRITE BY COMBINED CYANIDE AND LIME. X125. 


may be attributed to the lime, which seemingly builds up, forming agglo- 
merations composed of a number of small particles. In Fig. 4, which 
shows the deposit resulting from the use of lime alone, the particles are 
larger than those resulting from the use of cyanide alone as shown in 
Fig. 3. The deposit resulting from the use of cyanide alone consists of 
particles of considerably smaller average size than those produced by 
combined lime and cyanide or by lime alone. Their distribution is also 


more uniform and they apparently adhere more tenaciously to the surface 
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of the pyrite than is the case with lime alone. In the case of lime and 
cyanide together it may be that the smaller particles of salts due to the 
effect. of cyanide serve as a nucleus around which the lime particles 
build up; this may also account for the more permanent depressing 
effect on the pyrite than when lime alone was used. 


Fic. 3.—UNRETOUCHED PHOTOMICROGRAPH SHOWING THE SURFACE EFFECT PRODUCED 
ON PYRITE BY CYANIDE ALONE. 125. 


Although these photomicrographs were taken through the medium of 
the metallographic microscope, the surface deposits are clearly visible 
under the ordinary binocular microscope. With the aid of this instru- 
ment the absorbed salts are distinctly visible and are commonly white in 
color, although in some instances the pyrite surfaces presented a some- 
what bluish or tarnished appearance similar to that produced by incipient 
surface oxidation. 

The surfaces shown in the photomicrographs are crystal planes and 
were selected for photographic reasons. The microscopic examination, 
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however, was not confined to these portions and the surface effect was 
found to be the same on all surfaces that had been exposed to solution 
contact. The study of the effects resulting from the procedure outlined 
was further extended to include an examination of the pyrite particles 
composing a regular test charge treated in the cell under the same solution 
conditions as obtained when the larger crystal faces were prepared 
for study. 


Fia. 4.—UNRETOUCHED PHOTOMICROGRAPH SHOWING THE SURFACE EFFECT PRODUCED 
ON PYRITE BY LIME ALONE. X125. 


The surface of the small pyrite particles composing the charge showed 
the adhering salts similar to those obtained on the large test pieces, thus 
indicating that the abrasion due to collision of the mineral particles 
during agitation in the cell has no apparent effect on the formation of 
the deposit described. 

Qualitative microchemical tests made on salts removed from the 
surface of the pyrite crystal that had been exposed to contact with the 
lime-cyanide solution gave definite reactions for iron and lime. A similar 
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test made on the salts resulting from contact with cyanide alone gave 
with KSCN the characteristic claret red coloration indicative 
of ferrie iron. 


SUMMARY 


1. The laboratory experimental work has established a table of normal 
relative floatability for chalcopyrite, chalcocite, bornite, and pyrite in 
water under standard conditions. 

2. The use of cyanide and lime separately and in combination with 
each other was investigated and the effects produced on the floatability 
of the several minerals shown graphically. 

3. The evidence based on the experimental data indicates that the 
use of cyanide in conjunction with lime. produces a more depressing 
action on pyrite than lime alone. 

4. Comparison of the surface effects produced by lime, and lime and 
cyanide in conjunction, apparently bears out the results obtained experi- 
mentally, that is, that the lime-cyanide combination is a more active 
retarder of pyrite floatability than lime used independently. 

5. Microscopie examination of pyrite surfaces that have been 
subjected to solution contact shows definite surface effects in the form 
of adsorbed salts. 

6. Marked action of high lime alkalinity in depressing the floatability 
of chaleocite is shown and the necessity for alkalinity control within 
restricted limits is suggested when elimination of pyrite from chalcocite 
ores 1s contemplated. 

7. The surface effect produced on pyrite when exposed to solutions 
in the flotation cell containing lime and cyanide, or either salt alone, is 
not a film but consists of particles either alone or agglomerated, which 
adhere to the surface. 

8. Microchemical tests made on particles removed from the surface 
of treated pyrite show the presence of ferric iron when lime and cyanide 
were used and also when cyanide was used without lime. 

Further investigations of the action of sodium cyanide on pyrite 
and its role in the selective recovery of the copper sulfides from ores 
containing pyrite are being conducted, but from the evidence available 
it would appear that a feasible method for the elimination of pyrite 
during copper concentration is indicated by the work described. 
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Mining and Preparation of Eastern Molding Sands 
¥ 


By R. M Brrp,* Puiapenputa, Pa. 


(New York, Meeting, Febuary, 1926) 


Fw persons outside of the foundry trade have any conception of the 
great variety of sands now regularly specified and furnished, nor of the 
differences in foundry practice frequently resulting from apparently 
minor changes in sands. Conditions in each locality where the sands 
are mined and prepared necessitate special equipment designed to per- 
form the work efficiently. The description that follows of the foundry- 
sand producing operations is typical of the areas in New York and New 
Jersey, and particularly refers to the operations of the George 
F. Pettinos Co. 

A few years ago the so-called Albany sands were dug by simple 
methods and hauled by horsecart to railroad. Depletion of sand near 
railroad sidings and extended use of automotive power have appreciably 
extended the area from which sand is now being dug. It is not unusual 
to haul 5 miles to the railroad. 

As stripping is quite shallow, 6 to 18 in., and the banks of usable 
sand generally run from 12 in. to 4 ft., it is economical to work the bank 
by benches so narrow that the overburden can be thrown by hand shovel 
to the exposed bottoms. In effect the top soil goes back to where it 
was, but on a lower level. Consequently the general surface appear- 
ance of a mined acreage is the same as before. This condition is in fact 
cutomarily required when a farm owner sells his sand in the ground, 
After such replacement, in the course of 3 to 5 years the soil is no less 
fertile than it was before mining. 

The sand itself varies as to grain and bond vertically and also along 
the breast. No mechanical equipment has been developed to compete 
with hand shovels and no machine has as yet been devised that grades 
the sand as required. Uniformity of sand, as shipped, depends first, 
last and all the time on the man on the job. Mixing equipment can 
change the appearance of the sand and mask its lack of uniformity, but 
it will never correct wrongly graded sand, dug from the bank. Modern 
methods of testing are helpful in setting up standards against which the 
man in the bank can compare his sands, but a good bank foreman is the 
only assurance that the sand, as dug, matches the required sample. 


* George F’. Pettinos Co. 
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Thus Albany sands of variable quality are hand dug from shallow 
banks and delivered direct to wagons or trucks from which they are in 
turn shoveled direct into the railroad car, or piled. Their ‘‘preparation”’ 
is only the handling they receive from the bank to the foundry floor. 

These sands are, normally, easy to dig as they are relatively free from 
stones. But when the winter frost of that very cold district gets into the 
bank, digging is difficult and selection practically impossible. Further- 
more, frozen sands whether or not thawed out before unloading from a 
box car are not pleasing to the eyes of the foundry superintendent. In 
April, May and June when the frost is finally all out of the ground, 
operations are bad. The wet sand is difficult to select and the muddy 
fields and roads slow up and increase the difficulties of transportation. 
Digging of the bank from the time frost hits it until dried out after the 
thaw is to be avoided as far as practicable. 

In anticipation of the emergency foundry requirements during that 
period it is good practice to dig and pile sand by grades during the season 
of good weather. For operating convenience some producers pile 
extensively, which allows more latitude to their operating men. 

Lumberton sands, of the Mt. Holly, N. J., district, present the same 
handling problems as do the Albany sands. The stripping runs from 12 
in. to 314 ft., and the sand from 18 in. to 5 ft., averaging about 3 ft. in 
the bank. The sand is more regular as to quality than the Albany 
sands. Devastations by the Japanese beetle have resulted in severe 
restrictions by the Department of Agriculture, culminating in the period 
from July 15 to Sept. 1, when the only shipments allowed outside of the 
quarantined district are in box cars fumigated by carbon bisulfide. 

South Jersey sands, notably those from the Millville district, present 
totally different problems to the producer. Here the coastal plain 
deposits yield sands of variable quality. On one 1750-acre property is 
found the widest range of quality imaginable, from the coarsest gravel 
to 100 average mesh. Probably no one factor has been more prominent 
in making Millville sands stand out as they do than the fireclay which is 
dispersed through the various deposits in percentages running up to 30. 

Stripping is naturally the first operative problem (Figs. 1 and 1a). 
The overburden to be removed is seldom less than 3 ft., running to about 
6 ft., with 514 as a fair average. The country is rolling and fairly hilly, 
and it is difficult to lay out railroad tracks and keep under a maximum 
gradient of 5 to 100 ft. The land is overgrown with fairly dense bush 
and trees up to 6 in. in diameter. It used to be the tradition that the 
only possible way of removing this material was by horse and cart, but 
in 1924 trucks were tried out for this work. Loading of overburden by 
gasoline power shovel to 1-ton trucks has proved very satisfactory, 
although the wear and tear on truck engines is excessive, and cutting of 
pneumatic tires by stumps is, to some degree, unavoidable. 
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The Millville stripping operation is planned on the basis of as many 
trucks as can be effectively operated, having in mind the restrictions of 
space and the distance of hauling. Generally, one gasoline caterpillar 
shovel, with a l-yd. bucket, one dip to the truck, should keep four trucks 
eoing an average distance of 75 yd. to the dump, 175 trips each in a 
9-hr. day. There are, however, many restricted operations where the 
stripping cost is excessive. 

To dig sands 5 to 30 ft. high in the bank economically requires 
mechanical equipment. Old steam traction shovels, with 5g- and 34-yd. 
buckets, are being replaced by gasoline caterpillar shovels with 1-yd. 
buckets. The flexibility of the caterpillar offers such an extension in 
the scope of operation that it is conservative to figure that it does the 
work of two of the older type of shovels. However, the decision to 
. replace steam by gasoline in a distinctly steam-operated district and with 
a steam trained organization was reached only after a thorough study. 
The results have been gratifying. One unlicensed operator replaces a 
licensed engineer and fireman. At Millville the cost, delivered at the 
shovel, for gasoline is 24 per cent. over the cost of coal at Millville, but 
time to fire up is eliminated, and there is no water to haul a half mile or 
more to the remote bank or stripping operation. 

Over 1924 and 1925 the direct operative cost, including repairs, at 
the Pettinos plant is figured as $20 per day for the gasoline shovel and 
$25.70 for the steam machine. The chief source of trouble and expense 
with the gasoline shovels lies in the repair item of $10.30 per average 
operating day. At least three-quarters of this represents replacements of 
caterpillar drive and treads. The gasoline shovels move around con- 
siderably more than the steam, and the movement of this heavy equip- 
ment over soft sand constitutes severe duty upon wearing and bearing 
parts. Still, the gasoline shovel manufacturer can do much to improve 
his designs and materials. In this connection experience justifies our 
behef that properly designed oiled bronze or babbitt bearings are superior 
to manganese steel for wearing parts, such as treads, sprockets, shovel 
teeth and centrifugal pump members, where, as locally applied, they 
are subject primarily to abrasion and not to shock. 

At the Pettinos plant most of the Millville banks are dug with power 
shovels and loaded on 1-ton trucks or 4-yd. dump cars, running on three 
3-ft. gage track, 30-lb. rails, hauled by 11- and 14-ton steam locomotives 
(ig. 2). Hand digging is resorted to where shallowness or inaccessibility 
of banks prohibits the use of a power shovel, or when more intimate 
turn-over of the sand is desired for direct rail shipment. 

River bottom sand, for the open-hearth and steel foundry, is dug 
under water by a stiff-leg derrick with 114-yd. orange-peel bucket, and 
piled on the bank for subsequent loading into cars or trucks by power 
shovel as desired. The sands from the various pits may go direct to the 
railroad by truck or to the mixing, screening and storage plant by truck 
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or car, or direct to boat by car. The prepared material on stock is 
delivered to railroad or boat by truck. 

Single purpose screening or blending of two definite sands is fairly 
easy to accomplish. Revolving screens to eliminate stones from foundry 
gravels are numerous in southern New Jersey. 

Equipment for handling large tonnages of sharp sand presents no 
difficulties not readily solvable, and the same is true to a lesser degree 
for heavily bonded sands. But these problems are totally different, 
and the equipment satisfactory for one will not do for the other. Gravity 


Fig. 3.—MINING SANDS BY HYDRAULIC METHODS, NEW JERSEY. 


is a servant for sharp sand, but heavily bonded sand, when moist, as it is 
the year around in the ground, requires other treatment. Sharp sands 
are readily screened, but bonded sands sereen with great difficulty when 
damp. Sharp, fine sand gets into bearings and mixes with the lubricating 
oil with much the same results as would be expected of carborundum 
as a lubricant. 

The method of work adopted must meet all of these conditions. It 
is necessary to deliver sand from all pits to a common point, then to 
mix and screen in any combination, and finally to deliver to stock any 
prepared material at a rate equal to the capacity of the digging and 


R. M, BIRD 387 


transportation equipment. Since April, 1925, we have been operating 
at Millville the plant (Fig. 2a) which represents our attempt at a solution. 
It comprises several unusual features. 

Three parallel railroad tracks rest on the tops of the side walls of two 
concrete trenches, 65 ft. long, 5 ft. wide at the bottom, and of 5-ft. average 
depth. Dump cars on the center track can’ dump into either trench. 
From each outside track they can dump into the adjacent trench. Thus 
the trains can deliver into either trench layers of any combination of 
material desired. This is the first step in the control of any definite mix. 
In each trench a 34-yd. bottomless scraper drags the material to either 
one of two conveyor belts passing crosswise underneath both trenches. 
One of these, 24 in. wide, runs up to an elevation of 36 ft. above the 
ground, and thence horizontally 180 ft., at any point of which a tripper 
will throw off the sand. The second belt, 30 in. wide, carries the sand 
up to a revolving screen through the mesh of which it drops on to the 
first belt. The oversize from this screen is passed through a beater to 
break up any clay lumps and bonded aggregates which it then delivers 
to a second screen. The material passing through this screen also falls 
on to the first belt. The waste material, consisting almost entirely of 
stones, becomes an occasionally salable by-product. 

The flexibility of this equipment is at once apparent. Two materials, 
both of which require screening, such as heavily bonded gravel and 
coarse grit, go into a common trench and through the screen out to stock. 
A fine sand, not requiring screening, such as river bottoms, fed through 
one trench to the belt going direct to stock, meets a coarser, slightly 
bonded sand, fed through another trench and the screen plant, when the 
latter sand drops on to the first belt. 

The scraper operators are responsible for the delivery to the respective 
belts of the sands in proper proportion. Whatever lack of uniformity 
in feed exists disappears in the stock piles, which for standard mixes are 
cones of 2500 tons built up layer by layer and then dug by power shovels 
up the full height maintained in the pile. 

One gasoline shovel and four trucks will load a 900-ton boat in a 
9-hr. day. A 325-hp. Diesel engine tug tows two 900-ton boats for 
coastwise deliveries, so providing for waterway transportation. 

At this point let me comment on one of the many inconsistencies 
which are frequently met, in comparing methods in two fields. In the 
Albany district our men condemn the popular 1-ton dump truck so 
extensively and successully used throughout New Jersey; but a heavy 
truck from Schenectady finds a similar lack of favor at the 
Millville operations. 

Finally, hydraulic mining (Fig. 3) is not unusual for core sands. 
Such operations are substantially alike. The overburden, averaging 
5 ft. at one operation, and running from 8 to 20 ft. at another, is removed 
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by power shovel and trucks. Centrifugal pumps, from 4 to 12 in., are 
mounted on scows, driven by electric motors, and suck the sand and 
water through spiral-riveted pipes to the permanent washing plant up 
to 2000 ft. away. The sand pumped does not exceed 15 per cent. of the 
total weight of sand and water. The washing is done generally in a reel 
for removing stones and coarser sands. The remaining preparation 
consists merely in the washing out of the clay from the sand by means of 
a series of wooden wash boxes from each of which the sand is removed 
by screw conveyor or scraper. This type of operation is popular where 
the bottom of the bank of usable sand is far enough below water level to 
permit the floating of a scow. The equipment is simple and the 
operation economical. 


DISCUSSION 


W.M. WeirceEt, Washington, D. C.—How do you differentiate between 
sharp and strong sands? 


R. M. Birp.—Sharp sand is a silica sand containing little bond. How 
much bond is necessary to put it out of the so-called sharp class is a 
matter of personal opinion and tradition. Some calla silica sand contain- 
ing 3 per cent. clay a strong sand, particularly when it goes into the 
furnace bottom. Others, in steel foundry work and particularly in 
certain iron foundaries of Philadelphia, classify a sand containing 6 per 
cent. clay as sharp. It is a variable matter, but, generally speaking, | 
I would say a sharp sand has no strength when bonded up, that is, when 
taken in the hand and molded out, whereas a strong sand has appreciable 
strength in the hand. 


W. A. Newson, University, Va.—Is bentonite being used anywhere? 


Rk. M. Birp.—lI know of no practical application of bentonite. It 
has been used experimentally by people like ourselves who are always 
looking for additional colloidal bonds and bonding clays, but, unfortu- 
nately, in the molding-sand industry of the East, you are limited by the 
ultimate cost per ton of the products as made against what you can get 
for it, and bentonite is out of the realm of practical application. 


W. A. Netson.—A New York broker said he was shipping the 
material to molding-sands’ producers to mix with the molding sands. 
Do I understand that if you could get it cheaply enough, you could use it? 


R. M. Brrp.—Yes. 

W. A. Netson.—It has the quality you need? 

k. M. Brrp.—Bentonite is excellent. 

W. A. Netson.—What percentage would you want to use? 


R. M. Brrp.—That is an open question, Mr. Nelson. I do not 
know that I am capable of answering it. Obviously the bentonite would 
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be shipped raw in order to conserve the freight rate to the point of its 
application, and then the question of how much bentonite you would 
use to bond up a ton of sand would depend entirely on the purpose of 
that sand. 


W. A. Netson.—Probably. What I wish to get at is this: How 
much demand would there be for bentonite, say annually, to start with, 
if it could be obtained at a satisfactory price? 


R. A. Buu, Chicago, Ill.—I know of a steel foundry that has been 
experimenting with bentonite as a substitute for clay for steel molding 
sand, with very desirable results, although the bentonite costs about 
$42.50 per ton delivered. It is sold under a commercial name, but it is 
actually bentonite from Wyoming. 


W. A. Netson.—There are deposits of that same material in the 
southern states. It is not quite so good, and it occurs in 5 or 10-ft. layers. 


EK. L. Jones.—A foundry in Milwaukee has been using bentonite for 
2 or 3 years; about 3 per cent. is used. 


H. Riss, Ithaca, N. Y.—Is the term “‘sharp sand” altogether a correct 
one, Mr. Bird? The grains of any of these sharp sands, so-called, are 
very distinctly rounded, not angular at all. And where do you draw 
the dividing line between the sharp sand and another one in the 
other class? 

We have had some sands come to our notice that appear to be clean 
sands, apparently low in clay substance, and yet the A.F.A. fineness test 
showed that they contained as much as 10 and 12 per cent. clay substance 
and the bonding strength was quite low. Evidently the clay substance 
contained a minimum quantity of true clay. 

I would also like to ask Mr. Bird or Major Bull about the 
refractoriness of bentonite. 


R. A. Butu.—We have not made any tests to determine that, but 
the amount of bentonite used in what we call a facing mixture, the greater 
proportion of which is pure silica sand, is so small that apparently it 
does not noticeably affect the refractory quality of the mass. 

The foundry I spoke of has used this material quite successfully to 
emulsify oil for making cores so that they get substantially the same 
result in bonding the core sands with about half the amount of linseed oil. 

I am glad the discussion came up because if this particular foundry 
can secure the same or similar material at a substantial saving in price 
from $42.50, they would be decidedly interested in that. 


H. Rries.—Mr. Nelson, at what cost could bentonite be put on 
the market? 


W. A. Netson.—It would depend on the tonnage. If you could get 
a steady tonnage, starting with about a carload a day, so that you could 
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give steady employment—I suppose it would have to be underground 
mining—the cost would be something like $10 a ton, with a freight rate 
of $10 to the farthest point in the East. That would be from Kentucky. 
It might be less than that, because the freight rate on barite from Georgia 
to New Jersey points several years ago was about $5 a ton. The fact 
that you would have to mine most of it underground eventually would 
run the cost up. It is in about 5-ft. layers in Kentucky. I think the 
Virginia material is a little too coarse. I may find some other layers 
more colloidal, but the Virginia material I have seen is standing on end 
and has been subjected to a good deal of pressure and has lost much of its 
elasticity. I do not believe it would be very good for your use, but the 
Kentucky product probably would. 

As to the fusability, all of the analyses of bentonite I can remember 
showed a combination of sodium and potassium totaling from 4 to 
6 per cent. 


H. Ries.—Offhand I do not see any special reason why synthetic | 
mixtures should not be used. I do not think that many synthetic mix- 
tures have been used in the case of ordinary iron molding sands. Am I 
right on that, Major Bull? 


R. A. Buu, Chicago, Il.—Yes. 


H. Rims.—It is rather easy to get iron molding sands of the proper 
quality, but if you desire to use the furnace bottom sand with clay added 
I should think it would work. 


R. D. Carver.—With the Albany sand about 20 per cent. goes 
through 270 mesh and considerable remains on the 200 and 140 mesh, the 
largest percentage being on the 270 mesh. With the furnace bottom 
sand, only 1 per cent. goes through the 270 mesh and there is about 36 per 
cent. on 100 mesh. That shows that the furnace bottom sand is more 
uniform, and with a small amount of clay added good results should be 
obtained. The clay substance washed out was 9.2 per cent. on the 
Albany sand and about 12 per cent. on the furnace bottom sand. That 
is why it was rejected. I think that the more uniform the sand the 
better it will be. Whereas it was brought out that the Albany sands are 
only 13 in. thick, these sharp sands, if I am right, can be dug in large pits 
and thereby make quite a saving in mining. 


R. A. Butu.—The answer to this question depends on the variance 
with which the mixing is done in preparing the synthetic mixtures. If 
you have mechanical means for getting a good distribution of the 
materials, I should think the sands would work all right. Do you not 
think so, Mr. Bird? 


R. M. Birp, Philadelphia, Pa.—I think go. 
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R: A. Butu.—You would have to determine whether the cost of the 
preparation of the mix was such as to justify the use of it as against the 
cost of the sand mixed by nature. 


R. M. Brrp.—I can answer on this point. I showed you a picture of 
bank sand about 5 ft. high which is shipped to the steel foundries and 
used almost entirely by the Chester Steel foundries. It also goes to 
certain iron foundries. The clay runs 18 per cent. Below that there is 
the same general structure of sand, but due to varying water levels in 
past ages the clays have been washed out, so that operating with a stiff- 
legged derrick from the top about 4 ft. above the present high tide down to 
10 ft. under water, where the clay has been practically all washed out, 
we get an average in that pile of about 6 per cent. clay. That is furnace 
bottom sand. In other words, the furnace bottom sand you are discuss- 
ing is simply steel molding sand with the clay washed out. The clay 
ean be put back again, as Major Bull says, if it is properly mixed in. 


W. M. Wetceu.—We cannot look at this matter in the same way for 
iron molding as in the case of synthetically-bonded sands for steel mold- 
ing. Most of the iron sand contains a considerable amount of bond, 
not clay, but hydrated iron or something like that with a considerably 
different bonding quality from that of the ordinary clay that may be 
used for steel molding sand. That point might be important in the 
preparation of a synthetic sand. 


C. A. HANsEN, Schenectady, N. Y. (written discussion).—Bentonite 
from Belle Fourché (South Dakota) has been tested to some extent as a 
bonding material for molding sands. The bentonite was finely ground 
and mulled with a clay-free silica sand, the mixture being tempered to 
molding consistency in the mill. More than 20 well known and com- 
mercially important domestic and foreign plastic refractory clays have 
been tested to date in the same manner. 

Finely-ground bentonite becomes gelatinous almost immediately 
upon the addition of water; all of the clays require considerable time to 
slake, from several minutes to approximately an hour. This is reflected 
in the ageing of the freshly mixed sand, the clays requiring from several 
minutes to approximately an hour to develop maximum strength. 
Weight for weight, this bentonite was somewhat more than twice as effec- 
tive as the best clay in developing green strength in a molding sand. 

Cores, made from bentonite and sand and baked at low temperatures 
(under 150°C.) developed much greater dry strengths (tension and 
compression) than the best clay-sand mixtures. 

So much for the advantages, for they were outweighed by dis- 
advantages. This bentonite dehydrates very readily and, when once 
dehydrated, its bonding value seems to permanently disappear; it has no 
appreciable life in the molding sand heap. Its fusion temperature 1s very 
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Bentonite nay er: is not a specific material of fixed chemical 
composition. I understand that bentonites ‘range from 3 per cent. to 
12 per cent., approximately, in alkali metal content. It would not, 
therefore, a fair to generalize too far on the strength of the results 
obtained with one bentonite variety, although I believe that the variety 
actually used is one of the few commercially important varieties. 
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The Use of Standard Tests of Molding Sands 


By H. Rius,* Irgaca, N. Y. 


(New York Meeting, February, 1926) 


In THe marketing of mineral products, it is always highly desirable 
for both the producer and the consumer to be able to discuss things in a 
common language, and this can only be done if there are standard 
methods for expressing the properties of the raw materials. Having 
developed such a form of expression, the next step would be the 
making of specifications, which may serve as a basis for selecting 
raw materials. 

Considering the large number of non-metallic minerals that are 
used, there are not a few for which there are no standard laboratory tests 
to be used in determining their properties, or even standard specifications 
on which grades or market price may be based. Indeed in many cases 
the consumer simply requests the producer to submit samples, and rejects 
or accepts them without any explanation. Could the producer know 
in advance just what the consumer needed, time and money might often 
be saved. It appears to the writer that it is of the highest importance 
to devise standard laboratory tests wherever possible, as this enables 
the consumer to state definitely what he needs, and is of great assistance 
to the producer. It should also work to reduce misunderstandings 
and disputes. 

In the case of sands, we find that they show a wide variation in their 
character, ranging from those that are so coarse as to be of gravelly 
nature to those that are so fine that they might be classed as silt; and 
from very clayey ones to those that are practically free from clay. For 
this wide range of sands, we have a corresponding variety of uses, which 
are based mainly on the physical properties of the sand, although these 
are not always very definitely stated. The chemical composition need 
rarely be considered, if the sand is of siliceous nature. 

To determine and express these properties there should be standard 
tests, which are to be followed in all cases where the material is tested in 
the laboratory. 

The use of sands for foundry work (making molds or cores) is old, and 
it has been recognized for some time that the important properties to be 
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considered include bonding strength, permeability, texture, refractoriness, 
and life. We have, however, lacked uniform methods for measuring and 
expressing these properties. In many cases, the first two have been 
referred to as high or low, or the texture may have been described as 
fine, medium, or coarse. It is true that a number of tests for determining 
the properties of foundry sands have been déscribed and used by differ- 
ent persons in both Europe and America, but as a rule the results have 
not been comparable, because the tests were not made under uniform 
conditions. That the results were not comparable was overlooked by 
many, until the problem had been carefully studied. 

Within the past three years, the Joint Molding Sand Research 
Committee organized by the American Foundrymen’s Association and 
the Engineering Division of the National Research Council, through its 
Sub-Committee on Tests, has devoted considerable time to this problem, 
and, with financial assistance from the former organization, has supported 
much necessary research with the object of obtaining reliable data on 
which the formulation of standard methods of testing could be based. The 
tests recommended together with the method of making them have been 
described elsewhere;! they include tests for measuring the fineness, 
permeability, bond, and dye absorption. There still remain to be 
developed standard methods for determining, among other properties, 
the refractoriness and life of the sand, for expressing the grade or texture, 
by a single figure if possible, for testing the properties of core sands 
or core mixtures, etc. Much progress has been made toward formulat- 
ing these. 

Of prime importance however is the proper use of the data obtained 
through the medium of standard methods of testing, and I wish to stress 
this point particularly because there exists some misconception on the 
part of not a few. 

The writer has frequently been asked to state what permeability, 
bond strength, etc., a sand should show if it is to be used for casting 
iron, brass, or some other metal. This question cannot be answered 
definitely for several simple reasons. Sands showing a fairly wide 
range of certain properties at least can be used for casting any one of 
these metals, and the type of sand used is governed in part by the fact 
that the size alone of the casting will affect the type of sand to be 
employed, or artificial causes, such as the method of venting the mold, 
may exert a controlling influence. 

It is possible, and quite probable, that some day we shall be able to 
state, for example, that a sand to be used for brass castings up to, say, 
a certain size, should show a certain range of permeability, bond strength, 
and fineness, but we cannot do this until we have more data. But 
though the accomplishment of this may be delayed, it does not in any 
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way detract from the value of the standard tests. On the contrary, their 
widespread acceptance and employment has demonstrated their useful- 
ness in other directions. They can and should be used both as a check 
and as a form of specification, although this last word may not be alto- 
gether satisfactory to some. 

There is apparently no valid reason why the consumer should not 
demand a sand showing a certain range of permeability, bonding strength, 
dye absorption, and texture. It seems reasonable to assume that the 
producer can meet this demand by mining a sand of uniform quality; 
or, by mixing two sands, produce a blend of the requisite qualities. Some 
foundries even now are purchasing sands on this basis, and in the writer’s 
opinion this practice will spread. It represents a form of specification. 

The other use of standard tests will be in the foundry,” where the 
foundryman finds that the best results are often obtained by keeping 
the properties of his heap sand close to certain values of moisture, permea- 
bility and bonding strength. These values may be originally obtained 
by using a single sand or a mixture of sands, and daily checks of the sand 
heap are made to determine how close it is running to requirements. 
If there is a deviation, the necessary correction can be made by the addi- 
tion of some new sand or by regulating the moisture content, if that is 
necessary, because it is known that both permeability and bond strength 
vary with it. We thus have a form of specification that the foundry 
worker must meet. Testimony by foundrymen now using these standard 
control tests in their daily work shows that many dollars are saved, by 
reducing defects caused by the sand being in a bad condition. 

The value of the use of such standard tests is, furthermore, brought 
out by the fact that there are over 100 standard permeability apparatus 
in use, and their employment is spreading. They are employed by both 
producers and consumers. 

Much confusion still exists as to the grading of sands. The term 
grade refers solely to the texture of the material and at present there is 
no uniformity in expressing it. Some producers grade their sand accord- 
ing to numbers, others according to letters, each adopting his own series. 
Even in the same district, the same numbers may not represent the same 
grade when used by different producers; such a situation calls for a 
speedy remedy. There is absolutely no good reason, why six sands of 
the same grade, produced by as many firms in separated parts of the 
country, should not be known by the same number or letter. Such 
uniform grading is of particular value to the foundryman who may 
desire to obtain sand from a source not hitherto drawn on. Fortunately, 
a sub-committee of the American Foundrymen’s Association is now work- 
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ing on this problem, having as a basis for study the fineness tests of sev- 
eral hundred sands that have been collected in many different areas of the 
United States, by the various state geological surveys cooperating with 
the American Foundrymen’s Association. 


DISCUSSION 


Ww. M. WerceL, Washington, D. C.—Professor Ries, would you care 
to anticipate how much consideration is being given the refractoriness of 
molding sands—is that still under investigation? 


H. Ries.—The refractoriness and life of a molding sand are both 
important properties. We naturally do not want to use a sand that is 
going to fuse very rapidly at the temperature at which the metal can be 
cast or one whose bond will be easily destroyed. We have not yet recom- 
mended a standard test for determining the refractoriness of molding 
sands. That question is under investigation. The Bureau of Mines 
Station at Columbus and the Canadian Bureau of Mines are cooperating 
with us on the problem. We are hoping to get the reports from these 
institutions very shortly. Until then we cannot proceed with the 
formulation of a standard test for refractoriness and life. 


R. D. Carver, Everett, Mass.—I have run some tests on an Albany 
No. 2 sand used in an iron foundry making castings from 1 to 25 lb., and 
a furnace bottom sand and obtained certain properties. This furnace 
bottom sand has been rejected as having too high a clay content for the 
open hearth. I want to use this as a molding sand by adding 1 or 2 per 
cent. of clay. J am of the opinion that this furnace bottom sand can be 
used even better than the Albany sand for molding sand. 

At 3.8 per cent. moisture in the furnace bottom sand I get a maximum 
strength of 155 gm. This is more than that obtained with the No. 2 
Albany sand which gives a maximum strength of 135 at 4.8 per cent. 
moisture. The strength of the furnace bottom sand is too low at the 
moisture content at which we wish to use it and therefore we propose to 
mix with ita clay bond. We get the best results in the foundry when the 
moisture content of the sand is between 5 and 6 per cent. The maximum 
permeability in the furnace bottom sand is 145 at 4.4 per cent. moisture 
and in the No. 2 Albany, only 53 at 7 per cent. moisture. I note from Mr. 
Bird’s paper that Albany deposits average about 18 in. in thickness and 
vary considerably in properties; whereas, the sharp sands in New Jersey 
occur in large banks. Can we not get more uniform results by using this 
sharp sand and adding the correct amount of bond? 
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American Glass Sands, Their Properties and Preparation 


By Cuarizs R. Ferrxe,* Pu. D., Pirrspureu, Pa. 


(New York Meeting, February, 1926) 


IN THE present day manufacture of glass nearly pure quartz sands are 
used almost exclusively as the source of the silica, which is the major 
constituent of all common varieties of glass. Ordinary soda-lime, such 
as bottle, common tableware, plate, and window glasses, contains from 65 
to 75 per cent. of silica. 


OccURRENCE 


Glass sands occur in nature either in the form of loose, unconsolidated 
sediments or in deposits in which the individual grains have been more or 
less thoroughly bound together by some cementing agent so as to form 
sandstones. While deposits of sand and sandstones occur both widely 
and abundantly distributed, deposits that are sufficiently free from other 
constituents than quartz grains, so that they can be employed in the 
manufacture of the better grades of glass, are, comparatively speaking, 
of rare occurrence. 

The major portion of the glass sand produced in the United States 
comes from sandstones. In order to be suitable for glass sand, they 
should be rather friable. The rock should break down readily along the 
cementing material between the grains and should not break across the 
grains rather than along the bond. Some of the sandstones used are so 
friable that only light shots of slow-burning dynamite are necessary to 
disintegrate them sufficiently for hydraulic mining, while others have to 
be passed through crushers in order to disintegrate the rock into its 
individual grains. 


MINERALOGICAL COMPOSITION 


An ideal glass sand is made up entirely of grains of the mineral quartz 
free from inclusions of foreign substances. Sands containing 100 per 


cent. silica, however, are not found in nature, although some very nearly 
approach this composition. 
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Minute inclusions of foreign substances are sometimes present in the 
quartz grains themselves. These may be divided into gaseous, liquid and 
solid—the latter usually consisting of minerals of various kinds. The 
liquid in most cases is water, but liquid carbon dioxide may also occur. 
Gaseous bubbles often accompany the liquid. The milky-white color 
developed in certain quartzes is generally due to the reflection of light 
from inclusions of gas and liquid. Among the solid inclusions that may 
occur in quartz grains are a considerable number of minerals. One of the 
most common of these is rutile, which often occurs in quartz as extremely 
thin microscopic needles. Minute crystals of apatite and ilmenite 
abound in some quartz grains. Other minerals occasionally found as 
inclusions are needles of actinolite, chlorite, epidote, tremolite, and 
tourmaline. These are the most common mineral inclusions, but others 
have also been found in certain quartzes. 

Besides the minerals that may occur as minute inclusions in the quartz 
grains themselves, there are a considerable number of others that may be 
present in very minor amounts in glass sands either as individual grains 
or as thin films upon the surface of the quartz grains. Among those that 
have been identified in various American and foreign glass sands are 
andalusite, apatite, calcite, chlorite, cyanite, dolomite, epidote, feldspars 
(including microcline, orthoclase and plagioclase), garnet, hematite, 
hornblende, ilmenite and its alteration product leucoxene, kaolinite, 
limonite, magnetite, micas (including biotite, muscovite, and seri- 
cite), rutile, staurolite, titanite, tourmaline, and zircon. 


CHEMICAL COMPOSITION 


When a complete chemical analysis of a glass sand is made there are 
almost invariably found to be present, in addition to the silica which 
constitutes the bulk of the sand, minute quantities of alumina, ferric and 
ferrous oxides, lime, magnesia, titanium oxide, traces of the alkalies, 
varying amounts of water, and occasionally a little organic matter in the 
form of coal or decayed vegetation. Some of these constituents are 
harmless, while others have a very deleterious effect upon the glass. 

According to the committee on standards of the glass section of the 
American Ceramic Society, the chief criterion for a good glass sand is that 
it should be practically all silica and contain very little iron. The sand 
must not be contaminated with stripping dirt or contain any crushed 
stones or pebbles. These impurities are often insoluble in the melting 
glass, producing ‘‘stones.”” The committee working in cooperation with 
the U. §. Bureau of Standards has drawn up the following tentative 
specifications for silica sand for glass-making :} 


eee ee eee ee 


1 Proposed Tentative Specifications for Silica Sand for Glass-making. Bull. 
American Ceramic Soc. (1923) 2, 182. 


ey ; 
Prrcen TAGE 


~ 


ih SiOz Al2O3 FeO CaO + MgO amet 
Qualities = : . 
Max. | Min. | Max. | Min. | Max. | Min. | Max. | Min. 
First quality, optical glass.............. 99.8 0.1 0.02 ee | 
Second quality, flint glass, containers and . 
: : tADIOWALCs cecormse cet c ss es ees DRO oes 98.5 0.5 0.035 0.2 
Third quality, flint glass................ 95.0 4.0 0.035 0.5 
“Fourth quality, sheet glass, rolled and ; 
Beem ipolished plate. ))..¢))0G 2... 98.5 | 0.5 0.06 0.5 
Fifth quality, sheet glass, rolled and pol- ; 
shied! Plate. sais cis cevsig css =) wend oa 95.0] 4.0 0.06 0.5 : 
Sixth quality, green glass, containers and y 
= WiNCO Wi LIASKs sta s orate tide ayes ea Dome, bs Pee 98.0 0.5 0.3 0.5 
: Seventh quality, green glass............. 95.0 4.0 0.3 0.5 
Eighth quality, amber glass, containers... 98.0 OG 1.0 0.5 
Nambh quality .ambers sence chee es 6 ones 95.0 4.0 1.0 0.5 


In commenting on the above, the committee states that in view of 
the increasing use of alumina in a glass batch and of the varying amounts 
of iron allowable in green or amber ‘glass, sand of lower grade may be 
used by many manufacturers. The above specifications show a variety 
of qualities and state more or less definitely the types of glass they may be 
used for. The quality number is not to be interpreted necessarily as 
an index to the value of the product. 

Although glass sands may vary considerably in composition, depend- 
ing on the type of glass that is to be made, it is highly desirable, and in 
most cases imperative, that there shall not be very much variation from 
shipment to shipment. The committee has proposed the following 


tolerances: 
PERCENTAGE TOLERANCES IN ComPosITION ALLOWED | 
(Based on ignited samples) 

Quality SiOe | AlsO3 | Fe203 Ca0+MgO 
(LR ep te Opt TE OROD) +0.005 +0.05 
D5. Se a ee +E Oko OR +0.005 +0.05 
Bis tho ote Eee cele) eee +0.005 =k Oa 
Aer gee ser TIES sc a0) 58 On. +0.005 =e()eil 
15S. mil hee alee Paced 5 ea! ae b(t) “a O LO +0.005 +0.1 
Geek tant Stee a2 BA() +0.5 +0.05 OL 
ARs orn one ge, sesh at) =—0:5 +0.05 ate Onl! 
SS ia Mo Rec aectr ie a: sei) aOR Opa ae Ovat 
ORIN he MES riya ae 1) (0) asi0), 4) ae (Oy ih +0) 1 
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ALUMINA 


Alumina is usually present in glass sands in the form of clay or kaolin- 
ite. It may, however, also occur as muscovite or sericite mica or 
feldspar. Clay or kaolinite, as well as the micas, can usually be largely 
eliminated by carefully washing the sand, but alumina present as feldspar 
cannot be gotten rid of in this manner. If the clay content of a sand is 
high, the iron content also is apt to be high as the clay is very likely to 
have limonite associated with it. 

For first class optical glass the alumina content of the sand must be 
low, 0.1 per cent. or less, on account of its effect upon the optical constants 
of the glass. Plate glass manufacturers, as a rule, also prefer a low 
alumina content in their sands. Fulton? gives the desirable limit as 
0.1 per cent. and the maximum permissible limit as 0.5 percent. Shively,® 
on the other hand, strongly recommends alumina to the manufacturers 
of glass containers. 

The presence of small amounts of alumina in a glass sand is not 
necessarily detrimental in the manufacture of the ordinary types of glass. 
In some instances it is not only harmless but actually beneficial. At 
present, there is a tendency among many glass manufacturers to use 
more alumina in their glass than in the past. 

Alumina decreases the solubility of glass in water, weak acids, and 
other reagents, which is very desirable in the case of bottles and chemical 
glassware. Baillie* has shown experimentally that alumina has more 
influence in reducing the solubility of glass than lime. According to 
Shively® the U. 8. Bureau of Standards has checked Baillie’s work and 
has obtained the same results, namely, that alumina substituted for lime 
in a glass batch will reduce the solubility of the resulting glass. Frink’® 
has also found that alumina decreases the solubility of glass in water, 
weak acids, and other reagents, but that in amounts up to 4 per cent. it 
does not offer as much resistance as does lime. 

English and Turner’ have found that glasses containing considerable 
amounts of alumina have comparatively low coefficients of expansion. 
Their experiments have shown that alumina reduces the thermal expan- 


2C. E. Fulton, Chief Ceramic Engineer, Pittsburgh Plate Glass Co. Private 
communication. 

3R. R. Shively: The Use of Alumina in Glass. The Ceramist (1924) May, 86. 

4W. L. Baillie: An Examination and Extension of Zulkowski’s Theory of the 
Relation Between the Composition and Durability of Glasses. Jnl. Soc. Glass Tech- 
nology (1922) 6, 68. , 

> R. R. Shively: The Use of Alumina in Glass. The Ceramist (1924) May, 83. 

6R. L. Frink: The Requirement of Glass for Bottling Purposes. T'rans. Amer- 
ican Ceramic Soc. (1913) 15, 706. ; 3a 

78, English and W. E. 8. Turner: The Thermal Expansion of Glasses Containing 


Aluminum. Jnl. Soc. Glass Technology (1921) 5, 183. 
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sion of trisilicate glasses, not only very much more than calcium, but very 
much more so than magnesium. Shively, likewise, has observed that 
by replacing part of the lime in glass batches with alumina, the resulting 
glass withstands much more rapid changes of temperature without 
breaking than the higher lime glasses. 


An Aid in Preventing Devitrification 


It is generally conceded by glass chemists that alumina aids in 
preventing devitrification. Dimbleby, Hodkin and Turner® state that 
there is abundant proof of the value of alumina in preventing devitrifica- 
tion. Hovestadt® attributed the ability of Thuringian thermometer 
glass to withstand repeated melting and working without change to 
the fact that the 3.66 per cent. of alumina present in the Martinsroda 
sand from which it was made tended to prevent incipient crystallization 
or devitrification. | 

The annealing temperature of alumina-containing glass is generally 
less than that of the corresponding lime glasses, according to English 
and Turner." No case was found in which it was greater. In other 
words, annealing is rendered easier by the presence of alumina. 

It was for a long time believed that alumina tended to decrease the 
fusibility of glass. Singer,!' however, has carried on some experiments on 
the influence of alumina on the fusibility of lime-soda glasses in which he 
found that, instead of decreasing, it increases the fusibility of this type of 
glass even in amounts up to 8 per cent. of the total composition 
of the glass. 

Singer worked with glasses of the composition .6Na.0:.5CaO :38i02 
and .4Na:O0:.6CaO:38i02. He concludes that it is possible to improve 
the quality and to reduce the cost of production of glass simultaneously 
by the introduction of suitable quantities of alumina, but it is not at 
present possible to put forward a theoretical scheme defining the exact 
quantity. The limits to the use of alumina in glasses of different com- 
position are variable, and the amount that would be necessary and 
beneficial in one type of glass might be detrimental in another. In every 
case, however, the beneficial effects due to alumina increase up to a 
certain definite point with increasing additions of alumina, and _ this 
point can be definitely determined for any type of glass. Further addi- 
tions of alumina beyond this limit are detrimental in all cases. 


§ Violet Dimbleby, F. W. Hodkin and W. B.S. Turner: The Influence of Aluminum 
on the Properties of Glass. Jnl. Soc. Glass Technology (1921) 5, 107. 

° H. Hovestadt: Jena Glass and Its Scientific Uses. Translated by J. D. Everett 
and Alice Everett, London. (1902) 21. 

108, English and W. E. 8. Turner: The Effect of Aluminum on the Annealing 
Temperature of Glass. Jnl. Soc. Glass Technology (1921) 5, 115. 

11 ¥, Singer: The Influence of Alumina on the Fusibility of Glasses. Keramische 
Rundschau (1917) 25, 142. Abstracted in Jnl. Soc. Glass Technology CUOTS momo be 
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Springer’? was not able to verify all of Singer’s results and found that 
alumina even in small amounts decreases the fusibility of a high alkali 
glass or a normal glass of the standard type, .5Na20:.5CaO 38102, and 
retards fining. In the case of glasses rich in lime and correspondingly 
low in alkalies, however, he found that the addition of alumina did 
increase the fusibility and accelerated fining, and this within limits in 
proportion to the amount of alumina added. Springer concludes that the 
effect of alumina on the fusibility of a glass depends on many circum- 
stances, but particularly on the composition of the glass, and cannot be 
stated as a fixed and definite rule. 

Dimbleby, Hodkin and Turner’? found that moderately hard soda- 
lime glass was rendered more readily fusible by the addition of small 
amounts of alumina and that the glass of the percentage composition, 
$102, 74.13; AloO3, 2.67; CaO, 9.74; Na.O, 13.54, melted and fined more 
easily than the corresponding lime glass without alumina. 

According to Frink'‘ alumina increases the surface tension of the glass 
when chilled rapidly. This is beneficial in molding, as the glass will not 
take on the minor imperfections of the mold, and on the other hand, will 
still be sufficiently viscous to assume the general shape of the mold. Alu- 
mina is also believed by several observers to increase the tensile strength, 
hardness, and brillianey of glass somewhat. 

Frink states that glass cullet containing alumina does not mix well 
with other glass and, therefore, tends to produce cords or striae when 
used. He also holds that the viscosity of a glass is greater when the 
alumina content exceeds 3 per cent. Turner has also noted a greater 
viscosity in alumina-lime glasses as compared with lime glasses. Brock- 
bank! has called attention to the possibility that the blue color in the 
case of some glasses, where salt cake has been used in the batch, may not 
be due altogether to iron present as an impurity, but may be due to the 
formation of compounds of sulfur and alumina analogous in composition 
to ultramarine blue which consists of sodium, aluminum, silicon, sulfur 


and oxygen. 
Iron OXIDES 


Iron, either in the ferrous or ferric states, because of its coloring 
effect upon the glass, is the most detrimental impurity found in glass 


12T,, Springer: The Influence of Alumina on the Fusibility of Glasses. Keramische 
Rundschau (1917) 25, 243. Abstracted in Jnl. Soc. Glass Technology (1918) 2, 88. 

13 Violet Dimbleby, F. W. Hodkin and W. E. 8. Turner: ‘The Influence of Alu- 
minum on the Properties of Glass. Jl. Soc. Glass Technology (1921) 5, 107. ; 

“4. L. Frink: The Effects of Alumina on Glass. Trans. American Ceramic Soc. 


(1909) 11, 99. ' 
15C. J. Brockbank: The Technical Control of a Window Glass Tank Furnace. 


Trans. American Ceramic Soc. (1915) 17, 225. 
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sands. Ferrous iron imparts a green tint to glass, while ferric iron pro- 
duces a yellow tint which is not nearly so noticeable. Since most glass is 
made under reducing conditions, the green color is the one usually 
developed. When the amount of iron present is small, this coloring 
effect can in part be overcome by the use of a decolorizer, such as 
manganese dioxide, nickel oxide, or selenium. According to Hodkin 
and Cousen,!® perfect decolorization is only obtained with glasses con- 
taining 0.09 to 0.1 per cent. of ferric oxide or less, those with 
higher amounts showing a loss of brightness, the depth of color being 
dependent upon the amounts of iron oxide and decolorizer present. This 
means that even if all other batch materials are pure, a condition extremely 
unlikely, a sand containing above 0.10 per cent. of ferric oxide will not 
give good colorless glass even when decolorized. 

American glass manufacturers in recent years have been demanding 
an increasingly lower iron oxide content in the sands they use. The sands 
at present used in the manufacture of optical glass contain from 0.014 to 
.016 per cent. of ferric oxide, those used for chemical glassware below 0.02 
per cent., while for good colorless bottles and containers the sand should 
preferably contain not more than 0.3 and should not exceed 0.04 per cent. 
Plate glass manufacturers employ sands containing from 0.05 to 0.15 per 
cent. of ferric oxide, although usually the percentage does not exceed 0.10. 
Some window glass manufacturers now demand sand containing less than 
0.08 per cent. of ferric oxide. For ordinary green and amber bottles, sands 
containing from 0.3 to 1.0 per cent. or even more of ferric oxide can 
be used. 

Iron may be present in the sand in the form of limonite, hematite, 
magnetite, ilmenite, biotite, hornblende, chlorite, or some other iron- 
bearing minerals. <A little may also be introduced as metallic iron from 
the machinery used in crushing,sandstone to sand. If it is present as 
limonite or hematite closely associated with kaolinite or clay, it may in 
large part be removed by washing. If, on the other hand, the limonite 
or hematite adheres closely as a coating to the quartz grains washing is 
of no avail. Metallic iron, magnetite and ilmenite can be removed from 
sand by means of a magnetic separator. 


LIME 


The amount of lime present in most American glass sands is so small 
that it has no detrimental effect upon the glass. All the common varie- 
ties such as bottle, plate and window glass contain lime as an essential 
constituent. A few glass sands in use at the present time contain as 
high as 1 per cent., or even more, of lime. Where this is compensated for 


16, W. Hodkin and A. Cousen: A Textbook of Glass Technology. London 
(1925) 66. 
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in the batch formula, good results are obtained. When the lime content 
of the sand exceeds 0.5 per cent., it is exceedingly important that the 
amount does not vary very much from shipment to shipment for it is 
difficult for the glass manufacturer to adjust his formula for every new 
shipment of sand received. 
4 
MAGNESIA 


Magnesia is much more apt to be introduced into the glass bateh 
through the limestone used than through the sand. The composition of 
the former, therefore, must be watched with respect to this constituent. 
In the case of most American glass sands, the magnesia content is prac- 
tically negligible. 

When magnesia is added to a soda-lime glass,!7 to replace the lime 
molecularly, a readier melting and easier working glass is produced, 
provided the amount of magnesia is kept below a certain limit. A glass 
containing 9.26 per cent. of lime will have a slower rate of melting and 
be more difficult to work than a glass with 6.43 per cent. of lime and 2.58 
per cent. of magnesia or any intermediate composition between those 
limits. Beyond this proportion, however, further addition of magnesia 
becomes decreasingly beneficial and when the two oxides are together in 
equi-molecular proportions, as is the case when true dolomite is used, 
it is not as easy to melt as the corresponding lime glass and somewhat 
less easy to work. According to Hodkin and Cousen" magnesia improves 
the lamp-working properties of lime-containing glass and diminishes the 
tendency to devitrification. 

English and Turner'® have shown that magnesia, as compared with 
lime, tends to give a lower annealing point to the glass of which it is 
a component. 


ALKALIES, Erc. 


Alkalies enter into the composition of all ordinary types of glass and 
the minute traces occasionally present in the sand are not harmful. 
Titanium oxide probably rarely occurs in glass sands in sufficient amounts 
to have any detrimental effects upon the glass. It usually occurs in 
the sand as minute hair-like inclusions of rutile in the quartz grains 
themselves, although a little may also be present in the form of individual 
grains of rutile, ilmenite or titanite. Grains of zircon, which are occa- 


17 Violet Dimbleby, F. W. Hodkin and W. E. S. Turner: Some Properties of Lime- 
magnesia Glasses and Their Commercial Application. Parts I and II, Jnl. Soc. Glass 


Technology (1921), 5, 352. 
18, W. Hodkin and A. Cousen: A Textbook of Glass Technology. , London 


(1925) 109. 
198. English and W. E. S. Turner: The Annealing Temperatures of Magnesia- 
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sionally found in glass sands, are very undesirable on account of their 
refractoriness. They are apt to remain as stones in the glass. American 
glass sands rarely contain this mineral. 


OrGANIC MatTTER 


Organic matter is occasionally present in small amounts in glass sands, 
either in the form of fragments of coal or as decayed vegetable matter. 
Some sandstones used for glass sand, such as those from the Pottsville 
formation of Ohio, Pennsylvania and West Virginia, sometimes contain 
thin streaks of coal which may not be entirely eliminated in the washing 
process. Unconsolidated surface sands may contain small amounts 
of decayed vegetable matter that are not entirely removed in the prepara- 
tion of the sand for the market. Sometimes organic matter, such as 
coal, etc., is accidentally introduced into the sand during shipment and 
subsequent handling. 

Sands used in the manufacture of lead glasses must be free from 
organic matter on account of the reducing action which it exerts upon 
lead compounds. Manufacturers of other high grade and special glasses 
made in pot furnaces also usually demand an absence of organic matter 
in their sand. In the case of glasses in which salt cake is used as a source 
of sodium, some form of carbon has to be added to the batch to enable 
the silica to decompose the sulfate. 

Flint?’ in commenting on the influence of organic matter states that 
ordinarily 25 to 30 pounds of cullet are fed into the tank along with 100 
pounds of batch. Two or three timesin an 8-hour shift the floor around the 
machines is swept up and the cullet so gathered is fed back into the tank. 
This means that 200 out of several thousand pounds of cullet are covered 
with grease, oil, and sawdust. This would seem to indicate that in a glass 
tank a little organic matter is not necessarily harmful. It is partly taken 
care of by the use of small quantities of oxidizers, such as arsenic oxide or 
niter. A considerable portion of the carbonaceous matter is burned while 
riding on top of the batch and the rest is oxidized chemically. 


SIZE OF GRAINS 


Uniformity in size of grains is perhaps of more importance in a glass 
sand than the actual size of the grains themselves, although it is very 
essential that the sand be neither too coarse nor too fine. MeSwiney?! 
has recently very ably discussed the effect of grain size in connection with 
the production of soda-lime glass. The process of glass production from 
the batch is conducted in three stages. First, the raw materials are 


20 F.C. Flint, chief chemist, Hazel-Atlas Glass Co. Private communication. 
21D. J. McSwiney: Effect of Sand Grain Size on Rate of Melting and Refining of 
Soda-lime Glass. The Glass Industry (1925) 6, 211. 
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heated to a temperature sufficiently high that the ingredients melt and 
react with one another to form glass. Then the temperature is raised 
somewhat to cause the glass to become more fluid, thus allowing the 
excess gases still held by it to pass off more freely. This is called the 
“fining”? process. Finally, the glass is allowed to cool down to 
working viscosity. r 

The first two stages overlap one another. The first action that takes 
place is the combination of the soda ash and limestone with silica to form 
normal sodium and lime silicates. This reaction takes place on the 
surface of the sand grains. The carbon dioxide of the soda and limestone 
is liberated at this time and in part escapes and in part is retained until 
the “fining” stage is reached. All of the silica is not required to satisfy 
this reaction. Perhaps only two or three parts out of six are used in this 
way. ‘The remaining three or four then slowly dissolve in or combine 
with the molten sodium and lime silicates. As the silica content of the 
resulting glass increases, its viscosity does likewise. . 

If the sand grains are too fine the first reaction will take place so 
rapidly that the large volumes of carbon dioxide liberated will cause the 
batch to foam badly and, in the case of a tank furnace, excessive amounts 
of material will be carried into the checkers of the regenerators and into 
the flues. Too fine sand may also be responsible for the formation of a 
fine persistent seed in the glass. According to McSwiney, this is not due 
primarily to the initial small size of the bubbles formed from the small 
sand grains, but to the fact that as the fine sand grains dissolve very 
rapidly, the increase in viscosity of the fluid medium takes place very 
rapidly. Because of this rapid increase in viscosity, the small bubbles 
subsequently formed do not have the freedom of movement or coales- 
cence which they would otherwise have and cannot as readily escape from 
the glass. It might at first hand seem desirable that the sand should 
contain just enough fine sand to satisfy the first reaction between the soda 
ash and limestone. In practice, however, the use of cullet obviates this 
necessity as it contains enough silica to allow the formation of 


normal ‘silicates. 


Coarseness of Sand and Formation of Batch Scum 


The coarser the sand used the greater is the tendency for the formation 
of batch scum. McSwiney, however, believes that it is possible to make 
good glass commercially from sand which is very much coarser than that 
ordinarily used, provided the operation is kept free from other factors 
which might cause scum formation. A sand containing only a few per 
cent. of coarse grains is more likely to cause scum, stones, and cords than 
a sand in which all the grains are uniformly coarse. If the sand grains are 
uniform in size, the attack on them will be approximately uniform and 
consequently they will decrease in size at a uniform rate. On the other 
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hand, if the sand is composed of a few per cent. of large grains 
and the remainder relatively small grains, the solution of the 
small grains will be completed before the large grains have decreased 
but very little in size. The solution of the large grains will then 
be taking place at a point where the solution speed is slowest because the 
solution will be near its saturation point in silica. The viscosity will be 
near the maximum so that diffusion and bubble movement will be very 
slow. If then the larger grains are not allowed for solution an amount of 
time much greater than the melt is usually given, they will remain undis- 
solved as small stones or will agglomerate into a mass of scum, or, even if 
dissolved, the resultant high silica glass will remain incompletely mixed 
as small cords. 

The finer portions of a glass sand are apt to contain a large part of the 
undesirable iron-bearing minerals of the sand, such as magnetite and 
ilmenite. Also, if the sand grains are coated with small amounts of 
limonite or hematite, the finer sand on account of its greater surface area 
in proportion to its weight will contain the higher percentage of iron. 
Several investigators’? have shown that the iron content of some glass 
sands can be materially reduced by carefully screening out the 
finer material. 

The committee on standards of the glass section of the American 
Ceramic Society has proposed tentative specifications’® in regard to grain 
size for glass sands. The sand shall be prepared so that the size of grains 
shall be rather uniform and be within the limits set in the following table: 


Limiting Percentages of Various Sizes of Sand Grains 


boo hla ANNO m2 OMS Chee Waareearrence ten ase mean neat 100 per cent. 

Through a No. 20 and remaining on a No. 40 screen.... Not more than 60 per cent. 
nor less than 40. 

Through a No. 40 and remaining on a No. 60 screen.... Not more than 40 per cent. 
nor less than 30. 

Through a No. 60 and remaining on a No. 100 screen... Not more than 20 per cent. 
nor less than 10. 

SIEMEO Ue: hreeN Orel OO" SCT COL inner Not more than 5 per cent. 


‘ : é : : 
Sereen tests shall be made with sand dried at 110° C., using United States Bureau of 
Standards standard screen sizes. 


The following screen tests on four typical washed and dried American 


glass sands were made by the writer in 1915, using a set of Tyler standard 
screen scale sieves: 


: * Henry B. Kiimmel and R. B. Gage: The Glass-sand Industry of New Jersey. 
Geol. Surv. of New Jersey, Annual Report (1906) 92. C. J. Peddle: British Glass- 
making Sands. Jnl. Soc. Glass Technology (1917) Me Pt 

*8 Bull. American Ceramic Soe. (1923) 2, 184. 
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Results of Screen Tests in Four Typical Washed and Dried American Glass 


Sands 
SS SSS SS a a a ee eee 
| 
From the | From the | From the 
| Oriskany Oriskany Pottsville es the 
sandstone | sandstone | sandstone t. Peter 
| at Maple- at Vine- at Kenner- sandstone 
ton Depot, yard dell at Ottawa, 
| : Reiss: : ’ La Salle 
Huntingdon) *Miffiin Venango Gol 
Co., Pa. Co., Pa. Co;; Pa. EE 
Through 10-mesh and caught on 14............. | > .42 
Through 14-mesh and caught on 20.............| .07 05 .78 04 
Through 20-mesh and caught on 28............. 1.59 i235 2.18 2.16 
Through 28-mesh and caught on 35............. (Eee hl 4.88 Mees 19.81 
Through 35-mesh and caught on 48............. 61.71 34.80 30.75 38.04 
Through 48-mesh and caught on 65............. 20.25 41.03 37.06 14.19 
Through 65-mesh and caught on 100............ 2.79 15.04 19.93 10.15 
Through 100-mesh and caught on 150........... | .16 2.09 .85 | 6.66 
Through 150-mesh and caught on 200........... .03 .49 .10 3.68 
Through 200-mesh and caught on pan......... O01 ! 16 .03 4.76 
99.72 99.77 99.38 99.49 


The amount of variation in size of sand grains is sometimes expressed 
in terms of a uniformity coefficient. This is the ratio of the size of grain 
which has 60 per cent. of the sample by weight finer than itself to the size 
which has 10 per cent. finer than itself. It can be obtained by plotting a 
curve on co-ordinate paper using the total percentages passing through 
the various screens as ordinates and the size of the openings in the screens 
as abscissas. A uniformity coefficient of 1 would mean that at least 50 
per cent. of the sand was uniform in size, with not more than 10 per cent. 
smaller and 40 per cent. larger than this size. The term effective size is 
defined as a size such that 10 per cent. of the material by weight is com- 
posed of smaller grains and 90 per cent. of larger grains than this size. It 
is expressed in terms of millimeters. The effective size together with the 
uniformity coefficient define rather closely the size and uniformity of a sand. 

In the case of the four screen tests given above, the one from Mapleton 
Depot has a uniformity coefficient of 1.40 and an effective size of 0.248 
millimeters; the one from Vineyard, a uniformity coefficient of 1.59 and 
an effective size of 0.184 millimeters; the one from Kennerdell, a uniformity 
coefficient of 1.64 and an effective size of 0.180 millimeters; and the one 
from Ottawa, a uniformity coefficient of 3.16 and an effective size of 0.114 
millimeters. The last one contains an excessive quantity of fine grains. 
If these had been removed, the uniformity coefficient would have been 
more nearly like that of the others. 

In the preparation of glass sands, the coarser grains and the fine 
material can be readily removed by proper washing and screening. To 
re-arrange the percentages of the various grain sizes that constitute the 
bulk of the sand in a particular deposit so as to conform to a rigid set of 
specifications, however, is not an easy matter. While it can be done, it 


is not commercially feasible. 
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SHAPE OF GRAINS 


The grains of water-laid glass sands, such as those of the Oriskany 
formation in Pennsylvania and West Virginia, shown in Fig. 1, the 
Pottsville in Ohio, Pennsylvania and West Virginia, and the unconsoli- 
dated sands of New Jersey, shown in Fig. 2, are irregular and usually 
angular in shape; while the grains of the St. Peter sandstone in Illinois and 
Missouri, shown in Fig. 3, and the Sylvania sandstone in Michigan, 
shown in Fig. 4, which were blown about by the wind for a long time 
before being deposited in their present positions, are more or less rounded 
in shape. All of the above sands have proved satisfactory in the manu- 
facture of every type of glass for which they have been employed when- 
ever they have been able to meet the necessary chemical requirements. 


{Ta —=(2 GQ CG r: T ‘wel 
Fig. 1.—GLaAss SAND WITH ANGULAR GRAINS, PRODUCED FROM THE ORISKANY SAND- 
STONE AT Mapuieton Depot, Pa. 


The fact that angular grains present a greater surface over which 
reaction can take place for a given weight of sand than rounded ones, and 
hence should go into solution more rapidly, has not been found to aie 
any appreciable difference in actual practice. This factor probably 
enters in only at the start for as soon as reaction sets in the angular grains 
are soon rounded off. There is no longer very much prejudice on the part 
of glass manufacturers in favor of angular over rounded grains, provided 


the sand meets the necessary requirements in regard to chemical compo- 
sition and grain size. 
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Fig. 3.—GLASS SAND WITH ROUNDED GRAINS, PRODUCED FROM ST, PETER SANDSTONE 
at Orrawa, ILL. 
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SPECIFICATIONS 


A few large glass companies own and operate their own sand plants. 
The bulk of the annual output of glass sand in the United States, however, 
is produced by companies engaged primarily in the sand business. In 
some cases, glass sand is their major product, although in most instances 
other types of sand are also produced from those portions of the sand that 
are not suited for glass making. 

Very little glass sand is sold or purchased under rigid written specifica- 
tions?! at the present time. One large sand company operating in the 


I'ia. 4.—GLASS SAND, WITH ROUNDED GRAINS, PRODUCED FROM THE SYLVANIA SAND- 
STONE AT Rockwoop, MicH. 


Illinois district sells its sand under a guarantee that all its grains pass a 
28-mesh and at least 98 per cent. remain on a standard 70-mesh testing 
screen, and that the ferric oxide content is under 0.025 per cent. Usually 
the glass manufacturer determines the type of sand which he thinks will 
meet his requirements and then buys from a producer who can supply 
him with that quality of sand in uniform and sufficient quantities to meet 
his needs at the lowest price, taking freight rates into consideration. 

In recent years the demands of the manufacturers have become more 
stringent, particularly with reference to iron content. Optical glass 
manufacturers, necessarily requiring the highest quality of sand, insist 


*4 Additional data for comparison may be found in a paper entitled ‘The Require- 
ments of Sand and Limestone for Glass-making,”’ by Ernest F. Burchard, U. 8. Geol. 
Surv. Bull. 285 (1906) 452, and in the other Survey papers cited later. 
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on keeping the ferric oxide content down to 0.015 or 0.016 percent. Each 
car received is sampled and analyzed for silica and ferric oxide. Manu- 
facturers of good colorless bottles and glass containers usually insist 
on ferric oxide under 0.04 per cent. and in some instances under 0.03. 
Plate glass manufacturers sometimes use sands containing as high as 
0.15 per cent. ferric oxide and 0.5 per cent. alumina, but prefer consider- 
ably lower limits. Some window glass concerns now demand that the 
ferric oxide content be kept under 0.08 per cent. 

Uniformity in composition from shipment to shipment is of extreme 
importance and is usually insisted upon. Some glass sand producers 
make more than one grade of sand, the distinction being based largely 
on the ferric oxide content. These are sold to suit the requirements of 
their various customers. Most glass sand, including that employed for 
optical glass, is used at the glass plant as received from the producer. 
All glass sand must, therefore, be screened, washed, and dried before 
shipment, except where the natural conditions of the quarries allow the 
production by screening only of fourth, fifth, sixth, or seventh quality 
sand. Closed cars must be used for shipping first, second, or third qual- 
ity sand and these must be thoroughly cleaned before loading and lined 
with paper. 

MINING AND PREPARATION” 


West Virginia, Illinois, Pennsylvania, New Jersey and Missouri (in 
the order of 1923 output) produce most of the sand used for the manu- 
facture of glass in this country. In 1923 their output comprised 83 per 
cent. of the total production.” In Pennsylvania and West Virginia the 
bulk of the glass sand produced is derived from the Oriskany sandstone. 
A little is prepared from Pottsville sandstones. In Illinois and Missouri 
practically all of the glass sand is derived from the St. Peter sandstone. 
In New Jersey the glass sands occur as horizontal beds of unconsolidated 
sand, and are sometimes 90 ft. thick and capped by from 1 to 15 ft. of 
gravel, sand and loam.?’ The Oriskany and St. Peter sandstones are 
the two major sources of glass sand in the United States. 


25 For further data on geologic relations and distribution of many American glass 


sands see the following papers: . 
““GJass Sands of the Middle Mississippi Basin,” by Ernest F. Burchard, U. 8. 


Geol. Surv. Bull. 285 (1906) 459. : ae 
“The Glass Sand Industry in Eastern West Virginia,” by George W. Stose, 


U.S. Geol. Surv. Bull. 285 (1906), pp. 473-475. : 
“Glass Sand Industry of Indiana, Kentucky, and Ohio,” by Ernest F. Burchard, 


U.S. Geol. Surv. Bull. 315, pp. 361-376. 
“Notes on Various Glass Sands, Mainly Undeveloped,” by Ernest F. Burchard, 


J. 8. Geol. Surv. Bull. 315, pp. 377-382. 
. 26 ie Coons: Sand and Gravel in 1923. Mineral Resources of U.S., Part I 


23) 152. 
ae ee B. Kiimmel and R. B. Gage: The Glass Sand Industry of New Jersey. 


Geol. Surv. of New Jersey, Annual Report (1906) 80. 
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PENNSYLVANIA AND West VIRGINIA PRACTICE 


Most of the Oriskany sandstone outcrop in Pennsylvania and West 
Virginia is valueless for glass sand either on account of its too high iron 
content or because it is still a hard, white to bluish-gray quartzite. Thus 
far, portions suitable for high-grade glass sand have been found and 
developed only in two main areas, one in the Juniata Valley region of 
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Fire. 5.—CHASER MILL AND SCREENS. 


Fic. 6.—BaTrERY OF THREE SCREW WASHERS. 


central Pennsylvania, confined mainly to Huntingdon and Mifflin coun- 
ties, and the other in northeastern West Virginia in Morgan County. 
In these two areas a very pure quartz sand was laid down during lower 
Devonian time which became consolidated into a hard quartzite. During 
the Appalachian uplift the beds were folded and by subsequent erosion 
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their bevelled edges have been exposed to weathering which in the areas 
mentioned has resulted in the partial and in places complete disintegra- 
tion of the Oriskany into a friable sandstone, and in exceptional cases 
even into loose sand without the infiltration of any iron-bearing solutions. 
In these two areas the Oriskany sandstone yields some of the highest 
grade glass sand produced in the United Statés or any other country. 

In Pennsylvania at present, the glass sand industry is most extensively 
developed in the vicinity of Mapleton Depot in Huntingdon County. 
The Oriskany sandstone outcrop here forms Rocky Ridge, a low ridge on 
the western flanks of Jacks Mountain. It varies in thickness from 130 to 
170 ft. and dips from 60 to 65 degrees toward the westward. Mining 
is done entirely in open quarries, which are located along the ridge for a 
distance of about two miles to the north of the gap cut by the Juniata 
River through the ridge at Mapleton Depot and 114 miles to the south. 
The rock, while comparatively friable, has to be passed through jaw 
crushers and chaser mills to disintegrate it into loose sand. In the 
vicinity of Vineyard in Mifflin County some of the rock is so friable that 
after being loosened with light shots, a large percentage of sand can be 
recovered by hydraulic mining. A stream of water under pressure is 
directed against the sandstone face, breaking it up into loose sand which 
is washed into flumes and conducted to the sand plant. In the vicinity 
of McVeytown and Granville in the same county, extensive underground 
operations were formerly carried on. Here the sandstone is practically 
completely disintegrated into a loose exceptionally pure quartz sand 
which requires only washing, drying, and screening. A little is still 
mined at Granville. Only about 50 per cent. of the sand in the deposit 
is recovered by the method used. 

In West Virginia, the most important center of glass sand production 
is near Berkeley Springs in Morgan County, where the Oriskany sandstone 
outcrop forms Warm Spring Ridge. The sandstone here ranges in thick- 
ness from 185 to 210 ft. and dips about 48 degrees toward the eastward. 
Mining is confined to open quarries, which are located along the ridge 
from a point about three-fourths of a mile south of the Potomac River for 
a distance of nearly three miles to Berkeley Springs. One quarry is also 
located near Great Cacapon on the west side of Cacapon Mountain. 


Warm Spring Ridge is on the east side. 


QUARRY AND PLANT OPERATIONS 


Quarrying operations in the Mapleton Depot and Berkeley Springs 
districts are carried on along the strike of the formation. A face, varying 
in width from 100 to 150 ft. at the base, is developed with walls on the 
footwall side of the quarry rising anywhere from 180 to 230 ft. in height. 
The slope of this wall is determined largely by the dip of the formation. 
The hanging wall side is always much lower. Sufficient sandstone is 


416 AMERICAN GLASS SANDS 


usually left on the footwall to prevent the underlying calcareous shales 
from being washed into the quarry. Very little soil covers the sandstone. 
This is removed by stripping as the quarry face is advanced. The rock 
is broken down by blasting into suitable sizes for loading into small 
narrow-gage railway cars which are hauled by horses, mules or small 
locomotives to the crushing plant. Formerly, loading was done entirely 
by hand but now steam shovels mounted on caterpillar trucks are used 
in many of the quarries. These can handle much larger blocks but do 
not permit as careful sorting as is possible with hand loading. 

At the plant the sandstone is crushed, washed, dried, and screened. 
The rock as it comes from the quarry is first passed over a grizzly consist- 
ing of a series of parallel steel bars placed about two inches apart on an 
incline. The oversize passes through a 12 by 20-in. Blake type jaw 
crusher which reduces it down to about a 3-in. diameter. Such a 
crusher handles from 14 to 25 tons of material per hour, depending upon 
the nature of the rock crushed. Where steam shovels have been intro- 
duced for loading, it has been found necessary to install larger jaw 
crushers, up to 40 by 42 in., to break down the big boulders to a size 
that can be handled by the smaller crushers. 

The material from the jaw crushers and that which passed through 
the grizzly next goes directly to a chaser mill or grinding pan like that 
shown in Fig. 5. These mills consist of circular steel pans, varying 
in diameter from 6 to 9 ft., in which revolve two heavy steel rolls or 
mullers mounted on a horizontal axis. The pan itself is stationary. 
Water is fed into the pan and, as the material is crushed, it passes out 
through screens at the sides, two opposite ends of the pan being perfo- 
rated for this purpose. The capacity of the mill varies with the diameter 
of the pan and the hardness of the material treated. A 9-ft. pan will 
handle anywhere from 100 to 250 tons per day of 10 hours, depending 
upon the readiness with which the sandstone crumbles under the mullers. 
For a 9-ft. mill, the rolls usually have a 12-in. face and weigh from 
5000 to 6000 pounds each. The mullers revolve about a central vertical 
shaft at about 30 to 35 revolutions per minute. 


SCREENING 


From the chaser mill the sand goes to a revolving screen. Usually 
two of these are placed at opposite sides of the pan, as shown in Fig. 
5. They have a diameter of from 7 to 8 ft. and a 24 to 36-in. face. 
They revolve about a central spindle at about 15 revolutions per minute. 
The screens are made of brass wire with usually 10 to 12 meshes per 
linear inch. The undersize material passes through the screens to the 
washers, while the oversize is returned to the chaser mill. Occasionally 
when there is apt to be considerable coarse material present, the a 
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u Rohe is of these orchene screens, the first one having only 


acl: 6 meshes per linear inch while the second has 12. This is done 


so as to protect the finer screen with the smaller diameter wire from too 
rapid wear by abrasion from coarse particles of rock. 

From the revolving screens the undersize material goes to the sand 
washers. These consist of inclined wooden boxes or troughs, 10 to 12 
ft. long and 18 to 22 in. wide on the inside. In these troughs are cast 
iron rotating screw conveyors which carry the sand from the bottom 
to the top. Fig. 6 shows their appearance. The washers are set up 
in batteries of two, three, four, five, and sometimes six—four being the 
usual number. They may be set up either parallel to one another, as 
shown in Fig. 6, or in tandem. The troughs are inclined at angles 
varying from 18 to 20 degrees from the horizontal. The sand enters 
each washer at the foot while clear water runs in at the head. The 
revolving screws carry the sand up the trough against the stream of water 
which carries away with it the clayey material and the excessively fine 
grains of sand. The dirty water overflows at the lower ends of the 
troughs into waste chutes. Where the washers are arranged in parallel, 
when the sand reaches the head of one washer it is dumped into a trough 
and is carried to the foot of the next by a stream of water. It passes on 
up this washer in a similar manner and thus on through the other washers 
of the battery. Where they are set up in tandem, they are so arranged 
that one discharges into the lower end of the next and so on through 
the series. 

A plant with a 9-ft. grinding pan requires at least 150 gallons of 
water per minute. In some plants 400 to 600 gallons are used. An 
adequate water supply, therefore, is an absolute necessity for a washing 
plant of this type. 

The sand from the washers is discharged onto a belt conveyor inclined 
at the end near the washers and horizontal at the end over the draining 
floor. It is installed near the roof of the draining shed so that the sand 
dropping from it builds up large cones reaching from the floor to the belt. 
The shed ordinarily has sufficient length so that by discharging at several 
points along the belt a number of cones of sand may be built up. A 
system of open joint tile drains under the floor permits the water to 
escape. The sand is usually allowed to drain at least 12 hours. 


DRYING 


Steam dryers are now employed at most plants, although a few 
direct heat dryers of the revolving cylinder type are still in use. Steam 
dryers are built in units, usually about 20 ft. long, 8 ft. wide, and 6 
ft. high with hopper-shaped bottoms. The walls of the dryers are 
constructed of ordinary red brick. Inside are horizontal steam pipes 

vou, LXXIII.-27 
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resting on inverted angle irons. These pipes are arranged in tiers, one 
above the other, and are placed closer and closer together toward the 
bottom. The sand is discharged onto the pipes, gradually drops down 
between them, and is finally discharged onto a belt conveyor at the 
bottom of the dryer. The steam and damp air from the sand accumu- 
late under the angle irons on which the pipes rest and are drawn off by 
means of an exhaust fan. The sand is conveyed to the dryers from the 
drainage piles either by a belt conveyor which discharges over the 
dryers, or by an overhead travelling crane from which a grab-bucket 
is suspended. In the first type of installation the sand from the piles 
is usually shoveled by hand into a bucket elevator which discharges onto 
the belt conveyor. A steam dryer of the above type handles about 15 
tons of sand per hour. 

The sand from the dryers is next screened. Revolving screens or 
trommels are used. The size of screen openings varies in different 
plants, sizes from 14, 16, 18, 20, to 22 meshes per linear inch being 
employed. Eighteen meshes per linear inch is perhaps the most common 
size. In some plants the sand is passed over two screens, 14 and 18 or 20 
and 22 being the combinations used. After the sand has been screened, 
it is elevated to the storage bins for shipment. 

Electric power is now used at practically all plants. A fully equipped 
plant capable of producing 300 tons of sand per day and supplied 
with two units of machinery, including two 9-ft. chaser mills and one 
steam dryer, can be erected at the present time, in a location where the 
conditions are not unusual, for about $80,000.28 If an overhead crane 
for conveying the sand from the drainage piles to the dryer is included the 
cost is about $15,000 more. The above estimate includes a substantially- 
built frame building, foundations for building and machinery, and the 
necessary electrical installations to operate the machinery. It does not, 
however, include outside power lines, railroad sidings, and quarry equip- 


ment. If only one dryer is installed, this has to be run day and night to 
give a 800-ton capacity. 


GRADES OF GLAss SANDS 


Three grades of sand are usually made in the Juniata Valley and 
Berkeley Springs districts. 'The sandstone is roughly sorted into differ- 
ent grades in the quarry on the basis of the amount of iron stain or limon- 
ite which it shows. Only the purest portions of the rock are used for 
what is called No. 1 sand. The bulk of this grade satisfies the specifica- 
tions of the American Ceramic Society for first quality sand, with the 
exception that perhaps in most instances the alumina content is slightly 
higher, this usually ranging from 0.12 to 0.25 per cent. The iron content 
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°8 Private communication from a manufacturer of this type of equipment. 
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is frequently somewhat lower than the maximum allowed. -The No. 2 
sand contains a little more iron, but its ferric oxide content usually ig 
also low, under 0.05 per cent. The alumina content is approximately 
the same as that of the No. 1. Very little of the No. 3 sand is sold for 
glass-making purposes. All of the No. 1 and that part of the No. 2 
which is sold as glass sand is dried. The No. 3is shipped wet. 

At Mapleton Depot about 40 per cent. of the output is No. 1 sand F 
48 per cent., No. 2, and 12 per cent., No.3. Inthe vicinity of Vineyard, 
only about 22 per cent. of the output constitutes No. 1 sand, while 38 and 
40 per cent. fall into the No. 2 and 3 classes respectively. At Granville, 
practically the entire product is of the No. 1 grade. In the Berkeley 
Springs district about 64 per cent. of the sand qualifies as No. 1, 30 per 
cent. as No. 2, and only 6 per cent. has to be sold as No. 3 grade. 

At most places where glass sands are produced from Pottsville sand- 
stone in Western Pennsylvania, the method of preparation is essen- 
tially the same as that described for the Oriskany sandstone. Sands equal 
in quality to the No. 1 grade from the Juniata Valley and Berkeley 
Springs districts, however, cannot be produced from Pottsville sandstone. 

In the past, some of the cheaper grades of glass sand produced from 
the Pottsville were not washed. The sandstone was simply crushed to 
sand and screened. Very little glass sand of this character finds a market 
any longer. When this method of preparation is used, a dry grinding pan 
is employed. In a pan of this type, the mullers or rolls do not revolve 
about a central shaft although they turn about the horizontal axis on 
which they are mounted. The pan itself is rotated. The rolls tread on 
false plates, which may be rerhoved when they are worn, while the outer 
portion of the bottom of the pan consists of screen plates through which 
the crushed material passes. 

After the material has gone through the grinding pan it is conveyed 
to a revolving or shaking screen from which the undersize is conveyed to 
storage bins, stock piles, or directly to the cars, while the oversize goes 


back to the pan. 


ILLINOIS 


Practically all of the glass sand produced in Illinois is derived from the 
St. Peter sandstone, which crops out at a number of localities in the 
northern part of the state. Glass sand is obtained from it in Kendall, 
LaSalle and Ogle counties, with the largest production in the vicinity of 
Ottawa in La Salle County. The St. Peter sandstone ranges in thickness 
from 120 to 200 ft. in this district and lies almost horizontal. In many 
places it is a practically pure white quartz sandstone, the proportion of 
silica being very high, at some places exceeding 99 per cent., so that 
it is capable of yielding an excellent quality of glass sand comparable 
with that derived from the Oriskany sandstone in Pennsylvania 
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and West Virginia. It is usually so poorly cemented that the rock 
crumbles readily. The rounded character of its grains has already 
been mentioned. 

At one large plant the following method of mining and preparation 
is used.22 Light shots of slow-burning dynamite are used to disintegrate 
the rock. The sand is then hydraulicked to a sump from which it is 
pumped in suspension in water by means of a sand pump to the foot 
of a drag conveyor that elevates it out of the quarry to the top of 
the washer. 

The washing plant contains two large concrete bins of oval shape, 
each of which is supplied with numerous jets of clean water that serve 
to agitate the sand. The fine material rises to the surface and is carried 
off in suspension over a skimming dam in the side of the bin, which is 
raised as the bin fills with sand. From the washing bins, the sand is 
again pumped in suspension in water to draining bins. There are 12 
of these concrete bins of 200-ton capacity each, with hopper-shaped 
drainage bottoms and the same skimming arrangement on the sides 
as the washers. Doors are provided in the sides of the draining bins 
from which the sand is delivered to steam dryers. A belt conveyor 
underneath the dryers carries the dry sand to an elevator that raises it to 
the top of the screening and storage building. Inclined vibrating screens 
and vibrating separators are used for classifying the sand into four 
different products, one of which is sold as glass sand. 

All of the glass sand produced at this plant is guaranteed to pass a 
28-mesh and at least 98 per cent. to remain on a standard 70-mesh testing 
screen, as well as to have a ferric oxide content under 0.025 per cent. 
Much of it averages about 0.020 per cent. and some of it has run as low as 
0.014 per cent. The untreated sand contains about 0.043 per cent. 


Missouri 


The St. Peter sandstone is also the source of the glass sand produced 
in Missouri at the present time. Most of the production is confined to 
Franklin, Jefferson, St. Charles, and St. Louis counties in a district lying 
to the west and south of the city of St. Louis. In this area the sandstone 
has a thickness ranging from 60 to 100 ft., but the entire thickness is 
rarely available for glass sand. As a rule, only portions of it can be 
utilized. The dip of the formation ranges from about 4 to 20 degrees 
to the northeast. 

Mining of the St. Peter sandstone in Missouri is done both by open 
pit and by underground methods.*® In the quarries there is usually 
an overburden consisting either of loess or of limestone or often of both, 


29 Private communication. 


30 C. L. Dake: The Sand and Gravel Resources of Missouri. Missouri Bur. Geol. 
and Mines (1918) 15, 2nd series, 39. 
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which varies from a few inches to 30 ft. or more in thickness. When 
the covering is of limestone, shooting is invariably part of the stripping 
operation. In most of the quarries the sandstone is sufficiently cemented 
to make blasting necessary. The sand is shot down into great piles 
either of broken blocks or of loose sand, depending on the degree of 
cementation. This is loaded into quarry cats either by hand or by the 
use of steam shovels. Mules, cable, gravity, or electric-motor haulage 
are used. At a few places, where the overburden is particularly heavy, 
underground mining methods are resorted to. Usually about 25 per cent. 
of the sandstone has to be left in the form of pillars. 

Crushing is generally required. At a few places the rock is so friable 
that the simple washing through a coarse revolving screen is sufficient to 
cause it to crumble to loose sand. In most places, however, regular 
crushers are employed. Gyratory crushers and hammer mills are the 
most popular types. 

In 1918, only two plants operating in the state washed their glass 
sand. The washing process consists in passing a mixture of sand and 
water over rifles, or through successive settling tanks where the coarse 
material settles and the finely divided limonite and clay, together with 
much undesirable fine quartz, are floated off with the water. The wash- 
ing usually gives an appreciable reduction in alumina and ferric oxide. 
One company reduces its quarry-run sand from 0.210 per cent. alumina to 
0.049, and the ferric oxide content from 0.075 to 0.031. At plants where the 
sand is washed it is usually screened twice, once through a coarse screen 
after crushing, the oversize being returned to the crusher, and again after 
it has been washed and dried when it is usually passed through a 20-mesh 
screen. Both the direct heat rotary and steam types of dryers are used. 
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NEw JERSEY 


The New Jersey glass sand deposits occur as practically horizontal 
beds of unconsolidated sand sometimes reaching thicknesses up to 90 
ft., which are capped by layers of gravel, sand, and loam, varying in 
thickness from 1 to 15 ft. While the New Jersey glass sands are not 
of as high quality as the best grades that are produced from the Oriskany 
and St. Peter sandstones, they are of sufficient purity to be used in the 
manufacture of high grade bottles, pressed ware, and window glass. 

Mining is usually done with steam shovels if the deposit is above water 
level and will not hold water for a dredging pond.*! If a pond can be 
made, the mining is done by hydraulic dredging with centrifugal pumps 
placed on a floating dredge and discharging to the washing and screening 
plant through long pipe lines. 


31 W. M. Weigel: Sandblast Sand. U.S. Bur. Mines, Reports of Investigations, 
Ser. No. 2615 (1924) June. 
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Some type of washing is carried on in all cases. Where the sand is 
particularly clean only screen washing may be resorted to. At some 
plants screw washers of the type already described are used. Both 
stationary steam dryers and direct heat rotary dryers are employed for 
drying the sand. The coarser material is usually taken out by revolving 
screens while the fine material is separated on shaking or vibrating screens. 


PRICES AND PRODUCTION 


In 1923, only 1.4 per cent. of the total sand and gravel produced in 
the United States was sold for glass-making purposes but, on account of 
the higher price that glass sand commands as compared with other types, 
its value represented 4.1 per cent. of that of the total output.*? West 
Virginia, during that year, produced 25 per cent. of the total output; 
Illinois, 24; Pennsylvania, 17; New Jersey, 9; and Missouri, 7 per cent. 
The average price per ton received for the total output of the United 
States during that year was $1.84; for West Virginia, $2.30; for Illinois, 
$1.57; for Pennsylvania, $2.06; for New Jersey, $1.64; and for Missouri, 
$1.40. 

The glass industry of the United States is well located with respect to 
the above sources of sand. Sixty-two per cent. of the total value of the 
glass produced in 1919’* came from factories located in the above five 
states and the major portion of the remainder came from adjacent states. 
The reserves of high grade glass sand in the Eastern United States and 
the Mississippi Valley region are large. On the Pacific Coast, however, 
no deposits capable of yielding a good quality of glass sand have thus 
far been discovered. Some of the California glass plants import Belgian 
sand. During 1924 this amounted to 5775 long tons. The sand is 
brought into the California ports as ship ballast and hence is sold at a 
very low price. 


DISCUSSION 


F. A. Wiper, North Holston, Va.—lIs it altogether out of the 
question to use quartzite? I ask because in Southwest Virginia we have 
quartzites that analyze 99 per cent. silica, with satisfactory iron content, 
and they are being used in a small way now, I understand, for glass sand 
purposes. Power is relatively cheap and the material lies high above the 
drainage line, so that we are not troubled with water in the operations. 
For glass purposes in the South the freight haul is a factor, when 
you consider taking material from Illinois and West Virginia. 


82 A. T. Coons: Sand and Gravel in 1923. Mineral Resources of U. S. eartell 
(1923) 152. 


8 Fourteenth Census of U S., 1920 (1923) 8, 388. 
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C. R. Ferrxe.—There are two reasons why quartzite is not desirable: 
First, the additional expense of crushing such material to the necessary 
size; and second, the rather excessive amount of fine material produced in 
order to reduce the bulk of the product to the required size. 

There have been several attempts made to use quartzites. I know of 
one instance in West Virginia, and one in Pentisylvania. Both were fail- 
ures. They had difficulty in making the right-sized material at a cost to 
compete with sands derived from more friable sandstones. In California 
I understand they have tried unsuccessfully to use massive quartz which 
occurs comparatively pure in the form of large veins in some localities. 
Of course, they can import foreign sand at a comparatively low figure on 
the Pacific Coast. This is mostly Belgian sand, and is brought in 
as ballast. 
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Washing and Sizing Sand and Gravel 


By Epmunp Suaw,* Curcago, In. | 


(New York Meeting, February, 1926) 


In THE year just past there were produced in the United States 
about 170,000,000 tons of sand and gravel. Much of this was pit-run 
material used for gravelling roads and as railroad ballast on lines that 
did not carry heavy traffic. But more than half of it was marketed as 
washed and sized, or graded, material. 

The methods used for preparing sand and gravel for the market have 
long been used in ore dressing and, as in ore dressing, depend on differ- 
ences in the specific gravity of two substances or in the size or weight of 
particles. But many changes in the design and operation of plants and 
machines have been necessary. In ore dressing, the concentrate is only 
a small part of the feed; in sand and gravel washing, it is much the larger 
part of the feed. In addition, such close work as is needed when con- 
centrating a metallic ore is not needed when washing gravel; the ability 
to put through a large tonnage is more important, and sizing, which 
is only a preliminary process in ore dressing, is an end to be attained. 

Rock crushers are found in most sand and gravel plants and they are 
used to break up the larger pieces from the deposit (known as boulders 
and cobbles) which are removed by a scalping screen. The crusher 
discharge is usually sent back to the scalping screen, the perforations in 
this screen setting the maximum size of the finished product. 


WASHING 


Washing is to prepare sand and gravel so that they may be used as 
aggregates in concrete and wall plaster and in various processes in which 
impurities would harm the product. At one end of the scale of washed 
materials may stand ordinary concrete sand, which in some states may 
contain as much as 3 per cent. of clay and still be used in highway concrete 
construction. At the other end will stand the silica sand used for 
making plate glass, which must be washed so clean that the impurities 
that can be removed by washing do not exceed a few hundredths of a 
per cent. The methods and machinery that would produce one of these 


* Hditor, Rock Products. 
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would not produce the other. However, the theoretical principles of 
washing are the same for both materials. 

Washing and sizing are generally carried on at the same time and in 

the same equipment, but the two are distinct processes. It is possible 
to wash first and to size afterward, as is customary for the production of 
blast sands, filter sands, and the like. And it {fs important to understand 
that the two processes are separate, for mistakes in design and in plant 
operation have come from confusing the two.’ In general, whatever 
improves the washing improves the sizing. Thus, the use of a large 
amount of water improves the washing and it also carries the material 
through the screens at a faster rate. At some plants where the material 
dug from the bank is clean enough to pass specifications, water has been 
used because of the greater output of screened materials that could 
be secured. 

The word sizing has been used in preference to screening because 
only a portion of the product is sized by screens. The greater part of 
the separation of sand into sizes is by means of hydraulic classification. 
This is employed both as a washing and a sizing method. 


Impurities To Be WaAsHED Out 


The materials that must be washed from sand are divided into the 
soluble and insoluble substances, and the organic and inorganic sub- 
stances. The solubles to be removed are mainly tannic and other organic 
acids that greatly affect the strength of concrete when present in even 
minute amounts. Sand and gravel containing these are not found in 
all parts of the country; but in some sections, as in some of the south- 
eastern states, they present a serious problem to the producer. Fortu- 
nately they can be readily removed by washing, provided a supply 
of clean water is obtainable. The only soluble mineral substances that 
must be removed are the sulfates, found especially in the arid parts of 
the country. It is sometimes difficult to remove these because the 
water supply in such districts is apt to be limited or to be contaminated 
with sulfates, the so-called ‘‘alkali” waters. 

The insoluble substances to be removed are, first of all, clay, which 
is present in almost every deposit. It occurs: first, as soft clay, which 
has been carried into the deposit by rains or has come from the decompo- 
sition of some of the minerals in the deposit; second, as film clay, coming 
from the decomposition of the minerals and existing as a film on the out- 
side of the grains and pebbles; and third, as a very hard clay, which forms 
clay balls almost as hard as the softer pebbles. Soft clay is easy to wash 
out, film clay may be scoured off by scrubbers, but clay balls are difficult 
to remove and special machines must be used when they are present. 
Loam which comes from the overburden of the deposit may be removed 
as easily as soft clay and by the same methods. 
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Next often found are the organic impurities, which consist of sticks, 
bark, and leaves and the roots of grasses, shrubs, and trees, all of which 
may be quite easily removed. Lignite and coal form another class of 
the organic impurities and their removal is more difficult; however, 
it is being accomplished on a commercial scale. 

Of the inorganic materials, the most difficult to remove is shale. 
Its removal on a commercial scale is an unsolved problem, but experi- 
ments, carried on for two years by C. 8S. Huntington for one of the largest 
machinery houses, have shown so much promise that we can say that some 
of the shaly gravels can be sufficiently cleaned for use as concrete aggre- 
gates. The objection to shale is not altogether due to its softness; 
some kinds of shale absorb water and swell while concrete is setting and 
hardening, and hence tend to disrupt the concrete. 

Other deleterious mineral substances are slate, mica, pyrite, and “sand 
rock,” which is the name given to soft sandstone. These are all difficult 
to remove and deposits containing much of anyone of them are not 
considered workable on a commercial scale. Mica can sometimes be 
removed by classification sufficiently to permit the sand to be used for 
making concrete. 

The oxidized forms of iron ore do not detract from the value of sand 
except for making glass. Glass sand is often concentrated on tables 
to remove iron minerals. Pyrite is not often found in natural sands but 
it is said to make trouble in artificial sands, such as the tailings from ore- 
dressing plants, which are sometimes used in making concrete. 


STANDARD WasHiInc MrtHop 


While the same method of washing will not do for the removal of all 
these substances, as they differ so much, there is a standard method of 
washing that will remove soft clay and the organic acids; and it is to 
apply this method that the ordinary sand and gravel plant is designed. 
This method employs a combination of washing by filtration and washing 
by decantation. 

Washing by filtration is applied to the coarser sizes (gravel) and 
usually the material is screened at the same time. The revolving screen, 
or trommel, is generally used; it has held first place in sand and gravel 
preparation more because it is a good washer than because it is a good 
screen. Considerable water is put into the screen with the gravel, or 
mixture of gravel or sand, at the first screen and as this water passes 
through the screen it carries most of the clay and the sand, which are 
separated later. To remove the last of the clay from the gravel, sprays 
are used farther along in the screen. Where a series of screens are used 
to make a series of sizes, each screen has its own spray for rinsing, so that 
very clean material is produced if enough water is used. 
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This method is economical of water, for water is most economically 
applied in washing where it can be run on the material in a succession of 
washes, each displacing the other, which is the ordinary method used in 
the laboratory for washing out a filtrate. But it cannot be applied to 
the finer sizes, the sands. Any filter with small enough meshes to hold 
back the — grains of sand soon clogs eithér with sand or with clay 
and the working comes to an end. Hence sand is always washed by 
decantation. 

Those who are familiar with cyanidation ait similar hydrometal- 
lurgical processes understand the theory of the removal of a soluble 
substance by repeated decantations. The principles involved in sand 
washing are the same. ‘The clay, which is really in suspension, may be 
considered as a salt in solution and its removal will then be according to 
the same laws. In brief, the percentage of clay removed and the per- 
centage left with the sand are proportional to the water removed and 
left with the sand. Thus, it is possible to calculate the amount of water 
required for washing sand, provided the percentage of clay is known. 

The apparatus by which washing by filtration and decantation are 
applied varies according to the ideas of the plant designed. The most 
popular form of screen, used for both washing and screening, is the conical 
trommel. A number of these are fastened to a common shaft, which is 
set at about 22° from the horizontal so that the material will flow readily 
from one screen to another. The first Jen! a 214-in. holes; the 
second either 144- or 114-in. holes; the third 5¢- or }4-in. holes, and the 
last screen in the series, known as the sand screen, om holes that may be 
anything from 7» to 3g in., the larger size being more commonly used. 
Each screen is provided with chutes so that the oversize is sent to a bin 
and the undersize is sent to the screen ahead, except in the case of the 
sand screen, from which the undersize goes to be washed by decantation. 
Each of these screens has its own washing spray, which is usually a 
perforated pipe connected to pressure water. 

One disadvantage of this system is that it requires considerable space 
both vertically and horizontally. For this reason jacketed screens are 
used in plants where it is desirable to save space; the inner jacket or 
main section has 234-in. holes and the others successively smaller holes 
to the sand-screen size. No more than three jackets are usually combined 
in this way. If another screen is needed to make a finer product than 
that made by the outer jacket of the main screen, it is mounted separately. 

Some of these jacketed screens are especially designed for washing. 
They have tire and trunnion bearings at both ends and are driven by 
a gear that goes around the main section. This leaves everything clear 
inside so that a 4- or 6-in. pipe can be passed through to supply plenty 
of water for the sprays. Such screens are very long, 24 ft. being a 
common length for a 48-in. screen. 
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Another type of sereen, which was designed to be a good washer, is 
a conical screen set on a horizontal shaft with the small end closed. 
The feed into the screen and the discharge out are both at the large end, 
the feed being carried in through a launder above the center. Jets of 
water under heavy pressure play on the mass of material where it turns 
in the screen and disintegrate lumps of clay and wash the pebbles clean. 


WasHING SAND BY DECANTATION 


The settlers, in which sand is caught and washed by decantation, 
are mainly of the continuous-discharge type. Considered as classifiers, 
most of them belong to the surface-current type, the current passing from 
end to end, so that the sand drops out as a roughly graded product, 
the coarser sand being nearest the entrance point. Valves at the bottom 
permit the discharge of the settled sand as a quicksand flow. The mois- 
ture contained in the voids of such a discharge is about 27 per cent. for 
ordinary concrete sands. 

A large number of plants use a device in which the discharge of sand 
is automatically controlled. These work in various ways. In one form, 
the oldest of all, the weight of the settled sand tilts the box when it reaches 
a certain depth and this tilting causes the valve to open. In another, 
the weight of the sand carries the whole settler down, as it is hung on 
a lever and balanced by a counterweight; this causes the valve to open. 
In still another, the settled sand obstructs the inflow of water, when it 
reaches a certain height, and causes it to flow into a chamber in which 
there is a float that opens the valve. These automatic sand settlers, 
in general, give a much cleaner product than settlers with hand-operated 
valves. For one thing, conditions of settling are kept constant; and for 
another, the danger of the attendant forgetting to close a valve in time 
and allowing a lot of clayey water to run into the sand is obviated. 


WatTeER REQUIRED FOR WASHING 


The amount of water required for washing will usually be governed 
by the amount that is needed to wash the sand by decantation. This 
can best be illustrated by an example. Suppose that the bank run con- 
tains 15 per cent. clay and that the proportion of sand to gravel in the 
remainder is as 3 is to 2, which is a proportion commonly found. Then 
each ton of bank run will contain: 


Pounps 
Clay, 15. per: cent... ck st oiilega:a Sic neiee tpeneicl tie pee ea 300 
Sand, three-fifths of 1700 1b... «scm es ae eee 1020 
Gravel, two-fifths of 1700 1b." . passaeeae ee ee 680 
2000 


Assuming that the clay must be not over 3 per cent. in the sand 
product, the 1020 lb. of sand will be 97 per cent., which gives the weight 
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of the clay with the sand as 31.5 Ib. As the weight of the clay removed 
is as the weight of the water removed, we have the proportion 268.5 
(300 — 31.5):31:5 = 2:377.2. This last figure is the water that will 
remain with the sand if the mixture contains 27 per cent. moisture. Solv- 
ing this, we find 3212 lb. of water is required to remove the clay so that 
the sand recovered will not have a clay product greater than 3 per cent. 
To this must be added the water remaining with the sand (377.2 lb.) and 
the water lost in rinsing the gravel, which will be at least 25 per cent. of 
its weight or 170 Ib. The total will, therefore, be 3759 Ib.; and as at 
least 10 per cent. must be added for safety, 4135 Ib. is the minimum that 
can be used. This is a ratio of 2.07 to 1 or 2.4 to 1, figuring the ratio on 
the finished product, as is the usual practice. 

A rough rule used by producers for the minimum water required is 
1 g. p. m. for 1 ton per 10-hr. day of finished product. That is, to wash 
1000 tons per day a plant would need 1000 g. p. m. of water. This is 
a ratio of 2.5 to 1. But the plants that can get along with any such 
theoretical ratio are few. The feed to the plant is apt to be uneven in 
quantity and un-uniform in the proportion of sand to gravel, and enough 
water must be provided to take care of the worst condition. Supposing 
that all the feed was sand with 15 per cent. clay (temporarily), the water 
needed would be 6265 lb. for that time, which is a ratio of 3.7to1. Ratios 
of 3 or 4 tol are not uncommon. The highest ratio noted by the writer 
is 7 to 1, but this was needed because of the unusual amount of clay 
that had to be removed, nearly 50 per cent. of what was excavated from 
the bank being wasted as clay and fine sand. 


UNIFORM FEEDING 


The foregoing illustrates another point in washing, that is, the neces- 
sity for a uniform feed to the plant if water is to be used economically 
and clean products made. The older sand and gravel operations used 
to pick from the bank according to the market, drawing heavily on the 
sandy portions when sand was in demand and heavily on the gravelly 
portions when gravel was in demand. ‘The later practice is to work the 
bank as a whole and to draw evenly from all parts, storing that part of 
the product which cannot be sold at once. This has resulted not only 
in better products but in better deliveries and an even operation of the 
plant throughout the season. ‘The cost of storage is more than made up 
by the ability to keep that plant running steadily and to fill large orders 
promptly. 

SpectaL WasHinac MeETHops 
What has been said so far refers to the removal of soft clay. Where 


film clay is present, the same plant will serve with the addition of a scrub- 
ber. The commonest form of scrubber is a cylinder 4 to 6 ft. in diameter 
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and from 8 to 12 ft. in length. It is usually fitted with angle-iron lifters 
to turn the material over and over as the scrubber revolves, and also 
with baffle rings to hold a body of material in the scrubber, as it is the 
rubbing of the grains and pebbles upon each other that does most of the 
work. In the long jacketed screens, it is usual to have the first 4 ft. 
blank to act as a scrubber; this is often fitted with lifters of angle iron. 
Sometimes, instead of lifters, pieces of angle iron are set like the threads 
of a screw, thus converting the machine into a washing cylinder like those 
used in iron-ore and phosphate-rock washing. 

A similar cylinder is employed to break clay balls; in some cases it 
will do the work, in others it is not so successful. The best machine the 
writer has seen for removing clay balls is the log washer. Its use in gravel 
plants is somewhat limited at present, but it will come into a more general 
use as deposits containing much clay come to be worked. At present 
clay balls are avoided in a number of plants by having men stand by the 
plant conveyor to pick out the larger lumps of clay. Another method 
is to throw away the oversize of the first screen, which ordinarily con- 
sists of cobbles to be crushed. There is some waste in throwing away 
cobbles, but the lumps of clay which would form clay balls and the larger 
pieces of trash are got rid of. 

Trash may be screened out sufficiently in some cases but in others it 
must be washed out. ‘There are several machines for this work. One 
of the best is a washing cylinder set at a rather steep angle and fitted 
with blades that work the gravel upwards. A flow of clean water down 
the slope carries away the trash as it is brought to the surface by the 
revolution of the cylinder. The clean gravel is discharged at the high 
end while the trash is flushed out at the low end. 

A new device for removing trash combines a double log washer with 
a skimming device that lifts off the trash as it is brought to the surface. 
There is also an overflow, which carries off the finer trash. Rising 
currents of water below the logs help to force the trash to the surface and 
also drive up the clayey water so that the discharged gravel is not only 
freed from trash but rinsed. The fine trash in the sand will usually 
float out with the overflow from the sand settlers, but where it does not, 
it must be removed by the methods used for removing lignite. 


LIGNITE 


Lignite is successfully removed by jigging at a large plant in Memphis, 
Tenn.,' probably this method is being adopted in other places. The 
jig 1s a modification of the Harz jig formerly used for concentrating 
copper and lead ores. It had to be redesigned for sand and gravel 
because the amount to be carried off with the overflow is very small, 


' Rock Products, Dec. 24, 1924. 
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while the amount to be saved as clean gravel was very large, compared 
with the proportion in jigging ore. 

Where lignite is not present in large amounts, the machines used for 
the removal of trash have been successfully employed for both sand and 
gravel. 

The writer has designed a modification of the hindered-settling classi- 
fier for the removal of lignite and coal from sand, which has been used at 
a plant in Kansas City for two years and is a commercial success. The 
hindered-settling column is balanced by’a column of clear water, and a 
float on this clear-water column controls the discharge of sand so that 
the density of the hindered-settling column is kept constant. The feed 
is admitted with a fairly strong surface current, which sweeps the greater 
part of the lignite over the top of the hindered-settling column so that it 
never falls below the surface. A little fine sand must be wasted with the 
lignite, but this improves the product. 


SHALE 


The removal of shale appears to be more or less in the experimental 
stage, but the results are so encouraging that one may say that shale 
can be removed on a commercial scale without too much waste of good 
sand and gravel or at too high a cost. The machine used for this purpose 
is a modification of the Shannon jig, borrowed from copper-concentrating 
practice. It is expected that details will be published shortly. The 
experiments were made at a plant in lowa where good gravel is reported 
to be growing scarce, and the success of the process will add to the 
resources of the state for building concrete highways. 


SIZING 


The sand and gravel market each year demands more from the pro- 
ducers in the number of sizes and the efficiency of screening. The 
older plants have often had to be remodelled on this account and now 
screening has been brought to a high degree of efficiency. 

The screens used may be divided into three types—gravity, rotary 
or trommels, and vibrating and shaking screens. The last class may be 
divided into screens in which both frame and fabric are vibrated and 
screens in which only the fabric is vibrated. 

Gravity screens are not used so much as formerly. They can be 
made to do as efficient work as any screen but the screen area must be 
ample and plenty of water must be used. To do good work, the feed 
must be uniform and the flow of the pulp to the screens must be controlled 
so that nothing is lost by splashing. 

There are two ways of running gravity screens. One is to set the 
screen almost flat and drive the material over it with a strong flow of 
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water. The other is to set the screen at a 45° to 60° angle and to feed 
the pulp against it. Both methods work well. The flat screens are 
much used in dredging operations, where there is an abundance of water 
and where saving height is desirable. 

Gravity screens are sometimes used as a preliminary screen to take 
out a large part of the sand and water before sending the gravel to be 
carefully sized. This relieves the work of the sizing screens and makes 
a better separation possible. In one large plant near New York, all 
the material from the bank is first passed over gravity screens to take 
out the greater part of the sand. A sand screen follows the gravel screens 
but it is not crowded. 

Revolving screens have been favored because they are good washers. 
The objection to them is that they blind easily, the centrifugal force 
present tending to drive the pebbles and grains into the perforations. 
Various devices are used to keep the meshes open, the most used form 
being a roller hung in loose bearings so that it can always rest on the 
screen. The weight of the roller pushes the pebbles out of the holes in 
which they are stuck and sends them to the oversize where they belong. 
Perforated plates with round holes are almost always used as the screening 
medium. 

Shaking screens are not used so much. They are efficient but when 
they are made in the large sizes, which have been tried on big tonnages 
of sand and gravel, they communicate a strong shake to the building. 
They are also hard to keep in repair. The smaller sizes are not hard on 
the building and when they are set to balance so that one shakes out 
while the other shakes in, they are not objectionable and do good work. 

Vibrating screens are coming into use more and more, especially for 
separating the finer sizes. There are several of these on the market and 
all are efficient. Most of them vibrate the whole screen and the frame 
that holds it, and many ingenious methods have been devised for minimiz- 
ing the effect of vibrations. The later models are especially good in 
that respect. 

The screens that vibrate the fabric are a comparatively recent develop- 
ment but their success has been great. They are especially used on the 
finer sizes but they may be employed on the coarser sizes and for either 
wet or dry screening. 


CLASSIFICATION 


Sand is sized either by screening or classification. As a result of the 
improvements of the last five or ten years in fine screens, the tendency 
is to screen rather than to classify. Classification demands a steady 
feed of both solids and water to do good work and this is often hard to 
obtain when running a commercial sand plant. 
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As about every form of classifier that could be devised has been tried 
out in ore dressing, no new forms have come from sand and gravel prac- 
tice. The improvements made have been largely toward increasing the 
tonnage through the machine. 

Of mechanical classifiers, the rake (Dorr) classifier and the chain- 
and-belt drag classifiers are standard and largely used. The sand 
wheel is just beginning to be used and will probably find a larger use in 
time. Dewatering elevators are employed to some extent. 

Of hydraulic classifiers, the surface-current is perhaps the most used. 
The old type of sand box is generally run as a surface-current classifier. 

Rising-current water and hindered-settling classifiers have not been 
much used, but probably as the demand for cleaner sand increases, more 
of these will come into use. 


FUTURE OF THE INDUSTRY 


The production of washed sand and gravel is increasing and probably 
will continue to increase. Methods and machines are improving. The 
cleaner deposits of material are becoming exhausted and producers are 
beginning to work those deposits of material that must be carefully and 
thoroughly washed to make a marketable product. Almost all large 
plants are now in charge of men with engineering education. Some of 
these are graduates of schools of mining engineering, but many of them 
are civil engineers who got into the business through their knowledge of 
the product gained in road building and general contracting work. 
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Preparation and Use of Industrial Special Sands* 


By W. M. Weiceu,t Wasuineton, D. C. 


(New York Meeting, Febuary 1926) 


DEFINITION OF SPECIAL SANDS 


Tur general term “sand” applies to a multitude of similar materials 
consisting of fine granular mineral. As usually understood, it means the 
ordinary natural product used for structural purposes and made up largely 
of grains of quartz. Quartz sand constitutes by far the greater bulk of 
the production, but there are other grades used for industrial purposes, 
such as molding sand, glass sand and many others, that may be grouped 
under the general name of special sands. 

Under this general group would fall filter sand, sand-blast sand, 
engine sand, potter’s sand, abrasive sands of all kinds, sand for pulveriz- 
ing, roofing sand, flooring sand, fire or furnace sand, standard sand, 
burnishing sand, sand for magnesium oxychloride cement-plasters and 
sand for chemical and metallurgical purposes. 


SOURCES OF SUPPLY 


Sand is a widely distributed natural product and even the better 
grades are low-priced commodities. For these reasons development has 
occurred near points of consumption where sand meeting the require- 
ments is available. Some special grades, however, cannot be prepared 
from any sand bed and shipments are often made over considerable dis- 
tances when the only developed deposit is remote from the consuming 
center. ‘This is true of filter sand, sand-blast sand, sand for pulverizing 
and some of the others when chemical purity or grain size, coupled with 
the need of a properly equipped plant for preparation, are required. 

New Jersey is a large producer of filter, engine, sand-blast, fire, and 
pulverizing sand. Pennsylvania, and West Virginia produce special 
sands for pulverizing, fire sand, abrasive sand, engine sand and sand for 
chemical and metallurgical use. Ohio produces much sand-blast, fire 
and abrasive sand, and some filter sand. Tllinois and Minnesota produce 
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filter sand, sand-blast sand, abrasive sand, fire sand, sand for pulverizing 
and for chemical and metallurgical use. Standard sand is prepared at 
Ottawa, Il. Missouri produces considerable quantities of abrasive sand, 
fire sand, engine sand and some filter sand. Some or all of the special 
sands are produced in many other States but those named are the centers 
of production and, it will be noted, they are near the chief industrial 
districts of the Eastern and Middle States. 

There are undoubtedly deposits of sand in the Southern and Western 
States from which special sands may be prepared whenever the 
demand arises. 


Mininec Meruops 


Most sand deposits are unconsolidated and methods of mining or 
excavating special sands do not differ from those used for structural 
sands. If the deposit is under water or can be flooded, excavation by 
suction dredge seems to be efficient and the most popular. If coarse 
gravel predominates and the demand and reserve warrants the capital 
outlay, ladder dredges are used, or sometimes clam shells. Steam shovels 
and drag-line excavators are in common use for dry sand banks. 

Consolidated deposits such as those in the Mapleton, Pa., Berkeley 
Springs, W. V., Portage and Massillon, Ohio, and Ottawa, IIl., are mined 
by open cuts. In Pennsylvania and West Virginia the soft sandstone 
beds are tilted at a high angle. Here tripod and jackhammer drills are 
employed for comparatively shallow blast holes and usually the rock is 
loaded by hand. At Portage, Ohio, a consolidated gravel and coarse sand 
is drilled by churn drills to the depth of the face, 15 to 60 ft., and several 
holes are blasted at once. Loading here is by electric shovel. 

In the Ottawa district, the St. Peter sandstone, the source of the sand, 
lies almost level and the sand is only lightly consolidated. Blast holes 
are put down by a hydraulic jet, the tip of which is fitted with short 
cutting edges or wings. Only enough explosive is used to loosen the sand, 
which is then washed down from the face by a hydraulic giant and 
pumped to an elevator that raises the sand to the treatment plant. 

In Missouri, in the vicinity of Pacific and Crystal City, sand is mined 
both underground and from open excavations. At Crystal City the 
Pittsburgh Plate Glass Co. obtains both its glass sand and abrasive sand 
for grinding the glass from the same mine. ‘The output is simply divided; 
part going to the washing and preparation plant for glass sand and the 
remainder sent to the tanks for grinding sand. 


PREPARATION 


Nearly all special sands must be clean and free from excessive fines and 
clay coating. This means that they must be washed and a suitable 
supply of water for this purpose is required. In some plants the entire 
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output is one or more grades of special sands and the treatment then 
resolves itself into washing followed sometimes by drying and screen 
sizing. Hydraulic classification is not used for the separation of closely 
sized sands. 

At many plants the special sand produced is only a byproduct. 
For example, some plants that ship glass sand as their main product, 
also make sand-blast, filter and abrasive sand and sand for pulverizing. 
Some plants that produce steel-molding sand or commercial gravel-and- 
sand, also produce several grades of sand-blast and filtersand. The size of 
the natural sand grains and the mineralogical composition, of course, 
limit the special sand that can be prepared. 

Washing.—Unconsolidated sands are washed in the ordinary way by 
means of scrubbers, screens and settling tanks. If the main production 
must be unusually clean, as for glass sand, more thorough washing is given. 
At some plants in New Jersey a series of chain drags is used in standard 
practice. Consolidated sands, as in the Mapleton, Pa., and Berkeley 
Springs, W. Va., districts, require crushing, which is followed by wet 
grinding in modified chaser mills and washing by counter-current flow in 
helical screw washers of the Lewistown type. It would seem that more 
efficient grinding machines than the chaser mills could be used, but 
undoubtedly the scouring action, due to the sliding of part of the roller on 
the track, has an important effect in removing the clay coating from the 
sand grains. So far no satisfactory substitute for the chaser mill has 
been developed. 

In the Ottawa district, crushing and grinding is unnecessary as the 
hydraulic giant and subsequent pumping and washing separate the loosely 
cemented grains. Washing is done in tanks arranged with an overflow. 
Sometimes also hydraulic water flowing upward from the bottom of the 
tanks is used. The practice at Crystal City, Mo., is similar except that 
the sand is disintegrated in a steel-plate cylinder like a revolving screen 
with the discharge end closed. The lumps of sandstone act as pebbles 
and crush themselves until fine enough to pass the l-in. openings in the 
shell. The resultant material is passed through a _ wet-crushing 
hammer mill. 

Two methods, or slight modifications of them, may be used to treat 
the wet washed sand: First, either the total amount passing through 
the plant is separated into the respective sizes, or a fraction of the total 
amount is split off and so separated, or, second, a part of the sand between 
certain maximum and minimum sizes is cut out and prepared into special 
sands. The first method is followed when all the material from coarse to 
fine may be used in some grade of special sand for which there is a market. 
It is the simplest and most common method. The second method applies 
when a market exists only for grades between certain limiting sizes and 
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when the removal of some of these grades from the entire unsorted product 
will not damage, or may even improve, the grade of the remainder. 
Drying.—Most special sands are shipped dry. For this reason it is 
simpler to dry the entire product in one operation and separate the dry 
sand, rather than to separate by wet screening and separately dry each 
size. Dry screening is more perfect than wet, especially for the finer 
grades, because surface tension of the water may cause a small amount 
of fines to adhere to the coarser grains and be carried over with 
the oversize. 

Where glass sand is prepared, steam-heated driers are almost 
universally used. They are all of the type in which tiers of steam pipes 
form the bottom of the drier and support the wet sand. As fast as the 
sand dries, it falls between the pipes onto a conveyor that carries — 
it to storage or the screening plant. This type of drier has the advantage 
of low maintenance and labor cost, it is fool-proof, there is no danger of 
discoloring or overheating the sand and it adds no fire risk to the plant. 
When discoloration is not objectionable rotary direct-heat driers burning 
coal, coke or fuel oil are used. Their thermal efficiency is probably 
higher than that of the steam driers, but they are a fire hazard, as over- 
heated sand may set fire to elevator housings and bins. Coal-fired 
tower-type driers are used in some plants. 

Screening.—Screening practice varies somewhat with the rigidity of 
specifications. If a graded product from coarse to fine may be used, as 
for some engine sand and stone-sawing sands, one pass through a revoly- 
ing screen either wet or dry, after the silt has been removed by washing, 
is usually enough to remove oversize and foreign matter. 

For close sizing between narrow limits all types of screens, sloping 
stationary, revolving and vibrating are used. Present practice, however, 
tends strongly to the vibrating type and practically all new plants are 
being equipped with them, even for the coarser sizes, 10-mesh to 14-in., 
whereas formerly they were only used for finer sizes, say below 10 mesh. 
If close sizing is necessary, the screens cannot be crowded to capacity. 
One company goes so far as to rescreen all its filter and sand blast grades. 

Shipping.—Storage and shipping differs from that for ordinary sand as 
usually the material must be kept dry, which requires shipment in box 
cars. Some grades are shipped in less than car lots, especially filter, sand 
blast and standard sand. Shipments of less than a car load are made in 


paper or burlap bags. 
Usss AND PROPERTIES OF SPECIAL SANDS 


The principal special sands and their characteristics or main specifica- 


tions are as follows. i) 
Filter Sand.—Filter sand is used especially for filtering municipal 


water supplies by mechanical or gravity filters. The sand must be 
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clean and free from clay, organic matter and flat particles. Not more 
than two per cent. should be soluble in hot dilute hydrochloric acid. 

The terms “effective size” and “uniformity coefficient”’ are charac- 
teristic of filter-sand specifications. The effective size, expressed in 
millimeters, is such that 10 per cent. by weight of the sand is finer and 
90 per cent. is coarser than the given size. The uniformity coefficient is 
the ratio of the size of grain (than which 60 per cent. of the sand Is finer) 
to the effective size. Although rather an awkward way of expressing size 
and uniformity, it is almost universally used in filter-sand specifications. 
Effective sizes used vary from 0.20 to 0.70 mm. and uniformity coefficients 
from 1.25 to 1.80. 


Fie. 1.—Orrawa, Inu. rinter sanp. X 10. 


Figs. 1 and 2, respectively, show a rounded-grain filter sand from 
Ottawa, IIl., and an angular-grained product from North Carolina. 

Engine Sand.—Engine sand is used to prevent slipping of the driving 
wheels of locomotives of all kinds. It is very important and the total 
production is considerable. Unsuitable or poorly prepared sand is often 
used, but the better managed railroads are careful to select suitable 
material. It should be fairly uniform in size, free from large lumps or 
foreign matter that would choke the feed pipes, and free from clay, dust 
or other impurities that would tend to hold or absorb moisture and 
develop a natural bond. Engine sand is often shipped wet and dried at 
the supply or storage station. An ideal sand would all pass a No. 20 
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and be retained on a No. 80 sieve. One large railroad requires the sand 
to be 95 per cent. silica. 

Fig. 3 shows a well graded and prepared engine sand and Fig. 4 
a poorly prepared sand, dredged from the Potomac River and used 
as traction sand by the street cars of the District of Columbia and 
some railroads. r 

Abrasive Sands.—Abrasive sands include a large number of sands for 
special purposes. Some of them may require’ the most careful sizing 
and preparation, as sand-blast sands, whereas some may be ordinary 
unsized material “such as is used for stone sawing. Usually, however, 


Fig. 2.—NortrH CAROLINA FILTER SAND. X 10. 


a graded or sized product is more efficient and is worth the extra cost if 
it does not have to be shipped too far. 

Sand-blast sand is one of the most important of the group. It is 
prepared in different sizes from No. 1 to No. 4 to suit different classes of 
work. Some producers use trade names or some method of designating 
the different sizes, but they approximate roughly the above grading. 
Fig. 5 shows a very close-graded sand-blast sand from Ottawa, HI. ; Fig. 6, 
a No. 1 sand-blast sand prepared from New Jersey bank sand; Fig. 7, 
No. 1 sand-blast sand, also used as filter sand, prepared from a New 
Jersey ocean beach; and Fig. 8, No. 3 sand-blast sand prepared from 
bank sand near Millville, N. J. Considerable variations may be noted 
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Fig. 3.—ENGINE SAND PREPARED FROM New JERSEY BANK SAND. X 10. 


Fic. 4.—ENGINE SAND PREPARED FROM Potomac RivER SAND. X 10. 
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Fig. 5.—SAND-BLAST SAND, Orrawa, Inu. X 10. 


aay Jew JERSEY IK SAND. ~X 10. 
Fia. 6—No. 1. SAND-BLAST SAND PREPARED FROM NEW JERSEY BANK SAI 
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in the grades from different plants, but most of them range in size 
approximately as follows: 


No. 1, through 20 mesh and retained on 48 mesh; 
No. 2, through 10 mesh and retained on 28 mesh; 
No. 3, through 6 mesh and retained on 14 mesh; 
No. 4, through 4 mesh and retained on 8 mesh. 


Sand for grinding stone, marble and plate glass and for similar uses is 
usually not a graded product. However, a washed sand with excess of 
fines removed and large particles screened out is desirable. Some 


Fia. 7.—No. 1 sanp-BLast SAND PREPARED FROM BEACH SAND. X 10, 


firms use the same sand for plate-glass grinding as for the melt. All of 
one such sand passed a 28-mesh sieve and 90 per cent. was retained on 
150-mesh, being uniformly graded between these sizes. About 3 tons 
of sand are required to grind 1 ton of plate glass. Banding sand, a 
grade used for beveling glass, is finer than most grades and is often pre- 
pared by screening out the excess fines in glass sand or fine sand-blast 
sand. Usually it will have about 3 per cent. retained on a 35-mesh and 
92 to 95 per cent. retained on 100-mesh screen. Sand for sawing and 
grinding stone is generally coarser than that used for glass. Some com- 
panies prefer to use a graded product about equal to No. 1 sand-blast 
sand, but most of it is not sized. One large marble company uses the 
sand shown in Fig. 9. It is a washed river sand with about 4 per cent. 
retained on a 10-mesh and 99 per cent. retained on 100-mesh sieve. 
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It should be noted that thé photomicrographs shown are not intended 
to represent the relative amounts of coarse and fine grains, but rather 
the range from coarse to fine. Fig. 10 shows a washed bank sand from 
New Jersey, intended essentially for a core sand but suitable for 
most abrasive purposes. It all passes a 14-mesh and is retained on a 
150-mesh sieve. é 

Formerly sand was used for coating sand paper. Very little is now 
used for that purpose as it has been displaced by crushed quartz, the 
more efficient artificial abrasives, or garnet. 


I'rg. 8.—No. 3 SAND-BLAST SAND PREPARED FROM NEw JERSEY BANK SAND. XX 10. 


Abrasive sands, in general, should be high.in silica, which means a 
high-quartz content, clean and free from clay, and the grains should be 
tough and durable. There is some question as to the relative merit of 
rounded and sharp grains. Both are satisfactorily used and probably 
availability and price are more important than grain shape. Sharp 
grains are probably faster cutting at first, but rounded grains are more 
durable and do not break down so quickly. The color of abrasive sands 
is of no importance except as an indication of purity. There is, however, 
always a trade prejudice in favor of white sands. 

Potters’ Sand.—Potters’ sand, which is also known as placing sand, is 
used by potters to place between the ware in the saggers, and, for heavy 
ware, between the ware in the kiln. Two grades, fine and coarse, are 
generally used. Both should be free from dust and fines and fairly well 
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sized. Material from 10 to 40 mesh is called coarse and 28 to 100 mesh, 
fine. Sand for white ware and refractories must be low in iron and fluxes. 
High purity is not essential for heavy dark ware. 

Roofing Sand.—Roofing sand, as the term is here used, isemployedasa 
coating on prepared rolled roofing. A sand white, or nearly so, is 
demanded and preferably a rounded-grain ‘product. Manufacturers’ 
requirements as to size vary somewhat, but generally a sand is required 
that will all pass 20 mesh with not more than 5-to 10 per cent. passing 
100 mesh, which is about the physical requirements of a good glass sand. 

Flooring Sand.—Flooring sand is the material used in asphalt mastic 
flooring that consists of asphalt cement, a sand aggregate and a fine 
mineral filler. The sand must be clean and free from clay and silt. 
It should all pass a No. 3 sieve, at least 40 per cent. should be retained on 
a No. 8 sieve, and not more than 8 per cent. should pass a No. 100 sieve. 

Standard Sand.—Standard sand is a very uniformly sized product 
used in cement testing or as a standard with which to compare the effect 
of other sands in concrete mixtures. Only the rounded-grain St. Peter 
sand is used as produced at Ottawa, IIl., and after it has been carefully 
screened through a No. 20 and retained on a No. 30 standard sieve. 
The consumption is of course very small as it is for laboratory use only. 

Sand for Oxychloride Cement or Plaster—Sand for oxychloride cement 
or plaster is an important ingredient of this material. A white sand is 
preferable and it should be clean and free from clay and clay-coated 
grains. It must be decidedly finer than that used in Portland cement. 
Tests have shown that a good sand for this use will all pass a 10-mesh 
sieve, 95 to 98 per cent. will pass 20 mesh, and it should be well graded so 
that not more than 3 per cent. will pass 100 mesh. Both sharp and 
rounded-grain sand is used. 

Sand for Chemical and Metallurgical Use.—Sand for chemical and 
metallurgical use is needed in the manufacture of sodium silicate and the 
artificial abrasive carborundum, or silicon carbide. For both these uses 
a sand that meets the requirements of a high-grade glass sand is acceptable. 
For sodium silicate, however, the iron and aluminum must be especially 
low as iron affects the color and alumina the solubility of the resulting 
glass. For silicon carbide, not more than traces of lime, phosphorus and 
magnesia must be present as they form unstable compounds. ‘The sand 
should be free from dust, and in other physical properties it should equal a 
good glass sand. 

Sand for Pulverizing—Sand for pulverizing is used as a source of 
ground silica or quartz for use as paint filler, fine-grained abrasives, pot- 
tery, stucco, wall board and special plasters, foundry parting, soaps and 
similar uses. Only high-grade silica sands are suitable as both chemical 
purity and color are important. Regular run of prepared silica and glass 
sands are used and sometimes the fines screened out in the preparation of 
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coarser closely sized products, such as filter and sand-blast sands. Dust 
and fines are not objectionable unless they contain undesirable impurities. 
Iron oxide is objectionable and should be less than 0.05 per cent. Small 
amounts of alumina, lime and magnesia are not harmful. Oxides of 
other metals as titania are objectionable for the same reason as iron oxide, 
as they affect the color of the finished product in which the silica is used. 


PossIBLE BypRODUCTS IN THE PREPARATION OF SAND 


In the preparation of so cheap a commodity as sand, a possible 
recovery of valuable byproducts would hardly seem probable. Although 
this is true for most plants, it is believed that there are exceptions worthy 
of investigation. At some plants preparing a high-silica sand for various 
purposes, the wash water is settled and the fines marketed for special 
grades of molding sand, surfacing for tennis courts and sand for other 
uses. Also, it is believed, possible uses exist for the oversize screened 
out of some special sands, which are now thrown away as waste. In 
most plants, of course, whether the tonnage of such byproducts is suffi- 
ciently worth while is often a question. 

At a plant in New Jersey preparing glass sand from a bank deposit, 
two grades of glass sand are prepared. ‘The first, which is washed in the 
ordinary way, is suitable for common clear bottle-glass. For the best 
grades of crown glass for bottles, this washed sand is passed over James 
concentrating tables to remove the heavy minerals. 


A partial analysis! of the washed sand, is as follows: 


Per Cent. 
Herrie'oxide (Res Os) sagas. dak oie ae ee eee 0.07 
Mwtewanuaooycontop-otolsy (MOM sc Vo sadecnackscnans soos omecnosauee 0.129 
Aluminum oxrdes*(Al.Os)eena sale eee se ere een 0.34 


¢The Al,O; contains any ZrOz that may be present. 


A partial analysis of the washed sand after tabling is as follows: 


Per Cent 
Ferncioxides(HésO2)...-1 cee eee ee Oe ee 0.03 
Titanimim dioxide; (ViOs) ree ete enib eine cl ee ee eee 0.0382 
Aluminum oxide? (Al,O4) sacs eee oieretey te aan eee 0.33 


*The Al,O; contains any ZrO. that may be present. 


The analysis of the concentrates, or material removed in tabling, 
is as follows: 


Prer CrEnt. 


SiGe (110) OM te UT 
Alumina ‘(AlsO9) 3.5 fered cnnavels 0 AO eee 4.0 
Ferriccoxide:(HesO3)s: .. 2 auceec ss an ee ee ee OD 
Titanium’ dioxide! (TiOs). 5. ..cn.son eee ee 52.8 
Zirconiumeoxide\(ZrOs))) eee eee 9.8 


1 All analyses were made by the U. S. Bureau of Mines. 
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With the ferric oxide content as a basis of calculation, 100 tons of sand 
would yield approximately 330 pounds of concentrates ; using the titanium 
oxide content as a basis gives 367 pounds of concentrates; say an average 
of 350 pounds. A petrographic examination of the concentrate showed 
it to be made up of limonite, ilmenite, rutile, zireon, rock fragments and 
quartz. It is difficult to estimate the commercial value of this product as 
its value would depend on the ability to separate the different minerals 
into marketable products. This method of cleaning sand on tables might 
make possible the development of deposits not now workable. It is at 
least an interesting possibility. 


PossrtsLe Frevps ror RESEARCH 


Possible lines of research on special sands naturally group themselves 
under two heads: Preparation and utilization. 

Preparation.—Under preparation there is ample room for study of 
efficient methods of washing, screening anddrying. The best methods for 
these different processes have not yet been found for all conditions. 
The common practice is, of course, the usual procedure of adopting 
methods and equipment that have been used in the given district. Pre- 
paration studies would also include investigations of possible uses and 
methods of treatment of present waste products at sand plants, either as 

‘special sands or the waste products from the preparation of certain sands 
as mentioned under the tabling of glass sand in New Jersey. 

Utelization.—Studies on the utilization of special sands would prob- 
ably best be devoted to methods of testing physical properties for suita- 
bility for specific uses, with possibly some effort given to finding new uses. 
This latter, however, is believed to be of secondary importance. Specific 
problems that suggest themselves are, the relative advantage of sands of 
rounded and of angular grain for the different abrasive uses; a method of 
determining the toughness or durability of abrasive sands; a method 
of determining the abrasive value of sands; and relative advantages of a 
closely sized and unsorted sand for certain abrasive purposes. 

A more rational method of defining the size and grading of filter sands 
ought to be devised, although the present method is very firmly estab- 
lished by usage among sanitary engineers. The sand producer, however, 
would welcome a more direct method. ‘The relative advantages of better 
filtering of rounded-grained sand as compared with the greater surface 
area of angular-grained sand and the effect on the filtered water have 
never been definitely determined. 

These and many other special problems make an interesting field for 
investigation. They cannot all be solved at once. Probably the accu- 
mulation of information from experience will decide most of them before 


they are solved by direct attack. 
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DISCUSSION 


H. Ries, Ithaca, N. Y.—Blast sands are usually of a highly silicous 
character. A former student now in Hawaii, attempted to clean some 
badly rusted iron work with volcanic sands of that locality, which are 
made of the fine sharp particles of lava. He was not very successful. 
Then he tried coral sand from the beach and found it worked better than 
the voleanie ash. 


W.M. Wercet, Washington, D. C.—The difficulty with the volcanic 
sands was their low specific gravity. It would not have enough energy, 
velocity, or force to abrade the surface. Steel shot is, volume for volume, 
more efficient than sand, but the cost is one of the chief objections to it, 
and also the difficulty of keeping it from rusting. 


Borate Deposits Near Kramer, California ° 


By Hoyr Sropparp Gaz, Los ANGELES, CaLir. 


(New York Meeting,, February’ 1926) 


RecENT work on borate deposits near Kramer in the extreme 
southeast corner of Kern County, California, is of special interest because 
of the information it seems to give concerning the mode of origin of the 
borate minerals colemanite and ulexite, especially when considered in 
conjunction with the valuable clue to the mode of origin of colemanite in 
its present known deposits given in a paper by W. F. Foshag,! of the 
United States National Museum. Colemanite is found in or near original 
deposits of ulexite, from which it is supposed to have been derived by a 
change in the character of the ground water or rate of its movement 
or both. 

Indications that an alteration of this sort had produced colemanite 
were first recognized by the writer? in specimens collected in the Kramer 
district in 1920, and sent to W. T. Schaller, at U. 8. Geological Survey, for 
identification. The identity of the two borate minerals in these speci- 
mens was suspected when collected but not at once determined, but the 
relations of the minerals as seen in the specimens seemed to afford a mani- 
fest clue to the origin of the deposits. Similar specimens were obtained 
by the writer from deposits in Death Valley soon after he had examined 
the deposits near Kramer. After studying the specimens submitted to 
him Dr. Schaller wrote as follows: 

“T have finally positively identified the boron minerals you sent me 
with your letter of Sept. 27. The ‘white fibrous mineral like ulexite, 
is ulexite; the ‘harder nodules’ in the clay are colemanite, apparently 
formed from the ulexite as a result of leaching, with recrystallization in 
place—a theory that Foshag is working on.”’ 

The present paper is a report on the facts observed at the depo its 
near Kramer, and some general observations on the geological relations. 
noted, which, unfortunately, still form only a very incomplete record. 

The intimate association of deposits of colemanite and ulexite in 
California and Nevada with certain volcanic rocks affords a strong pre- 


1W. F. Foshag: Origin of the Colemanite Deposits of California. Economic 
Geology, 16, (1921) April-May. 

2 Hoyt 8. Gale: Origin of Colemanite Deposits. U.S. Geol. Surv. Prof. Paper 
85 (1914), 3-9. 
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sumption in favor of the direct voleanic origin of the boric acid they 
contain. The occurrence of the larger deposits of borates in certain 
volcanic provinces, near lava flows that were probably particularly rich 
in boron, suggests their voleanic origin. It is well known that boric acid 
is emitted in solution from some voleanic vents, and these minerals are 
such as might have been formed by direct crystallization from solutions 
carrying boric acid or its immediate products. Perhaps the solutions 
containing the borate constituents were a part of the original magmatic 
waters. It therefore seems unnecessary to look farther for the original 
source of the boron in these deposits, at least until some facts are 
discovered that shall require a more complex explanation. Notwith- 
standing certain suggestions that have been made, there appears to 
be no direct connection between the nitrate and the borate salts that are 
found in some of the western deserts. If, then, we may accept the theory 
that these borate deposits are of immediate voleanic origin, we may find 
it possible to outline certain areas as primarily ‘“‘borate provinces,”’ 
within which deposits of borate minerals may be found, provided, of 
course, that other conditions are favorable to the occurrence of these 
minerals. The stratigraphic relationships of the known deposits 
of these borate minerals may afford the clue to some of the other favoring 
conditions referred to. 


SpecrFic EvIDENCE CONCERNING THE ORIGIN OF COLEMANITE IN THE 
KRAMER D1stTRIcT 


The specimens first collected about the mouths of prospecting pits 
in the Kramer district (the shafts there were then inaccessible) were 
evidently nodules of mineral that had been formed in clay resembling the 
ordinary mud that is now being deposited in the intermittent lake beds of 
the desert basins. The nodules seem to have been entirely distinct and 
separate in the original clay matrix, and most of those first seen were 
smaller than a man’s fist. 

Some of the nodules, when broken, were seen to be composed of a 
hard, radially-crystalline mineral, which was made slightly gray by 
included mud but would presumably have been white or glassy 
clear if pure. Other nodules were composed of a milk-white silky-fibrous, 
almost chalky mineral, in which the fibers are crinkled or irregularly 
wavy. ‘This silky fiber suggested the mineral ulexite, but it seemed 
harder than the ulexite found in the moist surface clay about the 
margins of playa lake beds. The appearance of some of the broken nod- 
ules indicated that the mineral ulexite, of which the nodules were origi- 
nally composed, had later been in part recrystallized within the nodules 
to form a secondary mineral, which proved to be typical colemanite. 


. 
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Significance of Kramer Deposit Specimens 


The special significance of the specimens obtained from the deposits 
near Kramer lies in the fact that the borate minerals are scattered through 
the clay or shale as separate nodules, essentially in the way in which they 
seem to have been first formed within the enclosing mud. Almost all 
other colemanite deposits visited by the writer seemed to have under- 
gone greater alteration from some original form, partly by mechanical 
breaking due to shattering, crumpling, and dislocation of the enclosing 
beds and partly by the recrystallization of the colemanite in secondary 
veins along fractures made across bedding or other structural planes. 
The Kramer deposits seem exceptional in that they show the simplest 
mode of formation of these minerals yet noted. Many of the other well- 
known deposits of colemanite consist of great irregular, broken masses, 
in which the pure crystalline mineral is mixed with squeezed clay or shale 
and fragments of detritus of other rocks in a manner that obscures the 
determination of their origin. 

In his former paper the writer regarded colemanite as a vein deposit, 
using the term ‘‘vein”’ to cover also deposits formed by metasomatic 
replacement, the present ore mineral having been produced from another 
different mineral by chemical processes and deposited within a certain ore 
zone in the enclosing beds. ‘This explanation was contrasted with the 
former suggestion of the mode of origin of these minerals, namely by 
precipitation as a ‘‘saline residue” from solution by the evaporation of 
surface waters—such a residue, for example as the common salt and soda 
found in the beds of western desert lakes. Natural borax does form by 
evaporation of saline waters, and for a long time deposits of colemanite 
and ulexite were included in the same class as deposits of borax. 

The writer takes this opportunity to revise in one particular the views 
he tentatively expressed in his former paper on the origin of colemanite, 
and he considers himself fortunate in finding so good an example showing 
the origin of this mineral. In his former paper he suggested that cole- 
manite might have been formed as a replacement of limestone, in which 
carbonic acid might have been replaced by boric acid derived from per- 
colating ground-water solutions derived from volcanic rocks. This 
reaction is not probable under ordinary conditions—a fact that was 
recognized when the suggestion was made—but certain observed inter- 
growths of colemanite and limestone seemed to suggest that the reaction 
had really taken place. Specimens showing the intergrowths referred to 
are probably still in the collections at the U. 8. Geological Survey or the 
National Museum, and possibly also at the Massachusetts Institute of 
Technology, to which one sample was sent for inspection by Dr. Walde- 
mar Lindgren. However, this one postulate in the original hypothesis 
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of the writer was very far from finally determined, and the facts now 
available furnish a much more general and satisfactory explanation of 
the origin of most of the known large deposits of colemanite. 


Origin of Colemanite Deposits 


The most plausible explanation of the origin of deposits of colemanite 
is that which has lately been developed by Foshag, who writes as follows: 

“‘Ulexite is the common borate occurring in the playa lakes, where 
it is found with borax and salt . . . By leaching ulexite with sodium 
chloride solutions instead of pure water he (Van’t Hoff) obtained cole- 
manite. The reaction is completely reversible and, by varying the 
amounts of borax, can go in either direction—colemanite and borax 
may result from ulexite or ulexite from colemanite and borax. If an 
excess of borax is present, any colemanite is converted into ulexite; while 
if the borax is removed as it is formed the ulexite will break down com- 
pletely, giving colemanite if the solution is salt-bearing.”’ 

Ulexite is a common mineral in the muds of many playa lakes in 
desert regions, especially in certain volcanic districts. Deposits of ulexite 
originating in a way similar to that of the more modern deposits were 
formed in early geologic time. Most of the colemanite deposits that we 
now know in California and Nevada are in beds of Miocene age. Ulexite 
of the well-known playa type of deposit is usually found around inter- 
mittent desert lakes, and Foshag contends that its deposition was made 
possible by the presence of an excess of borax in the ground water and 
that the ulexite therefore remained for a time fairly permanent. ‘‘ When 
these deposits were later covered over and uplifted sufficiently to allow 
free drainage from the beds, the percolation of sodium chloride solutions 
gradually converted the ulexite to colemanite.”’ 

The evidence afforded by the deposits themselves seems to support 
this or some closely related theory of origin. Some of the specimens 
collected from beds about Kramer show ulexite and colemanite inter- 
grown in the same nodule, as if the colemanite had been formed by only 
the partial recrystallization of an original ulexite nodule. The presence 
of masses of solid ulexite in some parts of this district and only cole- 
manite nodules in others would seem to indicate that the conditions 
leading to one or the other mode of formation were very nearly balanced. 
Thus the reaction producing colemanite in this district is apparently not 
complete, and perhaps we see here evidence of the transition in process. 
Not much of the colemanite formed seems to have been carried away from 
the nodules containing the original borate mineral, and the fact that the 
colemanite was not crystallized into secondary veinlets here, as it is at 
many other places, indicates that the influences which effected the trans- 
formation were not very active at this place. 
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History or Discovery or Borate MINERALS AT KRAMER 


The announcement of a new “borax find’? appeared in California 
newspapers under large headlines in October, 1913. At first the dis- 
covery was credited to F. M. Smith (“Borax Smith”’), but later it 
appeared that Mr. Smith took little, if any, part in it. 

Dr. John K. Suckow, a physician of Los Angeles, had made a desert- 
land entry on the northwest quarter of Sec. 22, T. 11 N., R. 8 W., and in 
boring a well for water near the middle of this tract encountered deposits 
of a crystalline mineral that attracted enough interest to justify a test, 
which proved it to be a borate. Testimony given in court under oath 
shows that these deposits were found at depths ranging from 369 to 410 ft. 

The well that penetrated these deposits was bored on the broad, 
sloping, sage-covered plains on the northern border of the Mojave Desert, 
in a district that is sparsely settled. This district is in the corner of 
Kern County, about 10 miles northwest of Kramer, which is in San 
Bernardino County, and about 25 miles directly east of the town of 
Mojave. The deposits themselves are only about four miles north of a 
small station called Rich, on a main line of the Santa Fe R. R., with which 
they are now connected by a rather sandy stretch of direct and almost 
level road. The transportation facilities are thus exceptionally good as 
compared with those in most other districts that contain commercial 
deposits of borate. 

The agricultural entries on lands in this district were apparently 
relinquished soon after colemanite had been found on them, and other 
entries were then made as mining claims, mostly in placer form, on these 
and adjacent public lands, of which alternate odd-numbered sections 
already belonged to the Southern Pacific R. R. by virtue of the original 
grant made from the public lands. Soon after the discovery became 
known, not only the Suckow property but several other holdings in this 
district passed into the control of the Pacific Coast Borax Co., either in 
its own name or in the name of allied organizations, such as the United 
States Borax Co. and the Borax Consolidated, Ltd., the latter being the 
parent organization in London. This company now owns most of the 
known borate-bearing land in the district, the most conspicuous exception 
being a certain tract that is in part withheld by Dr. Suckow, on which he 
has now developed commerc’al production and from which he is manu- 
facturing borax at his plant in Los Angeles.’ Shafts recently put down 
by Dr. Suckow on his own initiative have led to a revival of interest in the 
commercial possibilities of this district. 

Belen hin canine “eas WOU Fe set ise 


3 Since this paper was written, the original Suckow holdings, including the Suckow 
interest in the borax manufacturing plant at Los Angeles, have been sold to the 
Pacific Coast Borax Co. Dr. Suckow still claims an interest in certain lands outside 
of the original holdings, but his claim has been a subject of litigation. (Dec., 1925.) 
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It is unfortunate that much of the geologic evidence concerning such 
deposits as this, and in fact concerning most of the borate deposits mined 
in this country and abroad, is rendered unavailable to the public by the 
policy of secrecy maintained by nearly all those who are interested in 
them. ‘The borax industry has been essentially monopolistic, and the 
monopoly has been maintained by policies in which secrecy seems to be 
essential. Now, however, a new source has entered the field success- 
fully—namely, the saline deposits at Searles Lake—and so long as these 
enterprises remain independent of the company that now holds almost 
all other potential producing borate deposits in the world we may consider 
the production of borax a competitive industry. 


EXPLORATION AND DEVELOPMENT IN THE DISTRICT 


The desert north of Rich station, on the Santa Fe R. R., consists of a 
broad, gently sloping plain, covered with sagebrush and having a very 
sandy or gravelly soil. This plain rises from an elevation of about 2350 ft. 
at Rich station to one of about 2500 ft. at the foot of the mountains that 
form its northern border. This plain is part of a great stretch of alluvial 
waste over which intermittent drainageways have poured rock detritus 
over broad, flat, merging slopes, converging toward low points in the 
desert, and forming equally intermittent water-bodies, whose flat basins, 
when dry, are known as “ playas”’ or dry lakes. 

Near Rich the surface deposit of the plain consists largely of granitic 
materials, such as quartz sand, gravel, and more or less broken boulders, 
with which are mixed fragments of basaltic lava and chalcedony derived 
from nearby voleanic rocks. In the vicinity of the borate prospects this 
surface wash forms a deposit about 100 ft. thick, which the miners call 
the ‘overburden.’ The water in this region is usually found in this 
surface deposit, although at some places small supplies are obtained from 
the underlying strata. This alluvial cover masks all signs of the under- 
lying rocks, which are revealed only at places where the hills bordering 
the plains rise out of the alluvium. The rocks exposed at such places 
consist of hard lavas, which occur as flows interbedded with the sedi- 
ments, and of intrusive masses. Large areas of granite occur in the 
higher hills to the north. 

A section that is characteristic of the beds encountered in prospecting 
in this region consists of the following members: 

1. Gravel and boulder overburden at the top. 

2. Clay or mud, described by the miners as “green shale,” with some 
sandy layers and here and there arkosic sandstone and conglomerate. 
This formation overlies the borate-bearing beds, and is not reported to 
contain borates. 

3. Clay of gouge type, generally dark bluish-green or gray, locally 
called ‘‘blue shale,” through which the borate minerals are scattered in 


HOYT STODDARD GALE 455 


nodules. This clay is usually moist when first removed from the ground, 
and its moisture gives it a darker color than it would otherwise have. 

_ 4. Basaltic lava, much of it vesicular; evidently flows interbedded 
with the sediments. 


KERN. 
USAN BERNARDI} 
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Fig. 1—Map or KRAMER BORATE DEPOSITS NEAR RicH STATION, CALIFORNIA, 


The accompanying map of the Kramer district, showing the location 
of the principal prospects that have been sunk for the borate minerals, is 
based upon a contoured topographic map published by the U. S. 
Geological Survey—the Searles Lake sheet. 


oe 


For some time the only evidence available concerning these deposits 
was that reported for the original discovery. A partial log of the Suckow 
discovery well in Sec. 22, obtained from testimony given in a certain court 
case is as follows: 
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DeprH IN Frpt MATERIAL 
190-331 Clay, dark, putty-like 
331-369 Shale, blue 
369-410 Colemanite 
410-435 Shale, blue 
435-445 Gypsum 
445-450 Rock formation 


The beds here described as gypsum may consist of some other material 
for no gypsum has been found in other parts of this deposit. The rock 
formation at the bottom of the boring is probably the basaltic lava 
referred to elsewhere. A shaft was sunk later at the site of this well, 
but as it was carried down only about 200 ft. it reached only the so-called 
green shale and probably did not encounter any borate minerals. On 
the dump at this shaft are specimens of dry, dark greenish-gray clay, 
which was perhaps originally shale. 

The prospecting that led to the discovery at Kramer was followed by 
other prospecting, chiefly by the borax company, of which the following 
incomplete records are available. A shaft near the middle of the north- 
east quarter of Sec. 22, known as the Slosser shaft, encountered nodular 
borate minerals in a bed 10 to 14 ft. thick at a depth of 110 ft., and this 
bed was immediately underlain by a mass of vesicular basaltic lava, 
which was excavated to a further depth of several feet without reaching 
its bottom. Ore taken from this working stood in sacks at the mouth 
of the pit, exhibiting specimens of ulexite and colemanite like those 
here considered. 


The Ulexite Shaft 


Another shaft, about 600 ft. 8. 70° E. of the Slosser shaft, has been 
called the Ulexite shaft, because a quantity of the hard form of the milky- 
white silky-fibered ulexite was found at this place. Ulexite is reported 
to have been encountered also at a depth of 110 ft., and the boring was 
sunk only about 10 ft. deeper, into a solid-looking body of this mineral. 
Evidently considerable pains have since been taken to conceal whatever 
was found at this shaft, as the entrance was blocked and access was 
denied, but excellent specimens of ulexite were seen on the dump. A bor- 
ing some 40 ft. south of this Ulexite shaft also brought up ulexite, and 
reached the top of the basalt sheet at a depth of 190 ft. These workings 
are all in Sec. 22. 

Other borings were put down at about the same time the work just 
described was being done. A boring near the south boundary of Sec. 
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14 is reported to have encountered borates at a depth of 275 ft. Several 
other shallower shafts and borings northwest of the center of Sec. 14 
yielded results not definitely known to the writer. 

A boring sunk by John L. Hannam and associates in the northwest 
corner of Sec. 24 is reported to have struck borate minerals in quantity 
at a depth of 250 ft. The claim was afterward bought by the borax 
company. Other prospecting in the northeast quarter of Sec. 24 is 
said to have found some of the most promising ground in the district, 
but this land also has passed into the control of the borax company, 
and details concerning it are not available. W. Scott Russell drilled a 
hole in the extreme northeast corner of Sec. 21, encountering light greenish 
shale at a depth of about 120 ft. and finding a good showing of colemanite 
at 160 to 180 ft. Another hole was started in the southeast corner 
of Sec. 16, but the property so prospected was sold to the borax company 
before the boring had reached a sufficient depth for an adequate test, and 
the work was stopped. Another hole was put down by the borax com- 
pany in the northwest corner of Sec. 22 to a reported depth of 260 ft., 
but the result is unknown to the writer. Another boring near the middle 
of the north half of Sec. 22 (depth reported, 250 ft.) and one near the 
middle of the same section encountered some borate minerals, but no 
details concerning them are available. 

Three prospect wells have been drilled recently in the northeast quar- 
ter of Sec. 20 by Geo. M. Kohler, evidently in search of a possible western 
extension of the borate belt. These test wells were all unsuccessful. 
Basaltic lava was encountered in each well; in No. 1 at a depth of 269 
ft., in No. 2 (just southeast of No. 1) at 207 ft., and in No. 3, which was 
drilled near the center of the east edge of the section, at 240 ft. Green 
shale was struck below the usual 150 ft. of gravel overburden, and 
deeper a thin showing of blue shale, but the latter yielded no borates. 
Another well, drilled by others still later, about 1000 ft. north of the No. 
3 Kohler well, encountered green shale at a depth of 120 ft., a small bed 
described as blue shale at 195 ft., and basalt at 250 ft., but no borates. 


Suckow Shaft No. 2 


Work of special interest was done in the summer and fall of 1924 by 
Dr. Suckow. A shaft was sunk near the middle of the northeast quarter 
of Sec. 22 on property then partly in Dr. Suckow’s control and close to a 
similar shaft put down by the borax company. The result of the borax 
company’s work was evidently not known to Dr. Suckow at the time, 
for he began to sink a mining shaft that reached basaltic lava at a depth 
of 180 ft. but found no borate minerals. Apparently in spite of some 
opposition, and with persistence characteristic of the prospector, Dr. 
Suckow then continued his work at a place near the middle of the south 
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side of the northeast quarter of Sec. 22, about 1000 ft. south of his unsuc- 
cessful shaft, where, by drilling a series of preliminary borings, he dis- 
covered a considerable body of borate minerals. He then began to 
sink a regular mining shaft, with results described as follows: 


Loa or Sucxow Suart No. 2, Sec. 22, T. 11 N., R. & W. 


pees CHARACTER OF MATERIALS 
0 Sand and gravel at mouth of shaft, at an elevation of about 2400 ft. 


0-105 ‘Overburden,” alluvial wash consisting of sand, gravel, and boulders of 

granite and basalt. 

105-170 Shale, described as green, with a caliche-like lime at its contact with the 
overlying beds. 

170-210 Sandstone, arkosic, and conglomerate made of fresh to partly disintegrated 
granite, this being a distinctly interbedded part of the borate-bearing series. 

210-280 Shale, moist, dark-greenish when fresh, through which lenses or nodules 
of borate minerals were irregularly scattered. 

280-330 Basalt, massive, compact, evidently a part of an interbedded volcanic flow. 


The contact of the arkosic sandstone with the underlying borate- 
bearing shale showed apparent stratigraphic conformity, and the beds 
appeared to strike N. 70° W. and to have a southerly dip of about 
25 deg. Near the bottom of the shaft, at a depth of 330 ft., at the 
contact of the borate-bearing shale with the underlying basalt, the beds 
seemed to strike about N. 40° W. and to have a southerly dip of 50 deg. 
As seen in the shaft the borate-bearing shales are so greatly contorted as 
to show much variation in structure, and it would be difficult to deter- 
mine their general trend from the small space that was open for observa- 
tion at the time of the writer’s visit. 

A boring put down 100 ft. southwest of the site of the present mining 
shaft gave the following log: 


DeptH IN Frnt MatTeERIALS 
0-105 Gravel and granitic wash debris, alluvial. 
105-180 Clay or shale without definite showing of borate minerals. 
180-275 (Not reported.) 
275-280 Shale, blue. 
280-282 Shale, giving test for borates. 
282-289 Colemanite. 
289-297 Colemanite nodules in clay. 
297-300 Colemanite. 
300-301 Shale, blue. 
301-303 Colemanite and ulexite. 
303-305 Colemanite. 
305-314 Colemanite nodules in mud. 
314-329 Colemanite. 
329-339 Colemanite nodules. 
339-351 Shale, blue, containing nodules of colemanite. 
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The subsequent development on this ore body in the mine seems to 
indicate that such a record as the above—an interpretation of well- 
cuttings and drillers’ notes—is very unsatisfactory, because the driller 
usually places too much emphasis on the more noticeable economic 
features of his work, as, for example, the crushing of the harder nodules 
of colemanite, although the deposit is compésed predominatingly of clay. 
In the mine this section was found to consist largely of clay or shale 
containing nodular masses, up to a foot or more in larger dimension and 
consisting of more or ied compact colemanite, at many places rather 
intimately mixed with the clay. 

The ore zone developed by this work has the appearance of a fault 
gouge. Where the enclosing strata are less contorted the colemanite 
lies in lumps that conform essentially with the original bedding of the 
clay. No secondary recrystallization of the colemanite in the fractures 
was noted. It is still uncertain whether there has been extensive faulting 
between the borate-bearing clays and the basalt or whether the contor- 
tion observed is merely the result of crumpling of the soft shale or clay 
against the rigid mass of the basalt. The writer is inclined to favor 
the latter alternative, although in the mine the basalt seems shattered 
through a considerable zone underneath the gouge-like clay containing 
the borates. 

The deposit of colemanite here is not nearly so large nor so free from 
included clay, etc., as many deposits that have been mined commercially 
elsewhere. The record of Dr. Suckow’s present work, however, is very 
encouraging. The larger blocks of colemanite, which were being sorted 
as the material was hoisted from the mine, were furnishing daily about six 
tons of shipping ore that was said to yield an average of 32 to 35 per cent. 
of anhydrous boric acid, without calcining or other separation or purifica- 
tion. After this ore has been roasted and ground its average content of 
acid is increased to about 40 per cent. The material is said to be readily 
adapted to the ordinary methods of treatment employed for converting 
colemanite to borax, and the output here has been regularly utilized in 
this way at the refining plant inLos Angeles. Although at the time of the 
writer’s visit a considerable part of the cost of operation would be properly 
chargeable to development and standardization of methods, it was 
understood that the product was being obtained as raw material for the 
Los Angeles plant at a total cost not much different from that of cole- 
manite mined elsewhere. As the work on the Kramer deposits proceeds 
the product can doubtless be obtained and shipped in a much more 
efficient way than it is at present. 

The review of the foregoing details, aside from their stratigraphic 
sgnificance, is considered justified by the need of putting the facts on 
record for such practical use as they may prove to be in determining the 
further commercial resources of the district. 
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The exact geologic age and stratigraphic position of the borate- 
bearing series is still in some doubt, but evidence accumulating from 
various sources indicates that most of the known deposits of colemanite 
are of approximately middle Miocene age. Although the stratigraphy of 
the marine series on the west side of the Coast Ranges and in San Joaquin 
Valley has been well worked out and the determinations of their age are 
supported by rather abundant paleontologic evidence, the correlations 
across the ranges from these marine sections over into the Mojave Desert 
region and farther east are obscure, and fossils are not abundant in the 
desert. This problem deserves careful study, and the writer will not 
here attempt to present a thorough review of the evidence available. 

The borate deposits occur in a series that has been called the 
Esmeralda by King in his reports on surveys made along the 40th parallel 
and in later reports; the Siebert Lake beds by Spurr and others in reports 
on Nevada geology; and the Rosamond series in reports on the Mojave 
Desert region of California. Later the terms Ricardo series and Barstow 
series have been applied to rocks of about the same age in the Mojave 
region. The Barstow series probably includes the borate-bearing beds 
near Daggett and elsewhere, which are considered late to middle Miocene. 
The Ricardo series is considerably younger than the Barstow; it is sup- 
posed to be of latest Pliocene age. The type Rosamond may overlap the 
Barstow, although Buwalda‘ suspects this Rosamond is older even than 
the Barstow. The Rosamond consists largely of volcanic rocks and is 
not so typically a desert formation as either the Ricardo or the Barstow. 

Perhaps the most direct tie between the marine Tertiary deposits of 
the Coast Ranges of Southern California and the inland lake deposits of 
the desert region may be found in the series of voleanic flows that lie 
along both sides of the Tehachapi Mountains. The deposits of cole- 
manite in northeastern Ventura County are associated with a series of 
basaltic flows that is probably contemporaneous with a series of like 
flows at the southern edge of the San Joaquin Valley—a series that is 
pretty well defined in age by its marine fauna. Pack,* in describing the 
Tertiary volcanic rocks of the oil-field district in southern California, 
suggests their correlation with the Tertiary volcanic rocks of the borate 
district in the Lockwood Valley, just across the San Emigdio Mountains. 
Flows of basalt and sills of the same kind of rock occur in the uppermost 
part of the Vaqueros formation and in the overlying diatomaceous 
Maricopa shale. An older series of volcanic flows, consisting of tuff, 
andesitic agglomerate, and scoriaceous basalt, lies in the upper part of 


4 Personal communication. 


'R. W. Pack: The Sunset-Midway Oil Field, California. U.S. Geol. Surv. 
Prof. Paper 116, (1920) 52. 
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the Vaqueros formation and is far more widespread:than the younger 
series of flows referred to above. These lava flows were probably laid 
down in part beneath marine waters and in part subaerially. The 
Vaqueros formation is assigned to early Miocene time, and the diatoma- 
ceous Maricopa shale, often referred to as Monterey shale, abundant in 
the southern Coast Ranges of California, may be regarded as of middle to 
late Miocene age. The writer now believes that the borate deposits are 
associated with some of the later or younger rocks refered to above.® 

Longwell, working in southern Nevada,’ places the borate-bearing beds 
of that region in his Horse Spring formation, and suggests the correlation 
of that formation with the Siebert and Esmeralda formations of south- 
western Nevada, because of agreement in lithology and degree of deforma- 
tion, as well as in general regional relations. He decides that these beds 
are of upper Miocene age. 


“Borax”? MIninG CLAIMS 


There is no reason to doubt that the colemanite deposits that are 
commercially worked today are lode deposits within the original meaning 
and intent of the United States mining law. Colemanite claims have 
been patented for both lodes and placers, so that precedents have been 
established for both forms. However, this practice has undoubtedly 
been followed because those who are entrusted with the administration 
of the mining laws have been uncertain as to the true geological character 
of a colemanite deposit, and they have undoubtedly acted upon the best 
information available to them at the time the decisions were made. 
Not only the land officials, but even those who have worked upon the 
deposits themselves have been uncertain as to the form and origin of 
the deposits. As a consequence lode and placer claims and patents in 
the same mining districts are maintained on essentially the same deposits, 
although the maintenance of a claim on one form is in itself a 
contradiction of the claim in the other. 

This contradiction has been of somewhat natural development. 
Borax is a water-soluble mineral, and it is found in the evaporation 
deposits of some of the desert lake basins. It is deposited there by the 
evaporation of saline solutions, just as many other salt deposits have 
been formed. The United States mining law, by a special act, has 
recognized salt deposits as locatable and patentable by means of placer 
claims. Therefore, it has been natural to assume that a mineral salt like 
borax might be included in the same class with common salt. But the 
- natural deposits of borax found in some of the desert salt marshes are 


6 Hoyt 8. Gale: Borate deposits in Ventura County, California. U.S. Geol. Surv. 


Bull. 540, (1914), 434. 
7C@, R. Longwell: Geology of the Muddy Mountains, Nevada. Am. Jour. Sci. 


50, (1921), 52. 
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distinctly different from the deposits of ulexite or the colemanite from 
which artificial borax is now chiefly manufactured. All of these minerals 
may occur in the same mining district. 

Many of the earliest workings of borate minerals were located on the 
so-called cottonball or ulexite deposits. When these were located as 
mining claims there was some reason for the general assumption that the 
placer form of location should apply to them also. There was no specific 
authority in mining law for classifying them as placer deposits, but 
apparently such a classification was generally adopted by those in charge 
of the administration of the mining laws. It is true that the mineral 
ulexite originates in stratified or bedded deposits, as in the muds laid down 
about the borders of intermittent lakes, and so, being imbedded in more 
or less horizontal deposits of water-distributed sediments, they may 
have seemed in this regard analogous to true placer deposits, such as 
those of gold in stream gravels and sands. There is, however, an essential 
difference, for ulexite is not itself a reworked and water-transported min- 
eral; it is a mineral that has crystallized within the mud in which it is 
now found, into which it was introduced by a process similar to common 
processes of vein mineralization, the constituents of the mineral having 
been derived by chemical reaction of constituents from percolating 
ground solutions. Thus the ulexite deposits that are found in the saline 
playas of the deserts are not placers in a geological sense, and it seems that 
they have not been specifically defined as such by any provision in the 
United States mining laws. Probably it remains for the courts to decide 
whether such deposits have ever properly been classed as placers. 


The Case of Colemanite 


Colemanite, however, presents an even clearer case than the ulexite 
or cotton-ball deposits, for it is in no sense a placer deposit, nor does 
there seem to be any specific authority in the United States mining law 
for considering it such in a legal sense. Even if this mineral had been 
originally laid down in true bedded form in sedimentary deposits of sand, 
clay, or other material, it would still not be a placer deposit in the geo- 
logical sense, any more than are deposits of coal or phosphate or many 
other normally interbedded stratified deposits. The proper classifica- 
tion of the bedded phosphate deposits of Idaho, Utah, and Wyoming was 
the subject of a long drawn-out legal controversy, and the decision con- 
cerning them would apply equally to the colemanite and ulexite deposits. 
The Department of Interior has decided that the western phosphate 
deposits are subject to location as lodes and not as placers, and this 
decision was reached after mature consideration of the contentions of 
locators having claims in both forms. Perhaps a corresponding official 
decision with regard to borate deposits cannot be satisfactorily reached 
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until an actual case is presented either to the Department of Interior or 
to the courts and the matter is officially reviewed, or until some act of 
Congress similar to that applicable to phosphates shall be passed to 
cover borates. 

The legal aspect of the question is considered here primarily to call 
attention to the fact that colemanite is not, fn fact, a detrital sedimentary 
deposit, but is in every sense a lode as defined by the original mining laws, 
because the mineral has been formed by the alteration of another original 
borate mineral, which itself was introduced by chemical or mineralizing 
processes into beds that had first been laid down by sedimentary accumu- 
lation. Colemanite cannot be considered a product of desiccation—that 
is, a residual crystallization obtained by the evaporation of pre-existing 
lake waters—even if that view would afford justification of the conten- 
tion that it occurs in placers. Colemanite is undoubtedly a vein mineral 

‘of the metasomatic replacement type, and it should never have been 
regarded as other than a lode deposit within the meaning of the 
mining laws. 


~ 
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Mechanical Properties of the Aluminum-Copper-Silicon Alloy 
as Sand Cast and as Heat Treated 


By Samurt Daniets* anp D. M. Warner,f Dayton, Oxnro 


(Syracuse Meeting, October, 1925) 


In this paper are given the mechanical properties, determined by the Engineering 
Division, Air Service, U. S. A., of the 94 per cent. aluminum, 5 per cent. copper, 1 per 
cent. silicon alloy as sand-cast and as heat-treated commercially to Air Service Specifica- 
tion No. 11,300. This particular alloy was tested both in the cast and in the heat-treated 
condition. Tension and tension modulus values were obtained from machined and 
from un-machined test specimens; while data for shear, compression, impact, torsion, 
and for Brinell and Rockwell hardness were found from machined bars. Specific-gravity 
tests were made on sanded, un-machined specimens. The metallography of the alloy is 
useful as a control to heat treatment and presents some interesting peculiarities in 
regard to the two iron-bearing compounds. 


Tue demand for an aluminum alloy, suitable for sand castings, that 
may be heat treated to meet requirements of high strength, ductility, 
shock and corrosion resistance, and ready machineability has led to the 
commercial development of a proprietary material that contains from 
about 4 to 5 per cent. of copper, 1 per cent. of silicon, and such impurities 
as iron, up to a maximum of 0.75 per cent., and manganese, in quantity 
usually less than 0.1 per cent.!| Magnesium is not generally present, 
for it tends to nullify the beneficial influence of the added silicon by form- 
ing magnesium silicide. The function of the silicon is to minimize casting 
difficulties and, structurally, to favor the precipitation of (insoluble) 
iron-bearing skeletons rather than the needles, which prevent full realiza- 
tion of tensile properties from heat treatment by stimulating intergran- 
ular fracture. The amount of silicon necessary to counteract the ill 
effect of iron is equal to or slightly more than the content of iron; the 
excess of silicon over this ratio, under certain conditions of heat treatment, 
enters with CuAl:, the principal hardening constituent, into solid solution 
and contributes somewhat to the strength of the alloy without appreciably 
impairing its ductility. 

The schedule of heat treatment of this alloy depends on the design 
(cross-sections) of the castings and on the nature of the tensile properties 
desired. Essentially, the process consists in heating the material at about 
950° F., quenching in oil or in cold or boiling water, and artificially aging 


* Chief, Metals Branch, Material Section, Engineering Division, Air Service. 
} Testing Engineer, Physical Testing Branch, Material Section, Eng. Div., A. S. 
1See U.S. Patents 1472788 (Oct. 30, 1923) and 1508556 (Sept. 16, 1924). 
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at temperatures of from 212° to 300° F. for approximately 2 hr. The 
soaking period at 950° F. is on the order of 24 hr. or longer; this solution 
treatment is much more protracted than that for chill-cast or worked 
alloys because of the initially larger size of the soluble compounds. 

The importance of the aluminum-copper-silicon alloy and others 
of its type as a material for engineering purposes deserves a prominence 
that is bound to be enhanced as time passes. The cost of heat treatment 
is a considerable factor; but this may be overshadowed by the mechanical 
and physical characteristics as referred to the specific gravity, which is 
about 2.79. Such cast and heat-treated aluminum alloys may, therefore, 
in many cases be competitors of the heavier steels, brasses, and bronzes. 
In aircraft construction, for instance, the former have been used for 
pump and fuel-system parts, brackets, levers, wheels, cylinder blocks, 
crankeases, supercharger casings, and a variety of smaller castings. 

The present paper describes the properties of the 94 Al-5 Cu-1 
Si alloy as obtained by the Material Section, Engineering Division, Air 
Service, U. 8. A., at MeCook Field, Dayton, Ohio, from commercially 
sand-cast and heat-treated test specimens, gated according to two 
methods—that of the Air Service, and that of a manufacturer. 


Fic. 1.—MeEtTHOD OF GATING USED BY MANUFACTURER. 


MATERIAL 

The aluminum-copper-silicon alloy was supplied in the form of 
test specimens in three heats—melts 3552, 3551, and 3686. In order to 
facilitate the stamping of the test bars, these melts were designated as 
C, HT, and Z, respectively, © representing material as sand-cast and HT 
and Z as heat-treated. The test specimens from melts C and HT were 
gated by the manufacturer according to his methods (Hig. 1); those from 
melt Z according to Air Service methods (Fig, 2). 
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Seven types of standard Air Service test specimens were cast 
as follows: 


Typ NuMBER Bars 
SPECIMEN Kinp or Txrst to Moup 
TB1 Tension, not machined 3 
TBIA Tension, machined 3 
TB4 Shear, machined 2 
TB4 Compression, machined 2 
TB6 Impact, machined a 
TB7 Torsion, machined 2 
TB13 Tension modulus, not machined 2 
TB14 Tension modulus, machined 2 


The analyses of the three melts follows: 


Cop- SILI- MAGNE- MANGAN- CHROM- 

PER, CON, IRON, SIUM, ESE, IUM, 
Me.tr DersiaNaTion PER Cent. PER Cent. Per Cent. PER Cent. Per Cent. Per CEnt. 
3552 C 4.90 0.80 0.62 Abr 0.04 Nil 
3551 lek 4.93 0.84 0.62 Tr 0.03 Nil 
3686 Z 4.28 0.74 0.60 Abr 0.02 Nil 


Fie, 2.—M8rHop OF GATING USED BY ENGINEERING DIVISION (AIR Servicer, U.S. A.). 


The heat treatment given by the manufacturer is not known. Air 
Service Specification No. 11,300, to which this alloy as heat-treated was 
to conform, contains these requirements (paragraph 10): 


(a) Chemical Composition.—Any composition containing not less than 90 per cent. 
aluminum will be acceptable provided the manufacturer shall state the composition 
he intends using and the chemical limits he can maintain. 

(b) Physical Properties (after heat treatment),— 


Ultimate strength (minimum), pounds per square inch........ 29,000 
Elongation in 2 in. (minimum), per cent.................. 4.5 
BrineliPbardnessya. 001 lee A =O 


(c) Specifiic Gravity—The specific gravity of this alloy shall not exceed 2.90. 


SAMUEL DANIELS AND D. M. WARNER 467 


PREPARATION AND MECHANICAL TESTING OF SPECIMENS 
Tension 


The TB1 tension test specimens, three to the mold, were cast to size 
(0.505 in. diameter and 2 in. gage length) and so tested ; eerens the TB1A 
specimens were cast to 5¢ in. diameter over the 2 in. gage length and then 
were machined to 0.505 in. diameter before testing, in order to give the 
properties of the material with the skin removed. The cross-sections were 
calculated on the least diameter normal to the parting line in the specimen. 
The test bars were held in V-wedge grips and were pulled ina 20,000-lb. 
Olsen machine. The percentage of elongation in 2 in. was measured with 
dividers to the nearest 0.01 in. 


Shear 


Four shear specimens 14 in. in diameter by 2 in. long were machined 
from each mold of TB4 test specimens, two from the central portion of 
each bar. These shear specimens were inserted for test through 14-in. 
holes in three close-fitting shear die plates 34 in. thick, and so assembled in 
a jig which secured the dies. The jig was then placed ina 50,000-lb. Olsen 
machine, where the load was applied to the middle shear plate, causing 
double shear at points 34 in. apart. The ultimate strength in shear was 
determined by dividing the maximum load, in pounds, by twice the cross- 
sectional area of the specimen in square inches. 


Compression 


The compression specimens, which were 35¢ in. long with ends 34 in. 
in diameter and center section reduced to 5 in. diameter over a ee 
of 214 in., were also machined from the central portion of TB14 bars 34 
in. round over the gage length and 13 in. long. To avoid lateral stresses, 
the compression specimens were tested in a rigid jig consisting of a heavy 
base and a strong post with a vertical guide-bearing 5 in. deep, which held 
the 114-in. diameter plunger, which delivered the load vertically on top of 
the specimen. A 100,000-lb. Olsen machine was used in this test, the 
load being applied in 200-lb. increments. A Berry strain gage, reading 
to 0.0002 in. over a 2-in. gage length, was used to measure the deflection 
corresponding to each load. Although the stress-strain data thus derived 
served for the determination of the proportional limit, they were not 
dependable for the calculation of the compression modulus, because the 


specimens were too short. 
Impact 


The impact specimens were of the standard Charpy, round-notch 
type, machined to 0,394 in. square by 2. 160 in. long, with a notch 0.197 in. 
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deep made by drilling to 0.078 in. diameter and milling out with a cutter 
of the same thickness. The net thickness of the specimen at the bottom 
of the groove was found by means of a special adapter measured together 
with the specimen in a micrometer caliper. This adapter is 14 in. long and 
consists of a thin steel blade set in a base block perpendicularly to its 
back face and ground to an over-all thickness of 0.500 in. With the blade 
of the adapter in the groove of the specimen, the two are measured 
together. The net thickness of the specimen is this measurement less 
0.500 in., the compensation for the adapter. Three specimens were 
machined from each of four bars in the standard TB6 (impact) mold. 
These bars were 9/¢ in. square by 9 in. long. The Charpy machine had 
anvils 1.575 in. apart and was equipped with a light steel hammer weigh- 
ing 5.20 lb.; its radius to the center of gravity and the height of drop were, 
respectively, 26.0 and 50.3 in. The angular results were read to the 
nearest 0.5 degree and the energy absorbed was taken to the nearest 
0.05 ft.-lb. 


Torsion 


The torsion specimens were cast two to the TB7 (torsion) mold, 114 
in. in diameter by 1514 in. long. These were machined down to 0.62 in. 
diameter over a length of 1214 in., with 34 in. diameter shoulders. The 
torsion tests were made in an Olsen machine of 3000 in.-lb. capacity, 
operated by hand. The specimens were held in toothed grips. The 
torsion-meter arms, each secured by two opposed points and a rest, were 
attached to the specimen at points spanning a 10-in. gage length. One 
of the arms bore an are on a 12-in. radius, graduated in hundredths of an 
inch; and the other carried a pointer with a fine indicator point. The 
increments of torque, in inch-pounds, were recorded together with the 
corresponding angular increments of deflection in inches of are. After 
the proportional limit had been amply exceeded, the instruments were 
removed and the specimens taken to failure. The modulus of rigidity and 
the proportional limit were calculated from the stress-strain curve. The 
ultimate strength in shear was found from the maximum torque moment, 


5.0937 Max 


in inch-pounds, S; = Dice and the modulus of rigidity from the 
39 
formula: G = Soe where 
G = modulus of rigidity; T = torque moment, in inch- 
pounds; 
R = radius of torquemeter arc; D = Diameter of specimen, in 
inches; 
L = gage length on specimen; Z = Angular deflection, in inches, 


on torquemeter are. 
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Tension Modulus 


The tension-modulus specimens were cast two to the mold. The 
TB138 bars were cast to size, 0.75 in. in diameter over a 9-in. length, 13 in. 
long with S. A. E. threaded ends, 1 in. diameter. The TB14 modulus 
specimens were Vg in. in diameter over a Qin. length, 13 in. long, with 
14g-in. shoulders. These bars, unlike the TB13 type, were tested as 
machined to 0.75 in. in diameter, with S. A. E. threaded ends. All ten- 
sion-modulus specimens were held in a 20,000-lb. capacity Olsen machine 
by means of threaded adapters and self-aligning pulling bolts, 8 in. long. 
The loads were applied manually in increments of 200 lb. per sq. in., in 
accordance with loading tables previously calculated for the cross-sec- 
tion of each individual specimen. For each load the corresponding 
elongation was taken on a Ewing extensometer, which measured to 
0.0002 in. over a gage length of Sin. The proportional limit and modulus 
of elasticity in tension were taken from the stress-strain curve, the propor- 
tional limit as the point of tangency where the curve first changes slope. 
The percentage of elongation was found for 2, 4, and 8 in. 


Hardness 


Both Brinell and Rockwell hardness values were obtained on the 
tension, tension-modulus, and impact specimens. In the case of the first 
two types of specimen, the hardness tests were conducted on flats (14 in. 
wide or more) ground on the shoulders. A 10-mm. ball and a 500-kg. 
load applied for 30 sec. were used in the Brinell test, the impressions being 
read with a micrometer microscope having lateral travel. The Rockwell 
tests were made with a 1¢-in. diameter ball under a 100-kg. load applied 
for 10 see. 


Specific Gravity 


One specific-gravity specimen (not machined) was taken to represent 
each of melts 3552, 3551, and 3686; the first melt as cast, the latter two as 
heat treated by the manufacturer. These specimens were cylinders 34 
in. in diameter by 2 in. long, weighing about 30 gm., and were cut from the 
end of TB1 tension specimens. They were sanded sufficiently to avoid air 
pockets during the standard test by the displacement method. 


Metallography 


From the grip end of one TB1 and one TB14 test specimen from each 
melt, a metallographic section was taken and polished. These were 
examined as unetched and as etched in the nitric acid quench for from 15 
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to 45 sec., in 2 per cent. aqueous hydrofluoric acid for 4 sec., and in 
acidified ferric chloride for from 10 to 15 see. Special attention was paid 
to the effect of cross-section on grain size and on the quantity, size, and 
distribution of the hard compounds. The metallography at 1000 diam- 
eters was ascertained with a 2-mm. objective under oil immersion. 


RESULTS 


The data from the mechanical tests are embodied in Tables 1, 2, 
and 3. In these tables, the minimum and maximum values encountered 
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Fie. 8.—Mopv.vus oF BLASTIcITy or Ax-Cu-Sr aLLoy as cast (TB13) TEST 
SPECIMENS: MELT 3551 (HT38A) HEAT TREATED, MELT 3686 (Z22B) HEAT TREATED, 
MELT 3532 (C39A) as cast. Mopunus or EvAsticiry: HT38A, 10,000,000; Z22B, 
9,800,000; C39A, 10,600,000. ProprortionaL Limits: HT38A, 10,000; Z22B, 9000; 


C39A, 4800. Unrim: PRE . : : 
C308" 30,330. LTIMATE STRENGTH, LB. PER 8Q. IN.: HT38A, 31,600; Z22B, 24,500; 


are indicated together with the average of all specimens. Typical 
modulus curves, in tension, compression, and in torsion, for the material 
as cast and as heat treated are shown in Figs. 3 to 5, inclusive. 


Metallographs, Figs. 6 to 9, inclusive, are unetched structures unless 
otherwise stated. 
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Mechanical Testing 


All the mechanical properties of the alloy as sand-cast were consider- 
ably improved by heat treatment, with the exception of the 
modulus values. On the whole, the range {n properties for a given type 
and treatment of specimen was narrow. Comparison of the properties of 
machined and unmachined bars of the same diameter in the pure tension 
(TB1 and TB1A) specimens shows that the machined specimens were 
always inferior in strength, and generally in ductility, whether the speci- 
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Fig. 4—Mopuuus or BLasticiry or At-Cu-Sr aLLoy, MACHINED (TB14) TEsT 
SPECIMENS: MELT 3551 (HT48B) HEAT TREATED, MELT 3686 (Z25A) HEAT TREATED, 
MELT 3552 (C49A) as cast. Mopuxus or mxiasticiry: HT48B, 9,800,000; Z25A, 
9,000,000; C49A, 10,000,000. Prorortionay Limits, HT48B, 10,500; 225A, 6500; 
C49A, 5000. ULTIMATE STRENGTH, LB. PER SQ. IN., HT48B, 26,900; Z25A, 20,960; 
C49A, 18,200. 


mens were in the cast or in the heat-treated condition. In the 
tension-modulus (TB13) and (TB14) specimens, the machined were 
uniformly inferior in both strength and ductility, regardless of the 
condition of the alloy; but in the matter of proportional limit the 
superiority of the unmachined was not marked, except in one case (melt 
3686). The tensile properties of the specimens of the smaller cross-sec- 
tions were superior to those of bars of larger diameter. The ultimate 
strength in double shear was equivalent to that in tension, with machined 
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specimens the basis of comparison; and the strength and proportional 
limit in compression exceeded the corresponding properties in tension. 
The impact resistance of the alloy was at least doubled by heat treatment; 
and the impact value for the heat-treated alloy lower in copper content 
(melt 3686) was higher and. appreciably different than when the per- 
centage of copper was greater (melt 3551). The ultimate strength in 
torsion was practically the same as that (for similar bars) in tension when — 
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Fie. 5.—Mopvunus or rierpiry or At-Cu-Sri ALLOY, MACHINED (TB7) TEST 
SPECIMENS: MBLT 3551 (HT35B) near TREATED, MELT 3686 (Z20B) HEAT TREATED 
MELT 3552 (C35B) as cast. Mopunus or riamity: HT35B, 4,560,000: Z20B, 
4,910,000; C35B, 4,840,000. Proportionan timirs: HT35B, 6570; Z20B, 2880: 


C35B, 3350. ULTIMATE STRENGTH, LB. PER SQ. IN. HT35B, 28,060; : : 
OoeE’ oaae 5B, 28,060; Z20B; 22,110; 


the specimens were in like condition. The proportional limits were, 
however, lower. The Brinell hardness of the cast alloy varied with the 
diameter of the specimen tested and ranged from 55 to 65; while that of 
the heat-treated alloy varied in the same fashion and from 68 to 84. 
Unfortunately, no absolute valid comparison can be made concerning 
the effect of the method of gating on the mechanical properties 
resulting from this heat-treated material, because there is a variation 
between melts 3551 and 3686 of nearly 0.7 per cent. in copper content. 
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It would be predicted that for the same treatment and similar 
chemical composition otherwise, melt 3686, with 4.28 per cent. of copper, 
would attain lower strength and higher ductility than melt 3551, with 
4.93 per cent. of copper. This is what actually obtained in the 
TB1 specimens. 

It so happens, however, that the passable, but not high strength and 
ductility of the TB1 specimens from melt 3551, gated according to the 
method of the manufacturer, have been equalled or bettered by TB1 
specimens cast as a remelt of bars from melt 3551, gated according to the 
Air Service method, and heat treated. The significance of this fact is 
that the two methods of gating and of heat treatment are in the main 
nearly equivalent. From this, it follows that the slightly inferior tensile 


Fic. 6.—MELT 3552 as SAND cast; 21,450-2.2-63; CuAt», Si, AND IRON-BEARING 
NEEDLES AND SKELETONS. 100. 


properties of test specimens from melt 3686 (4.28 per cent. of copper), 
gated according to Air Service methods and treated by the manufacturer, 
may be taken to represent the low end of the range in properties that may 
be expected for the allowable commercial limits in chemical composition 
and from variations in heat treatment. The values from melt 3551 are 
not to be regarded as more than average; and for the high end of the range 
in commercially obtainable tensile properties, it may be assumed that 
35,000 — 8.0 — 70 (ultimate strength — elongation — Brinell) is aver- 
age for TB1 test specimens heat treated with castings. 


Metallography 


The structures of melts 3552, 3551, and 3686, shown in Figs. 6 to 9, 
inclusive, are illustrative of the effect of chemical composition and of 


heat treatment. Those of the TBi4 test specimens, of large cross-sec- 
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tion, were the same as those of the TB1 bars. The rates of cooling were 


evidently equivalent. ay 
As cast, melt 3552 contained CuAl, in triangular and, to less extent, 
in filigreed areas, often associated with iron-bearing needles and rounded 


Fia. 7.—MeE.t 3551, AS HEAT TREATED; FECL; REAGENT, 10 sEc.; 32,520—4.8-74; 
ROUNDED CuAI2, SOME SI, AND IRON-BEARING CONSTITUENTS. 100. 


particles of silicon (Fig. 6). The iron-bearing needles were abundant, 
more so than the skeletons. Small elliptical groupings were also present 
(Fig. 6); these were composed of CuAl;, FeAls, and X particles. 


Fie, 8.—ME tr? 3686, AS HEAT TREATED; FECr; REAGENT, 10 sEc.; 29,530-5.6—-74; 


NOTE ABUNDANCE OF SKELETONS AND ABSENCE OF NEEDLES, AS COMPARED TO Fic. 8. 
< 100. 


Heat treatment caused the disappearance of CuAl, except in segregated 
areas, melt 3686, despite its lower copper content, containing consider- 
ably more of this compound undissolved than melt 3551. Both melts 
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had some undissolved silicon. Though the iron and silicon contents of 
the two were similar (0.8 and 0.6 per cent., respectively) iron-bearing 
skeletons and (well-defined) needles were found in melt 3551 (Fig. 7), 
but skeletons only (Fig. 8) in melt 3686. These skeletons were nearly all 
duplex, as shown in Fig. 9, consisting apparently of FeAl; (purple) and of 
m4 (watery blue gray). The former constituent, FeAl;, evidently was 
precipitated first. In many cases it looked doubtful whether X was a 
secondary product from the reaction of FeAl; with liquid, as is claimed by 
British investigators,? rather than a primary separation. 


Fic. 9.—ME.T 3686 (Z4B), As HEAT TREATED; NITRIC-ACID QUENCH, 45 SEC.; SKELETON 
AT HIGH MAGNIFICATION SHOWING FEAL; DARK AND X LIGHT. 100. 


In melt 3686, there was a considerably larger quantity of compounds 
than obtained in melt 3551. Inasmuch as by far the greater proportion of 
these hard constituents was of FeAl; and of X, which are ordi- 
narily regarded as of minor solubility, their presence cannot be assigned 
to abnormalities in heat treatment and hardly to chemical composition, 
because melt 3686, with lower totality of copper, iron, and silicon, had a 
more abundant precipitate than melt’3551. The condition is more 
appropriately linked with alloying, melting practice, and rate of cooling. 
It seems likely, too, that this rather large residuum of compounds after 
heat treatment can have no beneficial effect on the mechanical properties 


of the material. 


2 Inst. Mechanical Engineers, Eleventh Report to the Alloys Research Committee 
(1921), 214. 
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Tasue 1.—Average Mechanical Properties of Aluminum-Copper-Silicon 
Alloy (Melt 3552) as Sand Cast 


(Gated according to methods of manufacturer ) 
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BB letra secrete 1-3 | 9 | 19,840 | 2.0 | | 60 | 59 | 
Tension, as cast 21,4506 | | PB | 63 | 65 |2.787 
23,120¢ | 2.5 | 65 | 70 
| 
PISS DA sees han Sai eptvievien 16-18] 9 | 18,150 1.5 56 | 64 
Tension, as ma- 19,890 os | 58 | 66 
chined 21,780 ee | 60 | 68 
| | | 
ADB Ate, cine ewes na 27,28} 8 | 18,400 | 
Double shear, as 19,220 | 
machined 19,780 | | 
ABS veaqaret its audeutshars 29,30) 6 | 34,290 | 5,220) 
Compression, as 35,060 6,780 
machined 35,320 | 7,820) | | | 
EUR G irae tistacieteetiies 6 32,33) 24 | | \1.10) 55 | 66 
Impact, as ma- | | | \1.40) 58 | 71 
chined 11.70} 60 | 83 
TEE Oe yates ert: 35,36] 4 | 19,200 | 3,320] 4,470 | | 
Torsion, as ma- 19,640 | 3,620 4,680) 
chined 20,240 4,030) 4,840) 
TENET. amen ener: 38-40| 6 | 18,520 | 4,400/ 10,300/ 1.5 | 1.2 0.9 | 56 | 59 
Tension, as cast 20,260 | 4,940) 10,580! 2.0 | 1.8 1.4 58 | 64 
| 20,950 | 5,750| 10,700 3.0 | 2.5 1.8 62 | 65 
o? | = 
| | 
PBA ccore re tewie ae 49-51) 6 | 17,800 | 4,250) 9,800) LOA oUsS 0 e ee 55 | 58 
Tension modulus, 18,370 | 4,750| 9,980/ 1.8 | 1.6 Re 60 | 59 | 
as machined 19,150 | 5,000; 10,800; 2.6 | 2.0 1.8 63 | 62 


4 Minimum value eneountered, 
6 Average value of all specimens. 
¢ Maximum value encountered. 
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TaBLE 2.—Average Mechanical Properties of Aluminum-Copper-Silicon 
Alloy (Melt 3551) as Heat Treated 


(Gated according to methods of nkanufacturer) 
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| | | haere 
TB4.............|28,29| 5 | 44,900 | 11,120] 
Compression, as 45,890 | 12,640) | 
machined | 46,840 | 13,680) | | 
EP BGe artes. cit | 32, 33} 24 | 2.15) 76 | 84 
Impact, as ma- 2.80) 80 | 87 
chined | 3.50] 84 | 93 
cB 135, 36| 4 | 28,060 | 6,570| 4,430 
Torsion, as ma- 29,640 6,920 4,530, 
chined 31,760 7,090) 4,590) 
EBs Mies ee tc 38-40, 6 | 25,300 | 9,500 10,000, 2.5 3.2 3.4 68 | 78 
Tension as cast 29,420 9,920) 10,440) 3.9 3.9 3.9 73 | 80 
35,050 | 10,000 10,900 4.5 9) 4.4 | 78 | 83 
TL SUA vera, sk ccievs «38 |48-50 6 | 26,070 8,800) 9,500) 2.0 Te 1.9 66 | 71 
Modulus, as 26,980 9,920) 9,710} 3.3 2.9 6 70 | 76 
machined 28,900 | 11,000 9,900) 4.0 4.0 3.5 73 | 81 


@ Minimum value encountered. 
+ Average value of all specimens. 
¢ Maximum value encountered. 
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TaBLE 3.—Average Mechanical Properties of Aluminum-Copper-Silicon 
Alloy (Melt 3686) as Heat Treated 


(Gated according to Air-Service methods) 


Se ee ee ee LS > >) ah Tia =r 
n 2 S | 
Fs 4 Salis 
2 ar) Er) ac a 
| ak Seed = B 
3) HS | 8S | 3h | Wlongation, PerCent.,in| > | @ | 4 > 
o is] Et eo} oo 
te 6, Boe a o| 2 = ed 
A 2 mn 2 02 oa e2\8 a > 
Type of Specimen < rs ae a5) ag Ee a mS g 
° a, ry aI Sl ay oO 
5} AZ} i =o =A 
z|8| #8 | $3) 32 os ale ea| & 
2 ag oq sa | P| pA = | 
2.|8| 28 | 88 | Be | taches | Inches | 4e/ a8! sel 2 
fe} — Sele ° 
S 5 54 Em | gn Inches _ Raghes | nches | shen ee gS & 
j ; T. | 
AL TS Lienetetatel torent qsyate 1-4 | 12 | 26,1502) | 4b | | 73 | 68 
Tension, as cast 29,5305 | 5.6 | | 74 | 75 |2.794 
32,630¢ 6.5 76 | 79 
fk ee ee Pane i Reo _— 
IBA Sreestenue etal sienet ors 10-11; 6 | 21,300 | | 2.0 69 | 75 
Tension, as ma-) | 23,970 | ae | 72 |. 79 
chined | 25,530 5.0 | 75 | 81 
— | | SS ee 
ETB A oe piste laistatcs te siste 15 4 | 24,470 | | 
Double shear, as | 25,430 
machined 26,310 | 
AIR Als cougar aoatal eter scoha ia 16 3 | 42,560 | 10,460) | 
Compression, as 43,720 10,960 | | 
machined 46,210 | 10,720} | | 
ERE Rae Be 17,18] 24 | | | 2.55| 68 | 76 
Impact, as ma- | 3.15| 74 | 84 
chined | | '4.00) 82 | 89 
SS ee | ee | | ee er eee |e eae 
IR Tecta fs Akio 19,20) 4 | 22,100 | 2,880 4,650) 
Torsion, as ma- | 22,750 | 3,120) 4,820) 
chined 23,560 | 3,500) 5,040; 
| | | | 
MLSS ccisroneyarrreete rats |22-24| 6 | 20,860 | 7,750| 9,700) 3.5 2.0 | ia | 72 | 69 
Tension modulus, | 24,330 | 8,570/9,820] 4.0 3.1 2.1 | | 78 | 76 
as cast | 25,760 | 9,200;/9,900/ 4.5 | 3.8 | 2.8 | 82 | 74 
ae eS ee a re Pee Tee 
LB ae ata ke 25-27 6 | 20,960 | 5,750/9,000| 2.5 | 2.2 1.6 | 64 | 65 
Tension modulus, | | 21,190 | 6,100/9,120) 2.9 | 2.2 | 4.7 | 69 | 71 
as machined 22,420 | 6,500) 9,450) 3.5 | 2.2 | 2.2 | 74 | 76 
| | | | | 
a Ne a OL 


@ Minimum value encountered, 
® Average value of all specimens. 
¢ Maximum value encountered. 
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Effect of Reheating on the Al-Cy-Ni-Mg and the 
Al-Cu-Fe-Mg (Piston) Alloys 


By Samurit Dantets,* Dayton, Ouro 


(New York Meeting, February, 1926 


Tue Al-Cu-Ni-Mg alloy is much benefited by heat treatment and, in such con- 
dition, is preferable to the Al-Cu-Fe-Mg alloy either as cast or as heat-treated, when 
both are reheated to temperatures of from 400° to 600° F. and compared, cold, with 
respect to strength and to hardness. The main differences between the alloys do not 
arise until the reheating temperature exceeds 400° F., above which they gradually 
soften. This softening is characterized metallographically by the appearance of 
intragranular precipitate. The Al-Cu-Ni-Mg alloy is weakest and least hard after 
being reheated at 600° F., the Al-Cu-Fe-Mg alloy at about 700° F. The former starts 
to reharden at 700° F., the latter at 800° F. There is a tendency for both alloys to lose 
strength and hardness with prolongation of time at the reheating temperatures of 500° 
and of 700° F. The Al-Cu-Ni-Mg alloy is considerably stronger and harder than the 
Al-Cu-Fe-Mg alloy when both are heat-treated and reheated for long periods of time 
at 500° and 700° F. Although the latter can be made harder initially than the 
Al-Cu-Ni-M¢g alloy by suitable quenching and aging, heat treatment, in general, favors 
the retention of this initial (strength and) hardness after reheating to a much greater 
degree in the Al-Cu-Ni-Mg alloy. The percentage of elongation of the two materials 
in any condition is very small. 


CerRTAIN aluminum alloys have been used for pistons and other parts 
operating at temperatures up to 650° F. because of their lightness, high 
thermal conductivity and specific heat, fair strength and hardness at 
elevated temperatures, excellent machineability, and moderate resistance 
to corrosion. In the piston, the inertia forces and the bearing loading, 
and with this the vibration, are decreased. The piston head functions 
at a lower temperature (about 200° F. below one of cast iron), so that, 
because of the lessened tendency toward carbonization and detonation, 
higher compression ratios may be used. On the other hand, the alumi- 
num alloys do not have the wearing and bearing qualities of cast iron; 
also they have a large coefficient of expansion, allowance for which must 
be made in the design. 

The range in analyses of aluminum alloys, used for pistons in domestic 
and in foreign internal-combustion engines is shown in Table 1. There 
seem to be three general types of composition; one containing about 10 


* Chief, Metals Branch, Material Section, Engineering Division Air Service, 
U.S. A. 
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per cent. of copper, from 0.5 to 1.4 per cent. of iron, from 0.2 to 0.6 
per cent. of silicon, from nil to 0.35 per cent. of magnesium, and possibly 
with as much as 2.0 per cent. of zinc; one having from 7 to 8.5 per cent. of 
copper, with the ordinary impurities, and with or without a small quan- 
tity of tin and zinc; and one containing 4 per cent. copper, 2 per cent. 
nickel, 1.5 per cent. magnesium (Magnalite or ‘“Y”’ alloy) type,’ of which 
analysis there are several variations. 


TaBLE 1.—Chemical Composition of Aluminum-Base Piston Alloys 


Cop- | Tron sions Magne- | Manga- 7. p “ 
Engine or Source pe Por | Brey | rae pe! | — Pe | a Sea 
Gent | Cent. | Cent. Gent. | Conk | Cent. | Cent. | Cent. 
l 
IMiotorvAN (Am. autominer eels ee, 1.24) 0.24 0.30 
Source A (Am. auto.)............ 10.0} 1.25 |) G23 
Motor B (Am. auto.)............| 10.0 | 0.5 0734) 0725, | 
Source B (Am. auto and aero.)...| 10.0) 0.5 0.3 
Magnalite (Am. auto.)........... 4.0: | 0.5 0.4 aes 1.5 
Liberty 12 (Am. aero.).. hes 6 1.25 | 0.4 | 0.25 3.95 
Air-cooled Liberty yeti aero. ahs 4) OUOLS alee Osea odio. a 2.0 
Siddeley Puma (Br. aero,)....... 11.60 0.76 O226 70 a cor | Nil Nil Nil Nil 
Rolls-Royce (Br. aero.).......... 6.88} 0.68 ; 0.36 Tr Nil | Nil | Nil Nil 
Napier Lion (Br. aero.).......... 6.90) 0.38 0. 21° | ee a) eeuNat 2.40 | 0.88 Nil 
Hispano-Suiza (Fr. aero).........| 11.20) 0.50 0.38) |. <i: Nil | 0.67 Nil Nil 
BV leVVice (Goer CN Oe)learecere sieteler 10.42; 1.22 0.59 4" O.11 Nil 2.00 | Nil Nil 


These constituents have their peculiar effects on the alloy. Copper, 
which increases the strength and hardness at elevated temperature, is 
generally the predominating constituent alloyed with aluminum. Iron, 
nickel, managanese, and, in some cases, magnesium, intensify the effects 
conferred by the copper. In the 85 per cent. aluminum, 14 per cent. 
copper, 1 per cent. manganese piston alloy developed in England, the 
addition of the manganese causes a loss in thermal conductivity, which 
is restored by annealing. Zinc, however, decreases the hot strength 
and hardness substantially even at comparatively low temperature, and 
its presence therefore is not ordinarily desirable. This element often 
creeps in from the remelting of secondary material. Small amounts of 
tin are reported to improve both the soundness and the machineability. 
Foreign piston alloys during the war were far more variant in composi- 


tion than those used in this country, a condition largely imposed by force 
of circumstance. 


1 Institute Mechanical Engineers, Eleventh Report to the Alloys Research Com- 
mittee (1921). Rosenhain, Archbutt, and Wells: The Production and Heat-treat- 
ment of Chill Castings in an Aluminium Alloy (‘“Y”’). Jnl. Inst. Metal (1923) 29, 191. 

Lyon and Daniels: Notes on a Sand-cast Aluminum-Copper-Nickel-Magnesium 
Alloy. Jnl., S. A. EH. (1924) 14, 173. 


: 
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PuRPOSE OF INVESTIGATION 


The present experimentation was conducted by the Material Section, 
Engineering Division, Air Service, U.S. Army, at McCook Field, Dayton, 
Ohio, and designed as preliminary research to compare the characteristics 
of the 92.5 per cent. aluminum, 4 per cent, copper, 2 per cent. nickel, 
1.5 per cent. magnesium alloy with those of the 88.5 per cent. aluminum, 
10 per cent. copper, 1.25 per cent. iron, 0.25 per cent. magnesium alloy. 
This paper deals with these piston materials when tested at room tem- 
perature after having been reheated both in the sand-cast and in the 
quenched and artificially aged condition to various temperatures and for 
different periods of time up to 50 hr. The following data do not include 
the mechanical properties of these alloys at elevated temperatures, which 
is the subject of a second investigation. 


TaBLE 2.—Chemical Composition of Raw Materials and of Piston 


Alloys 
| | 
| Where Cop- Nickel, | Iron, Magne- Silicon, P 
Metal | Melt | Used, yey Per Per gs ets er a Cake 
Melt Gent: Cent. Cent. Gent: Cent. 
Raw Materials 
Aluminum ingot...... 3240 | 3427 0.02 0.52 0.54 |Balance 
Aluminum ingot...... 3281 | 3639 0.24 0.40 0.37 Balance 
Aluminum ingot...... 3769 | 3786 0.12 0.46 0.17 Balance 
Al-G@u.... <5: Sacetasinee 3280 | 3427 49.78 0.38 0.24 | Balance 
Al-Cu-Ni. . ceeereeiowos 3345 | 3639 28.70] 14.36 0.62 0.26 | Balance 
Al-Cu-Ni. .Feceees ses 3742 | 3786 28.98} 14.40 Al-Fe-Si-balance 
AlCusBe? fcinte.. fe 3095 | 3427 25.211 13.83 Al-Fe-Si balance 
Mig: Slab syicversicye sie. 2-0.0-= 2013 | 3427 95.5+ 0.05 
Mae Stick. ciscisicie seca 3387 | 3639 & 0.02} 99.72 0.20 0.05 
3787 
Piston Alloy Ingot 
Al-Cu-Ni-Mg......... 3639 | 4.48} 2.10 0.72 1.47 0.30 | Balance 
Al-Cu-Ni-Mg......... 3786 4.13} 1.79 0.58 1.38 0.24 | Balance 
Al-Cu-Fe-Mg......... | 3427 9.66 1.38 0.28 | 0.40 Balance 
MATERIAL 


The two alloys, 92.5 per cent. Al, 4 per cent. Cu, 2 per cent. Ni, 1.5 
per cent. Mg, and 88.5 per cent. Al, 10 per cent. Cu, 1.25 per cent. Fe, 
0.25 per cent. Mg, were made from raw materials of high purity. The 
aluminum ingot conformed fairly closely to the requirements of Air 
Service Specification 11,010-B, Grade A (99.0 per cent. aluminum, mini- 
mum). The hardeners were made from commercial materials of highest 
purity and by approved methods. The Al-Cu-Ni hardener was so pro- 
portioned that the ratio of Cu to Ni was 2:1, as in the Al-Cu-Ni-Mg 
alloys itself, which assists in making up the charge. It would have been 
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possible to deal similarly with the Al-Cu-Fe hardener, but the ratio used 
enables another Air Service alloy to be made conveniently, so the one 
hardener serves a double purpose. 

The alloys themselves were prepared in 300-Ib. batches, the hardeners 
being melted down with the aluminum ingot. The metallic magnesium 
was added to the molten bath just before the pouring. The Al-Cu-Ni- 
Mg alloy was mixed in two lots, melts 3639 and 3786; while the Al- 
Cu-Fe-Mg alloy came in entirely from melt 3427. The analyses of the 
raw materials and the piston-alloy ingot are given in Table 2. 

Air Service TBI tension specimens, cast to size (0.505 in. in diameter 
over a 2-in. gage length) and three to the mold (Fig. 1) were the standard 


Fig. 1.—STANDARD AIR SERVICE TB-1 MOLD OF TENSION-TEST SPECIMENS. 


for test. The properties of the alloys in such test bars, sand-cast from 
1300° F., are as follows: 


Ultimate | Elonga- | | Tested 
Allo | Melt Strength, | tionin2) Brinell | after 
y No. Lb. per | In., Per | 500 Kg. | Casting, 
Sq. In. | Cent. | Days 
F 
Al-Gute Nia got evcnier aye eiieleet teenie eke 3639 27,130 OF eae il 
3786 25,610 | 1.0 | 74 2 
AlsCushe=Mpsen7 oven costae ceemrcits 3427 | 25,210 1.0 | 80 5 
| 3874 23,860 | 1.0 84 a 


The fractures of the two alloys in any condition were distinguishable 
from one another. That of the Al-Cu-Ni-Mg alloy had a decidedly blue 
tinge and generally contained enough smooth crystal faces to give the 
surface a “snow-flaked” appearance. The fracture of the Al-Cu-Fe-Mg 
alloy was light gray, crystalline, and splintery. 


— = <. aa, 
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PROCEDURE 
Foundry 


Fifty molds of TBI tension test specimens were sand-cast in the Al-Cu- 
Ni-Mg alloy in four lots: Molds 121 to 136, inclusive, as melt 3653; 
molds 137, 138, 139 and 40 as melt 3649—bé6th melts being poured from 
melt 3639 ingot and gates from its remelting, in equal proportions; 
molds 1 to 15, inclusive, as melt 3866; and molds 16 to 30, inclusive, as 
melt 3867—both melts having a charge of equal parts of ingot from melt 
3786 and of gates from its remelting. 

Fifty molds were also sand-cast in the Al-Cu-Fe-Mg alloy, in five lots: 
molds 121 to 137, inclusive, as melt 3605; molds 138,139 and 40, as melt 
3606; and molds 1 to 12 inclusive, as melt 3873; molds 13 to 23, inclusive, 
as melt 3874; and molds 24 to 30, inclusive, as melt 3901. In charging 
these melts, equal parts of ingot from melt 3427 and of gates from its 
remelting were used. 

The metal was melted in a plumbago crucible in an oil-fired furnace. 
From 30 to 45 min. were consumed in the melting operation, during which 
time the maximum furnace temperature was below 1350° F. in all 
cases except one (1400° F.). The pouring temperature was uniformly 
1300° F. The molding sand was a coarse grade of Sandusky. 

To facilitate the stamping of the test specimens, those in the Al-Cu-Ni- 
Mg alloy were stamped ‘‘N” and those in the Al-Cu-Fe-Mg alloy “F”’; 
they were further identified by the proper mold and test specimen 
(A. B. C) number. 


Chemical Analysis 


The chemical composition was determined for the original ingot only. 


Heat Treatment 


The schedule of heat treatment is given as part of Tables 3 to 6 and was 
so planned that there would be ascertained for each alloy, both as sand-cast 
and as heat-treated, the effect of subsequent reheating at temperatures 
from 300° to 800° F. for 25 hr., and air-cooling (Table 3). A further 
purpose was to learn the effect of time at the reheating temperature 
of 500° and 700° F. when the alloys were initially in the sand-cast and in 
the heat-treated condition (Table 5). Long periods of soaking at 
elevated temperatures approximate conditions as they exist in the 
engine. Several other miscellaneous heat treatments were conducted 
in order to compare the equivalence of artificial aging processes (Table 6). 

All tension specimens were placed on plates and were heated for 
quenching in an automatically controlled electric furnace, which could be 
held to within +10° F. The Al-Cu-Ni-Mg alloy was soaked at 950° F. 
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for 5 hr., and the Al-Cu-Fe-Mg alloy at 925° F. for 5 hr., before 
being quenched into boiling water. They were both then aged at 
212° F. in an automatically controlled electric oven. This procedure 
comprised the heat-treatment proper, which is denoted as ‘““HT”’ in the 
various tables. 

In this heat-treated (HT) and in the sand-cast (C) condition, the alloys 
were reheated, as outlined, in automatically controlled electric ovens 
and air-cooled after having been soaked at the required temperature for 
the desired length of time. 

The specimens that were reheated in the sand-cast condition were not 
so reheated for from 2 to 7 months after having been cast, so this period of 
aging at room temperature elapsed before thermal treatment. The 
effect of this normal aging between the date of casting and that of 
reheating and between the date of casting and that of heat treatment 
(HT) proper will be considered later. 


Mechanical Testing 


After the completion of reheating and air-cooling, the specimens were 
allowed to rest at room temperature from 1 to 4 wk. before tensile and 
hardness testing. In the case of the results enumerated in Table 6, 
for instance, this period of normal aging before test (and after reheating) 
for molds 8, 9, 10, 11, 23, 24, 25, and 26 was 28 days; and for molds 
12, 18, 14, 15, 28, 29, and 30 it was 15 days; molds 139 “N” and 
‘““’”’ were aged for 4 days before test. 

A 20,000-Ib. Olsen machine was used for the tension tests. The per- 
centage of elongation was obtained by fitting the pieces of the ruptured 
test specimen closely together and by measuring with dividers to the 
nearest 0.01 in. the extension in 2 in. of gage length. 

One Brinell hardness and two Rockwell hardness tests were made on 
the flatted smoothly ground surface of one-half of each broken test bar 
in each mold and on each of the individual hardness specimens. The 
Brinell test was made with a 10-mm. ball under a 500-kg. load, applied 
for 30 sec. and the Rockwell test with a 1¢-in. ball under a 100-kg. load 
and readings on the “B” scale. The hardness tests were made within 
24 hr. after the tension tests. 

All results recorded in Tables 3, 5, and 6 are the average of three or 
more specimens, as indicated, to the given condition. Where more 
than one mold (of three specimens) is shown for a particular treatment, it 
signifies that the additional molds were treated on separate occasions 
but in ike manner. When the fracture of broken specimens Sontamod 
abnormal amounts of dross, the tensile properties were not included in 
the averages. The data in Table 4 concern only two Brinell tests made 
upon the same test bar at an interval of 5¢ in., the lapse of time between 


—— : 
+ —_ = 


SAMUEL DANIELS 485 


tests being 9 months. Specific gravity tests were made by the displace- 
ment method on the belt-sanded grip ends of broken tension specimens. 


Metallography 


A 14-in. section was cut from the riser end of the middle B bar of such 
molds as seemed likely, judging from the tensile properties, to be of 
interest metallographically. Sections from 40N and F, 20N and F, 
22N and F, 23N and F, 26N and F, 30N and F, 124N and F, 125N and 
F, 5N and F, 7N and F, 8N and F, and 11N and F were polished and 
examined both as unetched and as etched in the nitric acid quench for 4 
and 30 sec.? and in 1 and 2 per cent. aqueous hydrofluoric acid solutions 
for 5 sec. The nitric acid reagent turns the CuAl, brown in 4 sec. and 
sometimes delineates the FeAl; and X (iron-bearing) constituents in 30 
sec. It hardly affects the compound Mg.Si. The hydrofluoric acid 
etchant reveals latent scratches, brings out the cored and grain 
structures, and tends to pit the matrix on long immersions. It stains 
NiAl; brown or black and restores, at least in part, the blue color of tar- 
nished (black) Mg.Si. Otherwise, the reagent has the effect of lessening 
the color contrast between CuAl, and 7 (the ternary compound of 
aluminum, copper, and nickel)* and of heightening the purple color of 
the skeletons of FeAl;. It is not as desirable for photographic work as 
the nitric-acid quench. When a specimen, first etched in the hydro- 
fluoric-acid solution, is subsequently etched in the nitric-acid quench, 
the dark stain is removed from NiAl; and the CuAl, is browned. The 
skeletons of the iron-bearing constituent are stained also. Neither of 
these reagents alone, with short immersions, affects the 7 constituent. 
The AI-Si eutectic was not found in any of the specimens. 

The colors and characteristic forms of these constituents unetched 
and examined under tungsten daylo (blue) light are: 


ComPpounpD CoLor Form 
(Col Sees Relaaientiode® Secreanobeeg Pinkish-white Triangles or filigree 
OAT ech eis oc ge heen as Purple Needles or skeletons 
IX EROS cio ey: Sets oe. 4 Watery-gray Needles or skeletons 
MGgaOIt Aimininierets ie Bees) Blue Needles, hexagons, or skeletons 
INGA tee ee noses ASS cic Smoky-gray Needles or skeletons 
Tu Gate NGAI) wee steeds =< Blue-gray Triangular areas or skeletons. 


It is exceedingly difficult to distinguish between FeAl; and 7 and 
between X and NiAl; when unetched. The accompanying photomicro- 
graphs are of unetched structures unless otherwise stated. 


2B. H. Dix, Jr.: Observations on the Occurrence of Iron and Silicon in Aluminum. 


Trans. (1923) 69, 966. en 
3 Bingham and Houghton: The Constitution of Some Alloys of Aluminium with 


Copper and Nickel. Jnl. Inst. Metals (1923)29, 71. 
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TaBLE 3.—Effect of Reheating Temperatures on Both Cast and the 
Quenched and Aged* Piston Alloys 


Al-Cu-Ni-Mg Alloy | Al-Cu-Fe-Mg Alloy 
a 2 Nice 
m- ‘ ; og et ei 
Mold ile Condition 4 a be oa oe 

Number of rye feed a 2} g oat ee g a g 

Speci- So| S7|_8| Ga] hs | $7] 8 ea 

mene g82 | So | SE| FE] es" | S2| Se EE 

558 | 6s | 4s ga | s5 go £4 38 

Bae) BO] Ba) et) BOR | ao | am |e 

BTS scsvate suereteists 3 As Cast (C) 28,410} 0.5 96 84 | 27,330| 0.5 98 84 
D186. kote 6 C 300-25At 28,260| 0.5 94 92 | 25,880] 0.6 | 100 92 
18,135,137.... 9 C 400-25A 28,090} 0.6 89 90 | 26,170} 0.5 96 92 
WO SUS Ziv eyayere< ars 6 C 500-254 25,160] 0.5 76 82 | 24,460] 0.8 78 82 
Q2ORLSS sss sie 6 C 600-25A 21,180} 1.4 58 64 | 22,720! 1.2 66 69 
DISA SS sidavarsks 6 C 700-25A 22,980] 1.0 res 72 | 20,940] 1.6 58 63 
Zahn yeel eievarerece 3 C 800-254 26,860} 1.0 82 82 | 25,980] 1.2 71 77 
1 Pe abi cin. ae 3 As Heat Treated (HT)| 35,460} 1.0 | 101 95 | 36,120} 0.7 99 94 
Zils G wet) sista nai 6 HT 300-25A 38,910] 0.6 | 102 94 | 36,770] 0.6 | 114 98 
3,130,138..... 9 HT 400-25A 34,610! 0.6 | 105 95 | 34,710] 0.5 | 107 95 
toe es ee 6 HT 500-25A 29,810] 0.5 83 82 | 25,300} 0.8 76 80 
Oy LD iiaarcoeevenere 6 HT 600-25A 24,260| 1.5 62 64 | 20,820] 1.4 58 62 
GDS eee ettoes 6 HT 700-254 26,550] 1.4 74 76 | 20,900} 1.6 61 64 
YE ee 3 HT 800-254 28,630) 1.0 84 86 | 25,620] 1.2 76 82 


* Al-Cu-Ni-Mg alloy heat treatment (HT) = 950-5BW 16. Heated at 950° F. for 5 hr., quenched 
into boiling water, and aged at 212° F.for16hr. Al-Cu-Fe-Mg alloy heat treatment (HT) = 925-5BW 
16. 

¢ Cast, then reheated at 300° F. for 25 hr. and air cooled. 


TaBLE 4.—Effect of Aging at Room Temperature on Stability of Brinell 
Hardness Impressed by Reheating at Various Temperatures for 25 Hr. 
and Air Cooling 


| 


Al-Cu-Ni-Mg Alloy Al-Cu-Fe-Mg Alloy 
Condition of Specimen | | | 
Test First. | _Brinell | Test First Brinell . 
| Specimen Brinell | Hardness | Specimen Brinell Hardness | 
Number | Hardness igasaed 9 se Number | Hardness |after 9 Mo. 


i | 


C800-25AN eee 136C 97 94 136B 100 101 
C400-25 AR ae cone 18A 85 87 18A 95 88 . 
Ci50022 5A vee ee 19B 74 73 19B 79 79 . 
CiG00-25 AN comes 20A 58 58 20B 65 65 . 
GC 700-254 eee 21A 68 68 21A 57 59 
Ci800-25A ee onieaea. 22C 80 Ge Missing 

Hy s00-25ANe..0 eee 2A 101 97 2B 114 112 

HET400225AR 3. nee 3A 104 101 3A 109 98 

EXIR 500-25: a tae oe 4A 84 80 4A 76 77 

HT 60022 SAF arora 5A 61 59 5C 57 55 

ETS 00-25ACre eet ree 6A 74 ia 128A 59 59 

EF S00-25/A0 eee oe eee 7B 85 84 7A 74 81 
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TaBLe 5.—Effect of Time at Reheating Temperature on Both Cast and 
Quenched and Aged Piston* Alloys - 


. Al-Cu-Ni-Mg Alloy Al-Cu-Fe-Mg Alloy 
Sr | 
Mold = os ; Elon- a _| uni Elon- 4 4 
Nutsber | gthg.| Condition | Utimete| cation, | Ba |Rosk-| Uikimate | gation, | Bu- | Rov 
ae Lb. per G teat Hard-| Hard-| Lb, per | G ent, | Hard-| Hard- 
“ | Sq. In. in 2In.| Bess | ness Sq. In. in2In,| Bess | ness 

23 3 C 500-1A 29,550 0.5 82 85 | 26,870 0.5 88 87 

24 3 C 500-5A 26,240 0.5 +78 74 26,940 0.5 85 82 

25 3 C 500-15A |} 26,200 0.5 76 72 25,480 0.7 81 79 

26 3 C 500-50A |} 25,270 0.5 70 74 25,130 0.7 77 79 

27 3 C 700-1A 23,760 1.0 63 68 23,780 1.0 68 69 

28 3 C 700-5A 22,220 c | a | 62 61 22,520 1,2 60. 57 

29 3 C 700-15A | 21,230 1.2 63 65 21,100 a Nee} 56 60 

30 3 C 700-50A | 21,850 1.8 60 61 19,700 1.0 55 57 
8,139 6 HT 500-1A 33,210 0.5 100 92 34,800 0.5 99 93 

9 3 HT 500-5A 35,920 0.5 92 |} 90 28,690 0.5 89 94 

10 3 HT 500-15A | 31,590 0.5 88 84 25,430 | 0.5 77 77 

11 3 HT 500-50A | 28,770 0.5 79 80 23,350 0.5 71 73 

12 3 HT 700-1A 27,720 10 66} 65 22,100 0.9 61 65 

13 3 HT 700-5A 27,520 1.5 70 |. 69 20,730 1.2 56 57 

14 3 HT 700-15A | 26,450 1.3 69 73 19,070 1.2 55 58 

15 3 HT 700-50A | 25,410 i LA 70 69 20,460 1.6 54 56 


* Al-Cu-Ni-Mg alloy heat treatment (HT) = 950 — 5BW16. Al-Cu-Fe-Mg alloy heat treatment 
(HT) = 925-5BW 16. 


TaBLE 6.—Effect of Miscellaneous Heat Treatments on Piston Alloys 


Al-Cu-Ni-Mg Alloy | Al-Cu-Fe-Mg Alloy 

Mold £h . Elon- oe ; : Elon- Oe ie 
Num, Condition Strength, | ation, | Bau | Svelt | Strength, |&8600 | ‘nau | wel 

Lb. per Gent! | Hard- Hard- Lb. Per | Cent. Hard- | Hard 

Sq. In in2 Ta ness | ness Sq. In. in2Tn.| Bess | ness- 
121 HT} BW 33,660 £20 98 92 34,280 1.0 94 90 
122 | HT-BW2 34,440 TH i 98 93 33,140 1.0 98 91 
123 | HT-BW 300-2 33,070 1.0 94 94 34,050 1.0 95 91 
124 | HT-BW 16 35,460 1.0 101 95 36,120 0.7 99 94 
125 | HT-BW 300-16 36,480 0.5 101 93 35,210 0.5 ii7¢ 99 
126 | HT-BW16-300-25A 38,810 0.5 107 96 37,570 0.5 120 99 
129 | HT-BW300-16-300-25A 37,910 0.5 115 98 39,410 0.5 119 98 


* Each mold contains three specimens. 
+ HT = Held at 950° F. for 5 hr. in the case of the Al-Cu-Ni-Mg alloy, and at 925° F. for 5 hr. in the 


case of the Al-Cu-Fe-Mg alloy. 
RESULTS 


The data in Tables 3 and 5 are plotted in Figs. 2 to 7; and the metallo- 
graphy of the two alloys is portrayed in Figs. 8 to 24. 
Mechanical Properties of Alloys as Cast 


The average properties of the two sand-cast-alloys as new melts and 
remelts tested as standard TBI tension bars within one week after casting 


are as follows: 
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n Ultimate | Elonga- 
All Number gta Strength, ia or Brinell 
oy of Melts | ° ahr Lb. per | Cent. in | Hardness 
Sq. In. 2. in, 
AT Cut=INa= Mio Pe. ise opace ecamoite’ sl ane ona? 22 66 25,190 0.7 75 
Al@u-Me=Mg cin. « oaeieahh « sete « 10 45 25,430 1.0 80 


The properties of the materials used for this investigation and tested 
under the same conditions correspond closely to these figures. The 
Al-Cu-Fe-Mg alloy is similar to the Al-Cu-Ni-Mg alloy in strength and 
in ductility but is somewhat harder; also the Al-Cu-Fe-Mg alloy, though 
having a range of about 2000 lb. per sq. in. in ultimate strength like the 
Al-Cu-Ni-Mg alloy, is considerably more erratic in hardness. The 
Al-Cu-Fe-Mg alloy, too, is about 3000 Ib. per sq. in. stronger and about 20 
Brinell numbers harder than the alloy supplied to Air Service Specifica- 
tion 11,024, which contains 10 per cent. of copper, less than 1 per cent. of 
iron, and no magnesium, while the two alloys have the same ductility. 

Both the Al-Cu-Ni-Mg and the Al-Cu-Fe-Mg alloys are subject to 
change in properties with aging at atmospheric temperature after casting. 
For instance, these alloys (molds 40 N and 40 F) tested about 6 mo. after 
casting showed some increase in strength but appreciable enhancement 
of hardness; viz., 


Ultimate Elonga- 


Nom Number Ss a > 
Alloy Negba | of Spear | Segmeth. | om Por | Beinall 
Sq. In. | 2 In. 
Al=CueNizMecties se cess a eee 3653 3 28,410 0.5 96 
ALE Cueie- Mites). 5. waeee es ae. = 3605 3 (27,880 1 Ose 98 


This hardening is very likely a slow process, the accretion of hardness 
being gradual. 


Mechanical Properties of Alloys as Quenched and Aged 


The two alloys are much improved in strength and hardness by 
quenching and aging, but the ductility remains inappreciable: 


Number Ultimate | Elonga- 
Heat é 8 h i i 
Alloy Teatment ot, Spas ss ete : ‘Cont a Sea Oreos 
Sq. In. 2 In. 
Al-Cu-Ni-Mg....... 950-5BW16* 3 35,460 1.0 101 2. 73F 
Al-Cu-Fe-Mg....... | 925-5BW16 3 36,120 ORT 99 2.82t 


* Heated at 950 for 5 hr. quenched into boiling water, and aged at 212° F. for 16 hr. 
+ Average of six melts. 


— —_— 
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In both alloys the accretion in strength is about 10,000 lb. per sq. in.; 
and in hardness, about 20 Brinell numbers. 

With regard to the Al-Cu-Ni-Mg alloy, Air Service Specification 
57-72-1 stipulates that TBl (unmachined) test specimens heat-treated 
with castings shall have a minimum ultimate strength of 32,000 lb. per 
sq. in. and a minimum Brinell hardness of 90. Through the heat treat- 
ment indicated above, the alloy readily meets these requirements; but 
as the operation consumes 21 hr. exclusive of the time necessary to attain 
temperature and of that devoted to manipulation, it was deemed advisable 
to curtail the process in some way. Recent work has proved that a 
950-4BW 400-1 treatment, easily effected in a working day, may be sub- 
stituted for the 950-5BW 16 rationale, with equivalent results in strength 
and in elongation and with some advance in hardness. 

The Al-Cu-Fe-Mg alloy may be quenched and aged to develop greater 
hardness than the Al-Cu-Ni-Mg alloy for about the same strength and 
percentage of elongation. A treatment such as 925-5BW 300-16 
will result in a hardness of 115 or more (See Table 6).4 A shorter, equi- 
valent heat treatment, similar to that described for Al-Cu-Ni-Mg alloy, 
has been made available. On the whole, the high-copper alloy does not 
respond to heat treatment so reliably as the nickel-bearing material, 
which is also somewhat lower in specific gravity. 


Effect of Reheating Temperature upon Mechanical Properties 


In Figs. 2, 3, and 4 are plotted the data relative to the effect of reheating, 
after casting and after quenching and aging, at the temperatures of 300°, 
400°, 500°, 600°, 700°, and 800° F. for 25 hr. followed by air cooling. 

Sand-Cast Alloys.—Fig. 2 illustrates the effect of reheating on the alloys 
as sand-cast (Table 3). It will be observed that both materials have 
been ascribed an ultimate strength of about 28,000 lb. per sq. in., an 
elongation of 0.5 per cent., and Brinell and Rockwell values of about 95 
and 85, respectively. These values were inserted, rather than the figures 
given for the alloys shortly after casting, because they represent the 
alloys as aged at room temperature for about 6 mo. Such values serve 
as a better base, for the other molds listed in Tables 3, 5, and 6 were aged 
in the cast condition for from 2 to 6 mo. before being reheated or before 
being quenched and artificially aged and then reheated. 

Neither the Al-Cu-Ni-Mg nor the Al-Cu-Fe-Mg alloy, on reheating, 
lost much of its initial strength as sand-cast until heated at 500° F. The 
Al-Cu-Ni-Mg alloy was weakest after cooling from 600° F., when its 
strength was about 21,000 lb. per sq. in.; whereas the Al-Cu-Fe-Mg 


4Samuel Daniels: The Heat Treatment of the Al-Cu-Fe-Mg (Piston) Alloy: 
Forging—Stamping—Heat Treating (1925) 2, 346. 
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attained a similar minimum strength after treatment at 700° F. Reheat- 
ing to temperatures beyond which these minima were obtained 
caused a rather sharp upturn in strength. The curves of hardness were 
parallel in trend to those of ultimate strength. In both alloys, the 
hardness values declined from maxima of about 97 Brinell and 85 Rock- 
well, as sand-cast, to corresponding minima of about 58 and 64, which 
the Al-Cu-Ni-Mg alloy reached with the draw at 600° F. and the Al-Cu- 
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Fig. 2.—EFreEcT ON SAND-CAST PISTON ALLOYS OF REHEATING AT INDICATED TEMPERA- 
TURES FOR 25 HR. AND THEN AIR COOLING. 


Fe-Mg alloy with that at 700° F. Once having attained their minima, 
both alloys made a sharp upturn in hardness, but the Al-Cu-Ni-Mg alloy 
hardened more intensely, with the result that after the draw at 800° F. 
it had Brinell and Rockwell hardness of 82; while the Al-Cu-Fe-Mg alloy 
recuperated to like properties of 71 and 77, respectively. As to elonga- 
tion that of the nickel-bearing alloy remained unchanged at 0.5 per 
cent. until the material was reheated to 600° F. when it made a maximum 
of 1.4 per cent. The alloy high in iron content acted similarly and 
acquired its maximum elongation, 1.6 per cent., when drawn at 700° F. 
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With reheating temperatures beyond those at which the maximum of 
elongation was obtained, both alloys lost in ductility; but when cooled 
from within the reheating range of from 400° to 600° F. the two materials 
were not appreciably different in ductility or hardness for a given drawing 
temperature. After reheating at 500° F., they had identical properties— 
an ultimate strength of about 25,000 Ib. per gq. in., an elongation of about 
0.6 per cent. a Brinell hardness of approximately 77, and a Rockwell 
hardness of 82. Drawn at 400° F., the Al-Cu-Ni-Mg alloy was the 
stronger by about 2000 Ib. per sq. in.; and drawn at 600° F., the Al-Cu-Fe- 
Mg alloy was superior by a similar amount. The properties of the 
alloys after having been drawn at 800° F., when compared with those of 
the material as sand-cast, showed that neither alloy suffered much loss 
in strength but both were improved in ductility. At the same time the 
Al-Cu-Ni-Mg alloy lost about 15 per cent. and the Al-Cu-Fe-Mg alloy 
about 30 per cent. of its original Brinell hardness. 

Quenched and Aged Alloys.—The effect of reheating on the sand-cast 
alloys in the heat-treated condition is shown in Table 3 and Fig. 3. 
As quenched and artificially aged both alloys possessed an ultimate 
strength of about 36,000 lb. per sq. in., an elongation of about 1 per cent., 
a Brinell hardness of 100, and a Rockwell hardness of 95. With increase 
in temperature of reheating above about 400° F., both alloys rapidly lost 
strength and hardness (original or acquired) down to a minimum with the 
draw at 600° F., after which the Al-Cu-Ni-Mg alloy had an ultimate 
strength of 24,250 lb. per sq. in., a Brinell hardness of 62, and a Rockwell 
hardness of 64; and the Al-Cu-Fe-Mg alloy attained an ultimate strength 
of 20,820 lb. per sq. in., a Brinell hardness of 58, and a Rockwell hardness 
of 62. The Al-Cu-Ni-Mg alloy attained a maximum hardness with the 
reheat at 400° F., and the Al-Cu-Fe-Mg alloy reached its peak at 300° F. 
With reheating at 700° F., the former alloy regained some strength and 
proportionately more hardness; whereas the latter alloy made negligible 
recovery from its minima. As in the case of the sand-cast alloys, reheat- 
ing quenched and aged specimens to temperatures of 700° and 800° F. 
caused the Al-Cu-Ni-Mg alloy to harden more intensely than the Al-Cu- 
Fe-Mg alloy; the former hardened above 600° and the latter above 700° F. 

A comparison shows that, with the exception of the draw at 400° F., 
after which the strength of both alloys was approximately 35,000 lb. 
per sq. in. and the Brinell hardness about 106, the Al-Cu-Ni-Mg alloy 
for the entire range of reheating temperatures was superior in strength 
to the Al-Cu-Fe-Mg alloy by from 2000 to 4000 Ib. persq.in. The differ- 
ence in hardness was not great until, for reheating temperatures above 
600° F., it was in favor of the nickel-bearing alloy. As air-cooled from the 
drawing temperature of 800° F., the Al-Cu-Ni-Mg alloy had 80 per cent. 
and the Al-Cu-Fe-Mg alloy about 70 per cent. of the strength 
and Brinell hardness they possessed as quenched and aged only. 
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The heat-treated Al-Cu-Ni-Mg and Al-Cu-Fe-Mg alloys did not gain 
in ductility until drawn at temperatures in excess of about 500° BR, 
as in the case of the sand-cast materials. When both alloys had the min- 
imum strength and hardness, their elongations were maximum at about 
1.5 per cent. When the alloys began to harden, at 700° and at 800° F. 
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Fig. 3.—EFrrecr ON SAND-CAST AND HEAT-TREATED PISTON ALLOYS OF REHEATING AT 
INDICATED TEMPERATURES FOR 25 HR. AND THEN AIR COOLING. 


respectively, the percentage of elongation tended to decline somewhat 
from the maximum. 

Fig. 4 shows more clearly the effect reheating exerted on both 
the sand-cast and the cast and heat-treated alloys. The Al-Cu-Ni-Mg 
alloy was appreciably stronger and slightly harder in the heat-treated 
than in the sand-cast condition whatever the drawing temperature. 
For the Al-Cu-Fe-Mg alloy, there appeared, from the standpoints of 
strength and hardness, to be no valid reason for heat-treating when the 
material is to be subjected to reheating temperatures in excess of 400° F. 
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Of course, heat treatment might be desirable with a view toward removing 
growth and improving the machineability. Inasmuch as the operating 
temperature of aeromotive piston heads may be taken to range between 
400° and 600° F., the Al-Cu-Ni-Mg alloy in the heat-treated (quenched 
and aged) condition would be preferable to the Al-Cu-Fe-Mg alloy in 
similar condition, and with reference to stre gth at normal (room) tem- 
perature after cooling. The difference in hardness in favor of the former 
alloy was not pronounced except when the reheating temperature was 
700° or 800° F. 

With reference to what uniformity in strength resulted from the dup- 
licate heat treatments, enumerated in Table 3 and discussed as averages 
in the preceding paragraphs, it should be said that in all cases except 
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Fig. 4.—EFFECT ON THE ULTIMATE STRENGTH AND BRINELL HARDNESS OF PISTON 
ALLOYS AS SAND-CAST AND AS HEAT-TREATED OF REHEATING AT INDICATED TEMPERA- 
TURES FOR 25 HR. AND THEN AIR COOLING. 


two molds the numerical differences were generally less than 10 per cent., 
which is within the allowable experimental error. Moreover, it was not 
important whether the alloys were tested one week or one month after 
reheating and air-cooling. The effect of longer periods of aging at atmo- 
spheric temperature (following reheating) on the stability of the tensile 
properties was not ascertained, but Brinell hardness tests made on indi- 
vidual test bars 9 months after the first test indicated a pronounced 
degree of permanence, whatever the reheating temperature (Table 4). 


Effect of Time at Reheating Temperature upon Mechanical Properties 


Figs. 5, 6, and 7 show the mechanical properties of the alloys in 
both the cast and the quenched and aged conditions and subsequently 
reheated for various periods up to 50 hr. at temperatures of 500° and of 


700° F., followed by air-cooling. 
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Sand-cast Alloys.—Fig. 5 represents graphically the data, from 
Table 5, on the effect on the sand-cast alloys of time at reheating tempera- 
tures of 500° and 700° F., the points being derived from the averages of 
three test specimens. For the draw at 500° F., the strength of both 
alloys after the 1-hr. treatment was about the same as that of both as 
east, though the hardness was lower. After having been drawn at 500° 
F. for 5 hr., the two materials had an ultimate strength of about 26,000 
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Fig. 5.—Errecr ON SAND-CAST PISTON ALLOYS OF HEATING, AFTER CASTING, AT 500° 
AND 700° F. FOR INDICATED PERIODS OF TIME AND THEN AIR COOLING. 


Ib. per sq. in., which persisted practically intact for drawing periods up 
to 50 hr. The Al-Cu-Fe-Mg alloy had somewhat greater hardness than 
the Al-Cu-Ni-Mg.alloy for all drawing periods. The treatment at 700° 
F’. in one hour caused the strength of the alloys to decline to 24,000 lb. 
per sq. in., the hardness to about 65 Brinell and 69 Rockwell, and the 
elongation to increase to 1.0 per cent. With increase in time up to 50 
hr. at this drawing temperature, the Al-Cu-Fe-Mg alloy continued to 
lose strength and hardness, though its ductility did not change percepti- 
bly; the Al-Cu-Ni-Mg alloy roughly paralleled this performance except 
for the 50-hr. draw, which left it stronger, harder, and more ductile than 


—— 
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the Al-Cu-Fe-Mg alloy. The Al-Cu-Ni-Mg alloy, after the 50-hr. draw, 
was as strong as after the 15-hr. draw. Taken as a whole, the two alloys 
in the sand-cast condition on being reheated at 500° and at 700° F. 
for periods up to 50 hr., and then air-cooled, reacted in much the 
same manner. 
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Fig. 6.—EFFECT ON SAND-CAST AND HEAT-TREATED PISTON ALLOYS OF HEATING, 
AFTER HEAT TREATMENT, AT 500° anD 700° F. FoR INDICATED PERIODS OF TIME AND 
THEN AIR COOLING. 


Quenched and Aged Alloys.—When in the heat-treated condition, 
however, reheating at 500° and at 700° F. for various soaking periods 
and air-cooling brought out distinct differences in the behavior of the 
alloys. ‘The averages for three test bars indicated (Fig. 6) that whereas 
heating at 500° F. for 1 hr. did not appreciably alter the properties of 
the alloys as heat-treated, further soaking was accompanied by a drop 
from about 34,000 Ib. per sq. in., 0.5 per cent. elongation, and 100 Brinell 
hardness in both alloys gradually to an ultimate strength of 29,000 lb. 
per sq. in., an elongation of 0.5 per cent. and a Brinell hardness of 80 
in the Al-Cu-Ni-Mg alloy and precipitately (and then gradually) to an 
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ultimate strength of 23,000 lb. per sq. in., an elongation of 0.5 per cent. 
and a Brinell hardness of 70 in the Al-Cu-Fe-Mg alloy, with increase in 
time at reheating temperature up to 50 hr. The hardness curves in the 
main followed the trend of the curves of ultimate strength; and the per- 
centage of elongation remained unchanged whatever the soaking period. 
As in the case of the drawing experiments at 500° F., the Al-Cu-Ni-Mg 
alloy was stronger by 5000 lb. per sq. in. or more and considerably harder 
than the Al-Cu-Fe-Mg alloy when drawn at 700° F. for any length of 
time at the reheating temperature up to 50 hr. When drawn for 1 hr. 
at 700° F., the former alloy had an ultimate strength of about 28,000 Ib. 
per sq. in. and a Brinell hardness of 66; and the latter, a strength of 
22,100 lb. per sq. in. and a Brinell hardness of 61. Longer drawing 
periods caused the Al-Cu-Ni-Mg alloy to forfeit slight additional strength 
but not its hardness (of about 70 in both Brinell and Rockwell) and the 
Al-Cu-Fe-Mg alloy to act similarly with regard to strength but to relin- 
quish still more of its hardness (down to about 55 in both Brinell and 
Rockwell). Both alloys concomitantly gained in ductility. 

Fig. 6 also shows that, disregarding the concordant percentages of 
elongation, the Al-Cu-Ni-Mg alloy was quite superior in strength and 
in hardness to the Al-Cu-Fe-Mg alloy when heat-treated and then 
reheated at 500° or at 700° F. for periods up to 50 hr. and then air-cooled. 
Furthermore, the Al-Cu-Ni-Mg alloy drawn at 700° F. for 15 hr. up to 
50 hr. was practically equivalent in strength and in hardness to the Al- 
Cu-Fe-Mg alloy treated for the same range of time at 500° F. This 
condition is probably induced by two factors: The inherently greater 
strength of the Al-Cu-Ni-Mg alloy when heat-treated and drawn at 
temperatures in excess of 400° F.; and the ability of the Al-Cu-Ni-Mg 
alloy to air-harden from 700° F., which potentiality does not reside in 
the Al-Cu-Fe-Mg alloy, whether in the cast or in the heat-treated form, 
until a temperature of 800° F. is reached (Figs. 2 and 3, and Table 3). 
The hardening of the Al-Cu-Ni-Mg alloy from 700° F. might be of 
importance should the pistons be subjected to excessive head tem- 
peratures. (In the case of heat-treated Al-Cu-Ni-Mg alloy cylinder 
heads shrunk on steel liners, it would be advisable to use a shrinking tem- 
perature of 700° F. and thus take advantage of the gain in strength caused 
by air-hardening.) 

Fig. 7 illustrates comparatively the effect of time at reheating 
temperatures of 500° and of 700° F. on the ultimate strength of the 
piston alloys as sand-cast and as heat-treated. Both alloys were stronger 
in either condition when drawn at 500° than when drawn at 700° F. 
regardless of period. The Al-Cu-Ni-Mg alloy, heat-treated and drawn 
at 700° F. was not better, however, than when as sand-cast and drawn 
at 500° F. As sand-cast and drawn at 700° F., the alloy was at its worst. 
The Al-Cu-Fe-Mg acted still differently. Given reheating temperatures 
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of 500° or 700° F. and the more pertinent reheating periods of 5 hr. or 
over, whether the alloy was initially as sand-cast or as heat-treated 
before reheating was of minor importance (from the standpoint of 
strength). For extended periods of reheating at 500° F., the material 
as sand-cast tended to be somewhat better than as heat-treated : 
and for nearly all periods at 700° F., the sime direction of superiority 
was evident. 

Interpretation of the foregoing data in the light of the utility of these 
two alloys as piston materials demands, first, the recognition of the fact 
that they do not consider mechanical properties at the operating tem- 
peratures themselves, which point is being made the sbjuect of another 
investigation. If, then, the characteristics of the alloys are compared 
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Fig. 7.—EFFrecT ON ULTIMATE STRENGTH OF SAND-CAST AND HBAT-TREATED 
PISTON ALLOYS OF REHEATING AT 500° AND 700° F. FOR INDICATED PERIODS OF TIME 
AND THEN AIR-COOLING. 


only after they have been cooled to room temperature following reheating 
in either the sand-cast or in the quenched and aged condition, certain 
generalizations may be made. : 
Assuming that the operating temperature of aeromotive piston heads 
ranges between 400° and 600° F., and that the — (from the piston-ring 
lands down) functions at temperatures below 300 F., the Al-Cu-Ni-Mg 
alloy in the heat-treated condition is preferable, from the standpoint of 
the strength and hardness of the head, to the Al-Cu-F e-Mg alloy, either 
as cast or as heat-treated. Hardness of the skirt 1s, of course, essential 
to proper bearing qualities. This would be conferred on either alloy 
by heat treatment, which seems, mechanically, to be more advisable in 
the case of the Al-Cu-Ni-Mg alloy than in that of the Al-Cu-Fe-Mg 
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alloy. The machining properties and bearing qualities of both alloys 
are also improved by quenching and aging, and the resulting smoother 
surfaces may hinder carbon deposition and burning of the piston. 

From another angle, some insight may be gained as to engine per- 
formance through examination of the pistons after they have been in 
service. Inasmuch as their hardness on cooling has been shown, within 
certain limits, to be a function of the temperature to which they have 
been heated, and of the time thereat, it is possible to gage approximately 
their operating temperature. Then, too, some indication is given as to 
the nature of the heat transfer and concerning the preservation of the 
hardness of the skirt, which is an essential to effective functioning of 
the piston. 


MeETALLOGRAPHY 


The metallography of the alloys at low magnification is illustrated 
in Figs. 8to 11. Figs. 12 to 24 inclusive, are at either 500 or 1000 diam- 
eters, the latter having been photographed under oil immersion. 


Sand-cast Alloys 


As sand-cast, the Al-Cu-Ni-Mg alloy (Figs. 8 and 12) had a rather 
open network, a small amount of CuAl, either as filigree or in triangular 
areas, a rather more conspicuous amount of Mg.Si in skeletons or in fili- 
gree, a large amount of NiAl; (often segregated) in stringers, needles, 
or rippled skeletons, slightly less of 7, the ternary compound of alum- 
inum, copper, and nickel, and still less of FeAl; in the form of skeletons, 
hardly to be distinguished from 7. A few needles of X (iron-silicon- 
aluminum?) compound were also observed. The matrix contained no 
intragranular precipitate. 

The structure of the Al-Cu-Fe-Mg alloy as sand-cast was not so 
complex (Figs. 9 and 13). It had a larger amount of intergranular 
compounds than the Al-Cu-Ni-Mg alloy and a more complete network. 
The principal constituent was CuAls, generally in triangular patches, but 
occasionally filigreed. The high iron (1.25 per cent.) content was 
revealed in the form of two constituents: FeAl; skeletons, in moderate 
amount, and needles of X in comparative abundance. Often these two 
compounds were closely associated as duplex particles. Both the copper 
and the iron-bearing compounds tended to segregate. The compound 
Mg.Si was present in small film-like areas and sometimes intimately 
associated with CuAl,. No intragranular precipitate was observed. 

As cast and reheated at 600° F. for 25 hr. and air-cooled, the Al-Cu- 
Fe-Mg alloy was unchanged in structure except for the appearance of a 
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finely divided intragranular precipitate (Fig. 15) and the Al-Cu-Ni-Mg 
alloy was traversed by fine markings (Fig. 14), which could not be posi- 


Fie. 8. Fie. 9. 

Fig. 8.—At-Cu-N1-MG ALuoy AS SAND-CAST; 2 PER CENT. AQ. HeFo, 5 sec. > 100. 

Ultimate strength 28,410 lb. per sq. in:, Brinell hardness 96; elongation 0.5 per 
cent. Stringers of NiAl;, skeletons of FeAl;(?) and of 7, and some CuAl; and Mg.Si 
form incomplete network. ; 

Fie. 9.—At-Cu-Fr-Meé ALLOY, AS SAND-CAST}; NITRIC-ACID QUENCH, 8SEC. XX 100. 

Ultimate strength 27,330 lb. per sq. in.; Brinell hardness 98; elongation 0.5 per 
cent. CuAl, (black) and skeletons and needles of Fe-bearing compounds. 
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Fie. 10. Fre. 11. 

Fie. 10.—Ar-Cu-Ni-Me atoy; 950-5BW 16; 1 Percent. AQ. H2F2,5sec. X 100- 

Ultimate strength 35,460 Ib. per sq. in.; Brinell hardness 101, elongation 0.5 per 
cent. Some NiAl; rounded, 7’ rounded and in clumps, CuAl, in solution,’ Mg.Si 
(black) and Fe-bearing skeletons unchanged; network partly destroyed. 

Fig. 11.—At-Cu-Fr-Me anor; 925-5BW 16. X 100. ; 

Ultimate strength 36,120 Ib. per sq. in., Brinell hardness 99, elongation 0.7 per cent. 
Same as Fig. 9, but CuAl, is rounded and network much less noticeable. 
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tively identified as a precipitate; but in the alloys as cast and drawn at 
800° F. a definitepr ecipitation was visible at high magnification. In the 
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Al-Cu-Fe-Mg alloy, ‘this precipitate was undoubtedly CuAl, (with pos- 
sibly some Mg.Si), even though some of the particles were not stained 
by the nitric acid quench, as in Fig. 22; in the Al-Cu-Ni-Mg alloy it 


Fie. 12 Fie. 13. 
Fic. 12.—Au-Cu-Ni-M@ auuoy, AS SAND-cAsT. X 500. 
NiAl; (light gray), T (dark gray) and Mg.Si (black). 
Fra. 18.—At-Cu-Fr-Me@ auoy, AS SAND-CAST; NITRIC-ACID QUENCH, 8sEc. X 1000. 
CuAl, (black) and duplex particles of Fe-bearing constituents (FeAl; and X); no 
intragranular precipitate. 


reset 4: TGS: 


Fig. 14.—At-Cu-Ni-Meé atuoy; C 600-25A; NrpRIC-AcrD QUENCH, 4sEc. & 1000. 


CuAl, (black) filigree and NiAl; (dark y). Marki i oe 
precipitate. 3 ( gray) arkings in matrix may be 


Fie. 15.—Au-Cu-Fr-Ma atioy; C 600-25A. > 1000. 


CuAl; (gray, massive areas) and duplex Fe-bearin articles : i 
dotted with precipitate of CuAls. : Fy ppc ys: 


consisted probably of both NiAl; and CuAl, and possibly of some Mg.Si. 
The particles were SO small that polishing alone served to blacken them in 
part, and what assistance could be afforded by the use of etching reagents 


— 
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was often thereby vitiated. (It is recommended that one-third of the 
specimen be etched in one reagent, the opposite third in another. This 


Fie. 16. Fig. 17. 
Fic. 16.—At-Cu-Nt-Meé atioy; 950-5BW 16; nrrric-actD QUENCH, 15sEc. XX 1000. 
NiAl; (gray) and T (black) both mingled with NiAl; and as clumps or rounded 
particles; no intragranular precipitate. 
Fig. 17.—At-Cu-Fr-Me anor; 925-5BW 16; NirRic-ActD QUENCH, 15 src. XX 1000. 
CuAl, (black) and Fe-bearing needles; no intragranular precipitate. 


Fig. 18. Hires 19: 

Fie. 18.—At-Cu-Ni-Me annoy; H T 600-25A. X 500. 

NiAl; (light gray) closely associated with T, which in places occurs in clumps of 
small particles characteristic of heat treatment; Mg2Si (black) and Fe-bearing skele- 
tons at upper right. 

Fre. 19.—At-Cu-Ni-Me auuoy; H T 600-25A. X 500. 

NiAl; (light gray) passing into lamellar 7. (dark gray). 


procedure leaves an unetched band and a surface that can be studied 
from three angles.) These statements hold also for the specimens that 
were quenched and aged and then reheated. 
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Quenched and Aged Alloys 


The alloys as simply quenched and aged are depicted in Figs. 10, 11, 
16 and 17. The hardening of the Al-Cu-Ni-Mg alloy was marked by 


Fig. 20. Fie. 21. 
Fie. 20.—At-Cu-NtMe atuoy; H T 800-25A. X 500. 
T (large gray particles), Mg,Si (black), and NiAl;(?) slivers. 
Fig. 21.—At-Cu-Ni-Me attoy; HT 800-25A; Nirric-aciD QUENCH, 15 sEC. 
x 1000. 
Intragranular precipitate contains both etched (CuAl.) and unetched (NiA],) 
particles. 


Fie, 22. aGem2oe 
. an 22.—At-Cu-Fr-Me attoy; HT 800-25A; NITRIC-ACID QUENCH, 15 SEC. 
0. 


Fe-bearing skeletons and needle (gray) and CuAl, (black); some of precipitate 
unetched, though undoubtedly CuAls. 


Fira, 23.—At-Cu-N1i-Me atuoy; C 500-50A; NrrRic-acip QUENCH, 15sEc. XX 1000. 


NiAl; (light gray), Mg.Si (black), and matrix markings which may be intra- 
granular precipitate. 


some dissolution of the network through the absorption of all of the CuAl,, 
some NiAls, and possibly of some T. The Mg.Si and the iron-bearing 
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constituents apparently persisted unaltered. The characteristic struc- 
tural feature of the quenched Al-Cu-Ni-Mg alloy was the clumps of 
small, globular particles of 7 (Figs. 16 and 18), nearly always associated 
with NiAl;. The Al-Cu-Fe-Mg alloy, however, was changed with 
respect to CuAls, which in many places was rounded by partial solution, 
and to the network, which was somewhat broken up. 

As cast, as quenched and aged, and in either of these conditions and 
reheated at 500° F’., no intragranular precipitate was identified in the 
Al-Cu-Ni-Mg alloy, or in the Al-Cu-Fe-Mg alloy except as drawn at 
500° F. for 50 hr. (Fig. 24). After etching, markings, such as are to be - 
seen in Figs. 14 and 23, were developed in the specimens that were 
thought to have no precipitate, but these were interpreted to be etching 


Fie. 24.—At-Cu-Fr-Me auuoy; C 500-50A; NITRIC-AcID QuENCH, 30 sec. XX 1000. 
CuAl, (black) and Fe-bearing needles; intragranular precipitate of CuAl. 


effects. The appearance of some of these specimens before etching is 
illustrated in Figs. 13, 16, and 17. 

When quenched and aged and then reheated at 600° F. for 25 hr. and 
air-cooled, the alloys did not differ materially in structure from their 
peculiarities as simply quenched and aged, except for the intragranular 
precipitate, which, in the Al-Cu-Ni-Mg alloy, was not absolutely distinct. 
Figs. 18 and 19 are typical of the Al-Cu-Ni-Mg alloy; and the latter 
metallograph portrays 7 formed from the reaction between NiAl; and 
liquid. The intragranular precipitate (of CuAl,) was definitely present 
in the Al-Cu-Fe-Mg alloy. 

The structure of both alloys as heat-treated and then drawn at 800° F. 
is much like that as heat-treated, from which it differs by the precipitate 
shown in Figs. 20, 21, and 22. This precipitate was acicular and globular 
in form. As has been indicated, the identification of the particles 
is difficult. 

To judge from the metallography, and especially from the mechanical 
properties, of the alloys, this precipitation commences at approximately 
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500™ Fy. (Lable3)s but at this temperature the alloys must be soaked 
for 5 hr. or longer (Table 4) to accomplish it. It will be noted in 
this connection that the properties of either the cast or the heat-treated 
alloys after having been drawn at 400° F. for 25 hr. were about the same 
as those for the draw at 500° F. for 1 hr. As drawing at 300° F. for 25 
hr. had nearly the same effect as drawing at 400° F. for 25 hr., it seems 
that precipitation does not occur from temperatures much below 500° F. 
In the case of the Al-Cu-Ni-Mg alloy, it was not possible to determine 
whether CuAl, and NiAl; were precipitated at different temperatures, 
because of the limitations of the etching media. It is likely that 
the hardening of the Al-Cu-Ni-Mg at 700° F. and of the Al-Cu-Fe-Mg 
at 800° F. is caused in part by the solution of this precipitate, whose 
state of division is strongly conducive to its absorption by the aluminum- 
rich matrix. 
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The Lead-antimony System and Hardening of Lead Alloys 
¥ 


By R. 8. Dean,* Lyaun Zickricx* anp F. C. Nrx,* Cutcaco, Int. 


(New York Meeting, February, 1926) 


Tue first attempt to establish an equilibrium diagram of the lead- 
antimony series was made by Roland-Gosselin! in 1896. This investiga- 
tion classified the system as a purely eutectiferous one, with the eutectic 
at 12.5 per cent. antimony and 228° C. In the next year, Stead? placed 
the eutectic temperature at 247° C. The error in temperature made by 
Roland-Gosselin, however, has been perpetuated in the literature with 
a remarkable degree of persistency; this value was accepted by Campbell 
(1902), and Ewen (1910),? and will be found in the last edition of 
Desch’s* Metallography (1922). Gonterman’s investigation, made in 
1907, was the most complete one available at the time the present inves- 
tigation was started. He concluded’ that the system was a simple 
eutectiferous one and placed the eutectic at 13 per cent. antimony and 
247°C. Other investigations by Tammann (1907),° Garbow (1909),°® 
Rudolfi (1910),7 Loebe (1911), and Leroux (1913) added little, if any- 
thing, to Gonterman’s diagram. 

A number of investigations have been made of physical properties 
of the alloys. The electrical conductivity of the series was studied by 
Matthiessen (1860)!° and by A. W. Smith (1921);'! the thermoforce by 
Rudolfi (1910),!2 and Pelabon (1923);!% the specific heat by Durrer 


* Metallurgical engineers, Western Electric Co., Inc. 

1 Roland-Gosselin: Bull. Soc. d’Encour. [5] (1896) 1, 1301. 

2 Stead: Jnl. Soc. Chem. Ind. (1897) 16, 200. 

3Ewen Jnl. Inst. Met. (1910) 4, 135; Desch: ‘‘Metallography.” Longmans, 
London, 1922. 

4Gonterman: Zeit. anorg. Chem. (1907) 55, 419. 

5Tammann: Zeit. anorg. Chem. (1907) 53, 454. 

6 Garbow: Jnl. Russ. Phys. Chem. Soc. (1909) 41, 1241. 

7 Rudolfi: Zeit. anorg. Chem. (1910) 67, 85. 

8Loebe: Metallurgie, (1911) 8, 7. 

9 Leroux: Comp. Rend. (1913) 156, 1764. 

10 Matthiessen: Pogg. Ann. (1860) 110, 28. 

11 Smith: Jnl. Franklin Inst. (1921) 192, 101. 

12 Op. cit. 

13 Pelabon: Comp. rend. (1923) 176, 1505. 
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(1918),'* Muzzafar (1923),!° and Linnavouri (1923).‘° The magnetic 
susceptibility was studied by Leroux (1913)!’ and the electrical conduc- 
tivity in the liquid state by Miller (1910);!8 the thermal conductivity 
by Smith (1925).19 The mechanical properties have been studied by 
Ssaposhnikow (1907),2° Ludwick (1916),** Rosset (1905),*? Fairlee 
(1911),23 and by Gurevitch and Hromatko (1921).*4 

None of these investigations were made on alloys of which the past 
history was sufficiently known to make the values significant. This 
is shown by the present investigations, in which as much as 300 per 
cent. change in properties may be made by the heat treatment. We may, 
therefore, seriously question any evidence of constitution as determined 
from these physical properties. 

Some observations indicating a change of properties in lead-antimony 
alloys with treatment are found in the literature. De Jussieu (1879)”° 
made a study of alloys of near eutectic composition (type metals) and 
found that chill-cast alloys had a surface hardness. Dubose (1905)?® 
found that a change in properties was produced by quenching the alloys. 
It is not clear whether he carried his alloys into the partly liquid range 
or not, but Guillet (1906)?7 in discussing Dubose’s work states that the 
increased hardness takes place only when the solidus is passed. Browns- 
don (1921)? made a few observations on changes in hardness of lead- 
antimony alloys with time, as did Goebel (1922).2° None of these 
investigations described any definite reproducible treatment giving a 
difference in properties. 


LEAD-ANTIMONY EQUILIBRIUM DIAGRAM 


As the basis of our study of the lead-antimony system, it was necessary 
to develop as complete and as accurate as possible an equilibrium dia- 
gram particularly for the lead-rich end. For a number of years, work 


M4 Durrer: Physik Zeit. (1918) 19, 86. 

16 Muzzafar: Metal Ind. (1923) 23, 67. 

16 Linnavouri: Chem. Abs. (1923) 17, 1182. 

LT On. Cub. 

18 Miller: Metallurgie (1910) 7, 730. 

19 Personal communication (1925). 

20 Ssaposhnikow: Jnl. Russ. Phys. Chem. Soc. (1907) 39, 901. 

21 Ludwick: Zeit. anorg. Chem. (1916) 161. 

Rosset: Centrallblatt frir Accwmulatoren (1905) 6, 259. 

23 Pairlee: Meral Ind. (1911) 3, 74. 

4 Gurevitch and Hromatko: Chem. & Met. Engng. (1921) 25, 62. 

*> De Jussieu: Ann. de Chim. et Phys. [5] (1879) 18, 138. 

® Dubosc: Joint meeting of French and Belgian members of International 
Association for Testing Materials of Construction. 1905. 

*7 Guillet: ‘‘Etude Industrielle des Alliages,” Dunod, Paris. 1906. 

*8 Brownsdon: Jnl. Inst. Met. (1921) 26, 397. 

*8 Goebel: Zeit. Metallk, (1922) 14, 358. 
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toward this end has been in progress in the Hawthorne laboratories. 
In 1928, a preliminary paper was published,®° in which evidence was 
adduced that antimony was soluble in solid lead up to from 2 to 3 per 
cent. at the eutectic temperature. This conclusion was based on the 
results of differential heating curves and microscopic investigations 
which showed that after prolonged annealing the evidences of eutectic 
which appeared in the cast alloys disappeared i in | the 2 per cent. alloy but 
not in the 3 per cent. alloy. 

Further investigations of this limit a mins have since been made 
by means of both thermal analysis and study of other properties. The 
alloys employed for these studies were made from Doe Run lead, which 
is a desilverized southeastern Missouri lead made by the St. Joseph Lead 
Co. The sample used contained no determinable amount of impurities. 
The antimony used was W. C. C. brand and analyzed: sulfur, 0.107 per 
cent. ; arsenic, 0.021 per cent.; other impurities, traces only. 

The alloys were made by melting together lead and antimony in a 
graphite crucible maintained at as low a temperature as possible so as to 
prevent excessive oxidation. In most cases the alloys were analyzed 
but the variance between the synthetic composition and the analysis 
was rarely sufficient to introduce an appreciable error in the conclusions. 

The results of further heating-curve studies on the alloys showed that 
after annealing for four weeks at 235° C. the solid solubility was 2.45 per 
cent. antimony. This value was arrived at after studying several series 
of alloys made independently and studied by different investigators in 
this laboratory (Fogler, Quinn, Graves). Table 1 gives a typical set of 
results (Quinn). It should be noted that the eutectic arrest after this 
long annealing occurs at a point 10° C. higher than that obtained on 
cooling curves. This is explained by the growth of the lead and anti- 


mony particles.*! 


TaBLE 1 
Herat ABSORPTION IN TERMS OF 
Per Cent. ANTIMONY GALVANOMETER DEFLECTION, 
BY WEIGHT MILLIMETERS 
ane 25 
3.00 16 
PAS 9 
2.50 1 


As a further check on the solid solubility of antimony in lead, and 
particularly to study the change in solubility with temperature, the 
electrical conductivities were studied at various temperatures.*? For 
this purpose the alloys extruded as wires 1.35 mm. in diameter and 1 m. 


30 R. 8. Dean: The Lead-antimony System. Jnl. Amer. Chem. Soc. (1923) 45, 1683. 


31 Benedicks and Arpi: Metallurgie (1907) 4, 416. 
32 R. S. Dean, W. E. Hudson and M. F. Fogler: The Lead-antimony System II. 


Ind. & Eng. Chemistry (1925) 17, 246. 
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in length were used formeasurement. All the wires were mounted on one 
frame and immersed in an oil (Crisco) thermostat. This thermostat 
was heated and cooled several times and the resistance measured until 
the same value was obtained for a given temperature when approached 
from either direction. This was taken as representing equilibrium 
conditions. The resistances were measured on a Wheatstone bridge 
to 0.0001 ohm. ‘The results are shown in Table 2. 


TABLE 2 
cence ae, 
0.00 6. 712 5.208 4.537 3.903 3.593 
0.44 6.408 5.053 4.386 3.852 Se ayAl 
0.96 6.180 4.902 A215 3.678 Bsa1D 
1s 6.116 4,829 4.218 3.566 3.277 
1.87 6.090 4.810 4,208 3.564 3.201 
PA Pail 6.098 4.809 4.182 3.562 3.201 
DSW 3.142 
3.26 6.109 4.831 4.193 3.539 elle 


The solubilities at various temperatures as determined by breaks in the 
conductivity curves are shown in Table 3. 


TABLE 3 
TEMPERATURE, ANTIMONY, 
DEGREES CENTIGRADE Per Cent, 
20 0.80 
100. 1.01 
150 fl oli 
200 1.36 
238 2.05 
Kutectic temperature (247° C.) 2.45 by thermal analysis 


Subsequent measurements of conductivities’ on wires cooled at 
various rates from temperatures above 200° C. showed that the rate of 
change at temperatures of 100° C. and below was exceedingly slow so 
that, in these experiments, equilibrium was not reached. Therefore, in 
order to determine the actual solubility limit at temperatures below 
100° C. it was found necessary to allow very long periods of time. The 
room temperature experiments have been under way some 200 days 
without equilibrium being reached. At 110° C. equilibrium is reached 
after about seven weeks. The curve for the conductivity of wires of 
varying antimony content, heated at 110° C., until constant when 
measured at 32° C., is shown in the curve, Fig. 1. These measurements 
were made by the potentiometer method in an oil thermostat held at a 
constant temperature of 32° C. The measurements were made on wires 
87.60 cm. in length. Each wire was weighed and the resistance calcu- 
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lated in ohms per meter-gram. The conductivity was then calculated 
in terms of that of a pure lead wire of the same weight per meter. This 
method was adopted to avoid introducing the density of the alloys, which 
is not known with the same accuracy as the conductivity. It is obvious 


f2 3 4 5 
Per Cent Antimony 


Fig. 1.—ConpDUCTIVITY OF LEAD-ANTIMONY ALLOYS IN TERMS OF PURE LBAD, 
MEASURED AT 32° C.__ (THE CONDUCTIVITY OF PURE LEAD HAS BEEN TAKEN AS UNITY.) 
ALLOYS MADE FROM Dor RUN LEAD, ANNEALED FOR SEVEN WEEKS AT 110° C. 


that the values given may be converted to specific conductivities by 
multiplying by 
Specific conductivity of lead X density of alloy 
Density of lead 


=| se 


0) OZONE O 40 5m OM ONO ORO Onmn 00 
Per Cent Antimony 


Fia. la.—DENSITY OF LEAD-ANTIMONY ALLOYS. 


The curve, Fig. 1a, gives our data on density together with figures taken 


from the literature. o 
These results indicate that the equilibrium value of the solubility of 


antimony in lead at 110° C. is very near 0.5 per cent. antimony. In 
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these measurements a possible error has been introduced by measuring 
at 32° C. after heating at 110°. Since, however, the rate of change at 
either temperature is so slow, it is probable that no appreciable error 
takes place. An estimate of the solid solubility of antimony in lead at 
room temperature may be formed by extrapolating from the conductivi- 
ties obtained after standing for varying periods at room temperature. 
This has been done graphically in Fig. 2, and gives a figure of approxi- 
mately 0.5 per cent. antimony, indicating that the solubility at 110° C. 
should differ very little from that of equilibrium at room temperature. 
From the experiments, then, we conclude that equilibrium in the lead- 
antimony system is reached with extraordinary slowness at temperatures 
below 100° C. 

The equilibrium in alloys above the solid-solution range has been only 
cursorily investigated by us. The investigations recorded in the litera- 
ture have shown peculiarities in the system which might be interpreted 
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Per Cent Antimony 
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Days of Aging at Room Temperature 


Fia. 2.—CHANGE OF PER CENT. ANTIMONY IN SOLUTION IN LEAD WHICH OCCURS ON 
AGING AT ROOM TEMPERATURE, AS INDICATED BY CONDUCTIVITY MEASUREMENTS. 


as indicating a compound or compounds existing in the solid state. 
Among these peculiarities may be mentioned: 

1. Apparent expansion of the 13 to 20 per cent. antimony alloys on 
freezing (use as type metal). 

2. Different temperatures for eutectic on freezing and cooling (Gonter- 
man, Dean). 

3. Irregularities in the conductivity curve (Matthiessen). 

4. Maximum in tensile strength curve near 10 per cent. (Fairlee, 
Gurevitch and Hromatko, and Rosset). 

Since both lead and antimony contract on solidifying, an expansion of 
the 13 to 20 per cent. alloys would indicate a reaction taking place on 
solidification ; it was, therefore, of interest to check this generally accepted 
expansion. ‘This was done in a pyrex glass dilatometer using Crisco 
as the dilatometric medium. The technique involved no special features 
except the enclosure of the expansion tube in a steam jacket. The 
results are shown in Table 4 (M. F. Fogler). 
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TABLE 4 
ANTIMONY-LEAD ALLOY VOLUME OF EXPANSION EXPANSION, 
Per Cment. ANTIMONY ALLOY, ¢.c. on MELTING, c.c. PR Cunt, 
0 (Pure Lead) nee ae 3.60* 
10 107 2.45 PA PoMb 
12 105 2.42 2.47 
16 114 2.35 2.06 
100 ‘ 1.45* 


*Values for lead and antimony taken from Tammann: Textbook of Metallog- 
raphy. 


Fig. 3.—ANTIMONY 10 PER CENT. Fig. 4.—AntTimony 10 PER CENT. 
Cast. SOLID SOLUTION DARK, EUTECTIC CAST AND ANNEALED 24 HR. AT 235° C. 
LicHt. X100. SOLID SOLUTION DARK, EUTECTIC LIGHT. 
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Per Cent Antimony 


ro 
Fria. 5.—Conpvcrtivify OF LEAD-ANTIMONY ALLOYS, ANNEALED AT 235° C., 
QUENCHED IN WATER AT ROOM TEMPERATURE AND AGED VARYING PERIODS OF TIME AT 
ROOM TEMPERATURE. 


The interpretation of these results is that the lead-antimony alloys 
of approximately eutectic composition behave normally with regard to 
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volume change on fusion and that the special properties of lead-antimony 
type metals should be attributed to some other factor. 
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Fia. 6.—CoNDUCTIVITY OF LEAD-ANTIMONY ALLOYS ANNEALED AT 235° C. AND 
COOLED SLOWLY. AGED VARYING PERIODS OF TIME AT ROOM TEMPERATURE. 


The different eutectic temperatures observed on heating and cooling 
may be explained on the basis of agglomeration of the lead and anti- 
mony particles. The definite tendency toward this agglomeration is 
illustrated microscopically in Figs. 3 and 4. 
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Fic. 7,—CONDUCTIVITY OF LEAD-ANTIMONY ALLOYS AS DETERMINED By A. W. Smiru. 


Previous determinations of conductivity have not taken into account 
the changes which take place in the conductivity of these alloys with 
treatment. In Figs. 5 and 6 are plotted in terms of pure lead the conduc- 


R. S. DEAN, LYALL ZICKRICK AND F. C. NIX 518 


tivity curves of lead-antimony alloy wires containing up to 20 per cent. 
antimony. These tests were made after the alloys had been aged for 
various periods of time at room temperature. They do not indicate a 
compound up to this composition. The most recent determination of 
the conductivities of the complete series of lead-antimony alloys has 
been made by A. W. Smith (1925). His restilts are shown in Fig. 7 and 
do not indicate a compound. 

The tensile strength of cast lead-antimony alloys has been measured 
by Gurevitch and Hromatko, by Fairlee and by Rosset. All of these 
investigators find a maximum of tensile strength near 10 per cent. anti- 
mony. Measurements on extruded and annealed wires do not show any 
such maximum. ‘Table 5 shows the tensile strength in kg. per sq. mm. of 
wires after heating for a period of seven weeks at 110° C. 


TABLE 5 


ANTIMONY, TENSILE STRENGTH 
Perr Cent. Kea. per Sq. Mn. 


48 
.48 
4 
54 
75 
95 
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It appears probable, therefore, that the tensile strength maximum in 
cast alloys is a function of the crystalline arrangement and has no signif- 


Fig. 8.—a. ANTIMONY-LEAD 2 PER CENT. Cast. b. ANTIMONY-LEAD 4 PER CENT. 
Cast. SOLID SOLUTION LIGHT, EUTECTIC DARK. X100. 


icance so far as the equilibrium diagram is concerned. Also that the 
evidence adduced for the existence of a compound in this system is capable 
of other interpretation. 


Fic. 9.—a. ANTIMONY-LEAD 10 PER cENT. Cast. X100. b. ANTIMONY-LEAD 
13 PER ceENT. Cast. 100. 


A metallographic examination of the alloys did not reveal any unex- 
pected features, but for purposes of record a series of photomicrographs 
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are included in this report, Figs. 8-11. The alloys above 2 per cent. 
cannot be satisfactorily etched with the acetic acid-hydrogen peroxide 


Shales 
Mex 


a b 


Fie. 10.—a. ANTIMONY-LEAD 15 PER CENT. Cast. X100. 6. ANTIMONY-LEAD 
20 PER cENT. Cast. X100. 


etch developed in this laboratory for cable sheath.*?* The most satis- 
factory etch found for these higher alloys was an electrolytic one using 
perchloric acid as the electrolyte. These alloys in the cast state have 


a b 
Fie. 11.—a. ANTIMONY-LEAD 10 PER CENT. ANNEALED 24 HR. AT 235° Cae 100; 
b. ANTIMONY-LEAD 2 PER CENT. ANNEALED AT 235° C. X100. 


the appearance of a simple eutectiferous system. Below 13 per cent. 
antimony, dendrites of solid solution appear in the ground mass. In 


32¢ Described by Rutherford: Am. Soc. Testing Mats. (1922.) 24, 739. 
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the eutectic composition (Fig. 9b) small amounts of lead-rich and anti- 
mony-rich constituents appear as primary formed crystals. _ This Is 
probably due to the alternate supersaturation of the melt with anti- 
mony and lead. 

By annealing, a different structure is obtained. Two of these alloys 
are shown in Fig. 11. In the alloys below 2.5 per cent. the antimony 
apparently dissolves in the lead, giving a one-constituent alloy, and so 
far as this investigation was carried no metallographic evidence of the 
separation of the antimony constituent on cooling was found. In the 
higher antimony alloys the eutectic apparently breaks down into larger 
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Fie. 12.—Partian EQUILIBRIUM DIAGRAM OF THE SYSTEM LEAD-ANTIMONY. 


crystals of lead and antimony. ‘These results are summarized in Fig. 
12, in the form of an equilibrium diagram. 


AGE HARDENING IN LEAD-ANTIMONY SYSTEM 


In March, 1923, it was discovered by R. 8. Dean and W. E. Hudson 
that lead-antimony alloys, if heated above 200° and quenched, would 
show age-hardening phenomena. With the lead-antimony equilibrium 
diagram as given in the preceding section at hand, one could predict from 
the theory of hardening advanced by Merica (1919)** that such a hardening 
would take place in the lead-antimony alloys. According to this theory, 
the hardening is due to the separation of a constituent in a very fine 
state of subdivision, this constituent being more soluble at the tempera- 
ture from which it is quenched than at the aging temperature. 

Since it appeared that this age hardening might be of considerable 
commercial importance, it has been investigated in some detail. This 
phase of the investigation is still under way. A preliminary report of 


** Merica, Waltenberg and Scott: Trans. A. I. M. BE. (1920) 64, 341. 
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the age-hardening effect was made in the paper by Dean, Hudson, and 
Fogler. ** The following paragraph and table are quoted from that paper 
to give an indication of the general nature and magnitude of 
the phenomenon. 

“In order to determine what alloys are susceptible to this hardening 
and at what composition the maximum hardening occurred, the alloy 
wires used in the conductivity experiments were heated from 238° to 
243° for a period of several hours, quenched in water and aged 24 hr. at 
room temperature. 


TABLE 6 
TENSILE STRENGTH, LB. PER Sq. IN. X 1073 
Per Cent. ANTIMONY IMMEDIATELY APTER QUENCH 24 Hr. Latnr 
0.44 2.68 2.70 
0.96 249 3.10 
1.36 3.20 4.00 
ilasteyy 4.05 9.03 
De2e 4.65 10.18 
2.87 5.33 8.88 
3.26 5.58 6.68 


It will be noted that the age hardening becomes detectable only after 
this period of aging in alloys containing more than 0.8 per cent. antimony. 
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Fig. 13.—DIAGRAM SHOWING DISTINCT MAXIMUM IN AGHE-HARDENING OF LEAD- 
ANTIMONY ALLOYS NEAR 2.5 PER CENT. ANTIMONY. 


This finding is in accord with the theory of the age hardening of dural- 
umin as proposed by Merica, Waltenberg, and Scott. 

It will also be noted from the curve, Fig. 13, that there is a distinct 
maximum in age hardening near 2.5 per cent. antimony. It will be seen 
from the data already given that this corresponds to the maximum solu- 
bility. This fact may be explained on the dispersion theory by assuming 
that in alloys containing more than 2.5 per cent. antimony some rela- 


2 (ip. Cit. 
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tively large primary crystals of the separating constituent will be present 
after quenching, which will serve as nuclei and prevent as complete a 
dispersion of the separating material as in the alloy which represents the 
maximum solid solubility of the series. 

We have seen that the solubility drops over a very long period of 
time, eventually reaching 0.5 per cent. or less. We should accordingly 
expect to get some age hardening under proper conditions in alloys down 
to that percentage. Our investigations have demonstrated this to be 
the case, although the age hardening at these low antimony percentages 
is slight. 

We will now turn to a detailed study of the various factors affecting 
the age hardening in these alloys. 
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Fie. 14.—TENsILb STRENGTH OF LEAD-ANTIMONY ALLOYS ANNEALED AT TEMPERA- 
TURES INDICATED, QUENCHED, AND AGED FOR 24 HR. AT ROOM TEMPERATURE. 


Errect or Heating Timm on AGk HARDENING 


Samples of lead-antimony alloy wires containing 2.5 per cent. anti- 
mony wire were annealed at 240° C. in a Crisco bath for various lengths 
of time and quenched in ice water. Table 7 gives the results for breaking 
strength after 24 hr. of aging at room temperature. 


TABLE 7 
BREAKING STRENGTH AFTER ELONGATION, 
Time oF ANNEALING 24 Hr., Kae. per Sq. Mn. Perr Cent. In 8 In, 

30 min. 6.6 Brittle 
10 min. 6.85 1.9 

6 min. 6.7 2.0 

3 min. eed Bh) 

1 min. 4.3 10.0 
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These results indicate that heating beyond the time necessary to 
get all the antimony into solution has practically no effect on the tensile 
strength but increases brittleness. This is probably due to grain growth 
of the lead matrix. 


EFrrect oF TEMPERATURE OF ANNEALING ON AGE HARDENING 


Samples of lead-antimony alloy wires were annealed at temperatures 
of 198°, 215°, 230°, and 238° C. for 45 min., quenched in water at 15° C. 
and allowed to age 24 hr. at room temperature. Table 8 and Fig. 14 
give the results: 


TABLE 8 


| Temp. of Anneal 


We. 238° C. | 230° C. | 215° ©. 198° ©. 
Conk, Tensile Per | Tensile Per Tensile Mia Per Tensile % ‘Por 
Sb Strength, | Cent. | Strength, Cent. | Strength, Cent. Strength, Cent. 
Kg. per Elong. | Kg. per Elong. | Kg. per Elong. Kg. per Elong. 
Sq. Mm. | in 8In. | Sa. Mm. | in 8 In. | Sq. Mm. | in8In. Sq. Mm. in 8 In. 
1 2.22 P2238 he 10,00 1," 2535. Jokt2-0) Wee, 48° 21500 
os 2.76 Pa ts) | TAS 2.62 9.6 2.82 14.2 
2.0 4.16 3.42 4.6 3.22 10.5 3.00 16.0 
ae 6.95 5 2.0 | 3.76 ial} 3.62 16.0 
3.0 7.60 | 5.65 | PARTE a Bi TAD) 12.0 3.50 15.9 
Soh amere 1 | 4.56 bees r6 1265" Vi Sb = 16 


Each figure is the average of at least three values. These results 
indicate that to get hardening effects near the maximum, it is necessary 
to heat above 230° C. Since we have seen that the best results are ob- 
tained by using a heating temperature of 238° to 240°, this temperature 
has been used in the following experiments. 
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Fiq. 15.—TENSILE PROPERTIES OF ALLOYS ANNEALED AT 235° C. AND COOLED SLOWLY, 
AND OF ALLOYS ANNEALED AT 110° C. FOR SEVEN WEEKS. 


Rate or HARDENING 


In the preliminary study of these alloys, we made the assumption 
that since the tensile properties of a slowly cooled alloy were similar to 
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those of an alloy which had been quenched, aged, and softened by 
reheating to slightly above 100° C. for a period of time, the distribution of 
the antimony in the alloy was of the same order. Experiments on con- 
ductivity, however, showed that this was not the case. (See Tigs. 15 


and 16.) 
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Fie. 16.—ConbDvuctiviry OF ALLOYS ANNEALED AT 235° C. AND COOLED SLOWLY, AND OF 
ALLOYS QUENCHED FROM 235° C. AND ANNEALED FOR A PERIOD OF TIME AT 120° C. 


The slowly cooled alloy retained practically as much antimony in 
solid solution as the quenched alloy but separated it at a much slower 
rate (Figs. 17 and 18) and hence hardened very much more slowly 
(Figs. 19 and 20). 
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a 
Pia. 17.—Conpvuctiviry OF ALLOY WIRES ANNEALED AT 235° C. AND COOLED 
SLOWLY, AND OF ALLOY WIRES ANNEALED AT 235° C, AND QUENCHED. MrEASURE- 
MENTS TAKEN ON THESE ALLOYS BEFORE AGING. 


The plots of per cent. antimony against conductivity, with the excep- 
tion of the one immediately after quenching, exhibit an interesting 
phenomenon of passing through minima at the point where the curves 
change direction. (See Figs. 17 and 18.) The explanation of this is 
probably to be found in the autocatalytic nature of the breaking down 
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Fie. 18.—Conpuctiviry OF ALLOY WIRES ANNEALED AT 235° C. AND COOLED 
SLOWLY, AGED 42 DAYS, AND OF ALLOY WIRES ANNEALED AT 235° C. AND QUENCHED, 
AGED 42 DAYS. 
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Fig. 19.—TENSILE STRENGTH OF ALLOYS ANNEALED AT 235° C, AND COOLED 
SLOWLY BEFORE AGING, AND OF ALLOYS ANNEALED AT 235° C. AND QUENCHED 


BEFORE AGING. 
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Fic. 20.—TENSILE STRENGTH OF ALLOYS ANNEALED AT 235° C. AND COOLED 
SLOWLY, AGED 42 DAYS, AND OF ALLOYS ANNEALED AT 235° C, AND QUENCHED, AGED 


42 DAYS. 
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Fig. 21.—Conpuctivity or 1.5 PER CENT. ANTIMONY ALLOY ANNEALED AT 235° C., 
QUENCHED IN WATER AND AGED. MEASUREMENTS TAKEN AT 32° C 
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Fic. 22,.—AGE HARDENING OF LEAD-ANTIMONY ALLOYS AT ROOM TEMPERATURE. 
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Fie, 23.—AGE HARDENING OF LEAD-ANTIMONY ALLOYS AT ROOM TEMPERATURE. 
TENSILE. STRENGTH. 
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process. ‘The alloys containing over 2.5 per cent. antimony have primary 
formed antimony crystals which serve as nuclei and_ therefore give 
increased rate of decomposition, which gives the minima in the curve 
immediately after slow cooling. Each further separation of antimony 
then accelerates the decomposition till a practically steady state is 
reached. The time conductivity curve therefore has three parts, a 
period of induction until for some reason nuclei are formed, a period of 
very rapid precipitation and a final very slow separation of the last por- 
tion. Such a curve for 1.5 per cent. antimony is shown in Fig, 21; <An 
alternative explanation of these minima in conductivity is that the very 
finely divided condition of the disperse phase has a lower conductivity 
than the coarser dispersion which is formed a little later. 


Effect of Antimony Content on Rate and Amount of Hardening 


Tensile Strength—In Fig. 22 is shown the change of conductivity 
with time of several alloys. We see that the 2.5 per cent. alloy breaks 
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Fic. 24.—TENSILE PROPERTIES OF LEAD-ANTIMONY ALLOYS, HEAT TREATED AND CAST, 


down the most rapidly and reaches the greatest hardness. In general, 
the rate seems to be proportional to the amount of antimony separating. 
In Fig. 23 the corresponding curves for tensile strength are shown. 

In Fig. 24 is shown the maximum tensile strength reached by quenched 
and slowly-cooled alloys and alloys heated to 110° for five weeks. All 
these figures are for extruded alloys. The tensile strength of cast 
alloys from the figures of the Bureau of Standards (1923)*° are also given 
for comparison. We have not studied the increase in tensile strength 
of cast alloys on heat‘treatment. 


35 Bur. of Stds. Circ. 101 (1924). 
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Brinell Hardness —Lead-antimony alloys containing from 1 to 10 per 
cent. antimony were cast in small slugs 6 by 14 by 14 in. and rolled down 
to about 3¢-in. thickness. These strips were annealed at 238° C. for 15 
min., quenched in cold water and allowed to age. The aging was followed 
by means of a Micro Brinell machine using a 2-kg. load on a }4¢-in. 
ball. Table 9 shows the Brinell numbers immediately after quenching 
and 11 days later. This shows that all of these alloys age harden, but 
there is a maximum at about 3 per cent. antimony. 


TaBLe 9. 
BRINELL NUMBER BRINELL NUMBER 
Ss, Per Cent. AFTER QUENCHING 11 Days LATER 
1 5.8 8.8 
2 5.9 22.8 
3 12.1 25.1 
4 8.1 14.0 
5 9.1 18.6 
6 8.8 21.0 
7 8.8 20.5 
8 9.4 18.2 
10 13.0 20.5 


The change with time of the Brinell number of quenched rolled lead- 
antimony alloys is shown in Table 10 and Fig. 25. They all show 
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Fic. 25.—BRINELL HARDNESS OF LEAD-ANTIMONY ALLOYS ANNEALED AT 240° Cr 
QUENCHED IN WATER AT ROOM TEMPERATURE, AND AGED. 


a softening after the maximum is reached in about 16 days. They 


continue to soften until an equilibrium value is reached and then 
remain constant. 
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Tasup 10 


SE 


Antimony Content, Per Cent. 
Done eae a ieee eG WN gs 


Annealed ! oe 

| Brinell Number 
7.5 | 8.4| 8.1| 8.8| 8.8 | 9.4| 9.3 | 9.6 | 12.1 
Immediately after quenching.... 5.8 5.9 12.1 8.1) 9.1)14.0) 8.8} 9.4)13.0 
4 hours after quenching....| 6.4 |11 611 6) 8.9) 9.3)15.6) 9.3) 9.612. 1 
7 hours after quenching..... 6.8 14.010.2°9 1/10.4/15.6/10.2)11.1/13.3 
24 hours after quenching....| 6.4 |15.413.7/11.611.3)18.6 10.9|10.4/15.1 
30 hours after quenching..... 6.9 |16 016.711 3/11 .9/21.1/10.9|10.2)12.1 
52 hours after quenching....| 6.9 |17.818.6)12.4)12.7/21.1/12.7|13.6/14.7 
72 hours after quenching....) 6.9 /16.7)17.1)11.6)13.3/18.2)14.4/13.0)/13.3 
101 hours after quenching... .| 6.8 |15.418.2)11.6/13.7/16.7|14.0|14.3/12.7 
167 hours after quenching....| 7.0 |18.2/21.1)13.0/15.4/20.3/16.7|18.2|/13.0 
264 hours after quenching....) 8.8 |22.8.25.1/14.0/18.621.0/20.5|18.2/20.5 
340 hours after quenching....| 8.8 /|22.8/23.5|13.3/17.8/21.6/18.6)19.0/16.3 
412 hours after quenching...., 10.5 |24.221.6)17.8)17.8|25.1/19.5/22.8]/19.0 
697 hours after quenching.... 10.4 '20.519.017.1/17.8/19.0/18.2)19.0|/19.0 
864 hours after quenching.... 9.8 18.6 19.014.3)17.1)19.0)18.2/18.2/16.3 
3192 hours after quenching.... 10.7 |19.017.1|14.7/17.8 |15.1)19.0)16.3 
3605 hours after quenching.... 10.9 19.016.013.7/18.6 18 .2)18.2)15.1 
3964 hours after quenching.... 11.36 118.6 15.414.0/19.5 17.1)19.5)16.3 
4561 hours after quenching.... 12.1 (19.0 15.4/14.0 17.8 16.3)19.015.4 
5230 hours after quenching... - 11.9 18.215.413.7 16.7 15.4/17.8)16.7 


Effect of Rate of Quench on Rate and Amount of Hardening 


Restricting our study now to the 2.5 per cent. alloy, which shows the 
maximum hardening, further experiments were made on the effect of 
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Fic. 26.—TENSILE STRENGTH OF 2.5 PER CENT. ANTIMONY ALLOY SUC aa 
VARIOUS RATES AFTER ANNEALING AT 235° C., FOLLOWED BY AGING AT ROOM TEMPE 
ATURE. 


the rate of quench on the rate of hardening, using several quenching 
media. The results are shown in Fig. 26. 
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We see that both the rate of hardening and the final hardness reached 
are determined by the rate of quenching. This discovery is very impor- 
tant in the practical application of age hardening, since it allows us to 
reach a predetermined value of hardness and tensile strength in one opera- 
tion rather than by the process of producing the maximum hardening and 
then softening by reheating. A study of the effect of the rate of quench 
on the possible combinations of tensile strength and elongation is shown 
in A of Fig. 27. Since all the points fall on a single smooth curve, the 
combination is the same regardless of the rate at which it is reached. 
The combinations on this curve are, however, better than those obtained 
by a reheating process as shown in B of Fig. 27. This poor elongation of 
the reheated alloys is probably due to crystal growth of the matrix. 
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Fie. 27.—A. ANTIMONY ALLOY, 2.5 PER CENT, ANNEALED. AT 235° C. AND 
QUENCHED AT VARIOUS RATES (SEE Fic. 26), B. TENSILE STRENGTH-ELONGATION 
CURVE OF AGE-HARDENED 2.5 PER CENT, ANTIMONY ALLOY SHOWING CHANGE DURING 
SOFTENING WHEN HEATED AT 77° C, 


This effect of rate of quench on rate of hardening seems to offer an 
explanation of a paradoxical phenomenon in steel hardening which has 
recently received considerable attention,*® viz.: Oil quenching gives more 
austenite (solid solution) than a more drastic water quench. It would 
appear that the explanation may not be in the amount of austenite 
retained immediately on passing through the critical range (solubility 
range) but in the rate at which the retained austenite breaks up after 
having passed from the critical range. From an analogy with the lead- 
antimony alloys, we would expect the oil-quenched material to break 
down more slowly, hence showing more austenite at room temperature. 


SorreNING oF Leap-antimony ALLOYS AT ELEVATED TEMPERATURES 


Lead-antimony alloy wires 1.37 mm. diameter containing 2.5 per 
cent. antimony were annealed at 238° C. for 15 min., quenched in cold 


6 Bain: Amer. Soc. Steel Treat. (1925) 8, 14; Mathews: H. M. Howe lecture. 
Trans. A. I. M. E. (1925) 71. 
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water and allowed to age at room temperature for 10 days. The breaking 
strength after that time was 10.1 kilos. These wires were placed in 
ovens at various temperatures and decrease in breaking strength followed 
from time to time. Table 11 gives the results (M. F. Fogler), which 
are plotted in Fig. 28. These indicate that, depending on quenching 
technique, there is, for any particular temperature, an equilibrium value 
for the breaking strength. That value in each ease is indicated by the 
flattening of the curve. Table 12 gives the equilibrium values for the 
four temperatures studied. 


ie 100°C. 


O : 125°C, 
© 3.5 s /40 Se 


m0) 40 80 120 160 200 240 280 320 360 
Hours Held at Temperature Indicated 


Fig. 28.—DETERIORATION TESTS ON 2.5 PER CENT. ANTIMONY ALLOY. 


TABLE 11 
Vis Gs | 100° C. T25°ACy 148° C, 
ing hie ae a | Br ae " Breaking 
Time, ae Time, Bee Time, Strength, seer See 
Hours oo | Hours | So Hours gq Mim ours Eiagtee 
329 6.37 1 6.00 1 4.70 ORD 4.55 
7 6.05 5 5.50 2 4.62 if 4.30 
24 5.56 24 4.76 22 3.96 4 3.96 
72 5.16 120 4.36 12 3.88 7 3.82 
170 4.55 144 4.15 95 3.52 23 3.00 
264 4.55 193 4.22 119 3500) 48 3.48 
288 4.36 284 4.15 146 BEO2 12 3.42 
360 4.50 val 3.48 96 3.02 
432 4.43 191 3.48 144 3.36 
262 3.62 168 3.36 
oul aye ti0) 
336 3.62 
TaBLE 12 - : 
TRENGTH, 
eee ae norion oe Sq. Mm. 
ui 4.53 
100 4.20 
125 3.60 


148 3.36 
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These figures are plotted in Fig. 29 and an extrapolation to room 
temperature is made. This extrapolation indicates that for the quench- 
ing technique used, a breaking strength of about 5.25 kg. per sq. mm. may 
be considered the equilibrium value at 25° C. This is about 78 per cent. 
of the maximum noted strength and about twice that of the untreated 
wire. These results are interpreted as indicating that the age-hardening 
effect is stable. This is in agreement with Jeffries’*’ findings on 
duralumin (1924). 


M5 Temperature at which age| 
hardened alloy /s completely 
As annealed _ 
mA S 
ba 
E125 s | 
is} a 
oS 8 
plo - Lquilibriunt 
- RS strength at 
Pe T & x FOOT 
a = temperature 
FH SOLLS J =a 
al | RoomtenperatureNs | 


0 
3.0 40 5.0 6.0 
Tensile Strength, kg.per sq.mm 
Fra. 29. 


Microscopic Examination of Age-hardened Alloy 


Due to the softness of the alloy, the ordinary methods of metal- 
lography do not show any change on age hardening. However, with a 
greatly improved technique developed by F. F. Lucas, in the Bell Tele- 
phone Laboratories, the decomposition of the solid solution may be 
followed microscopically. 


SUMMARY 


In previous papers the solid solubility of antimony in lead has been 
shown to vary from 2.45 per cent. at the eutectic temperature to less 
than 0.8 per cent. at room temperature. The discovery of a marked 
age-hardening phenomenon in lead-antimony alloys has also been 
reported and its connection with this solubility change discussed. It was 
also pointed out that the solid solutions below 1 per cent. were quite 
stable and broke down very slowly, making it difficult to determine the 
actual solubility at room temperature. 

In the present paper evidence has been presented which shows that: 


37 Jeffries: Trans. A. J. M. E. (1924) 70, 303. 
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1, The solid solubility of antimony in lead at room temperature is at 
least as low as 0.5 per cent. and probably not far from this figure. 

2. The evidence which has been put forward for the existence of a 
compound in the lead-antimony system is capable of other interpretation. 

3. The lead-antimony alloys of approximately eutectic composition 
behave normally with regard to volume chan¥e on solidification. 

4. Age hardening may be observed in all lead-antimony alloys con- 
taining more than 0.5 per cent. antimony. 

6. The rate and degree of age hardening is determined by the rate 
of cooling. 

7. An equilibrium value for the strength of the alloy is reached at 
any given temperature. This value depends on the temperature and 
previous treatment of the alloy. 

These data and a study of other factors affecting hardening in these 
alloys has given some new evidence on the mechanism of hardening in 
general and has suggested an explanation of some unusual phenomena 
observed in steel hardening. 
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DISCUSSION 


R. §. Dean, L. Zickrick anp F. C. Nrx ((written discussion).—With 
the development of a method for preparing metallographic specimens of 
lead-antimony alloys as suggested by F. F. Lucas! of the Bell Telephone 
Laboratories, Inc., it has been found possible to determine microscopically 
the lower limit of the solubility of antimony in lead, and also to explain 
the mechanism associated with the hardening process for these alloys. 

This method consists of preparing the surfaces of the alloys for 
microscopic observation by cutting with a microtome instead of polishing, 
only a slight etch with acetic acid and hydrogen perioxide being necessary 


to develop the structure. 


1 See page 909. 
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Fig. 30.—ANTIMONY, 0.50 PER CENT., QUENCHED IN WATER AT 10° FROM 235° C. 
AND AGED AT ROOM TEMPERATURE, X500. a, IMMEDIATELY AFTER QUENCH, BRINELL 
NUMBER 4.40; b, 24 HOURS LATER, BRINELL NUMBER 5.08. 


c d 
Fia. 30, conr’p.—c, 10 DAYS LaTpR, BRINELL NUMBER 5.26; d, 1 MONTH LATER, 
BRINELL NUMBER 4.84, 


WEG -__- DISCUSSION Popes Sta 


Fia. 30, contT’p.—e, REHEATED TO Fic. 31.—Antimony, 1.0 PER CENT., 
110° C. for 1 wrEexK, BRINELL NUMBER QUENCHED IN WATER AT 10° FROM 235° C. 
4.84. AND AGED AT ROOM TEMPERATURE, X500 


-. da, IMMEDIATELY AFTER QUENCH, BRINELL 
4 NUMBER 5.73. 


b c 
Fig. 31, conr’p.—b, 24 HouRS LATER, BRINELL NUMBER 6.50; c, 10 DAYS LATER, 
BRINELL NUMBER 8.6. 
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Fia. 31, cont’p.—d, 1 MONTH LATER, BRINELL NUMBER 8.21; e, REHEATED TO 110° C. 
FOR 1 WEEK, BRINELL NUMBER 6.70. 


a b 
Fig. 32.—AntTimMony, 2.0 PER CENT, QUENCHED IN WATER AT 10° FROM 235° C. 


AGED AT ROOM TEMPERATURE, X500. a, IMMEDIATELY AFTER QUENCHING, BRINELL 
NUMBER 12.00; b, 24 HOURS LATER, BRINELL NUMBER 16.36. 


) 


DISCUSSION 533 


c l 
€ 
c, 10 DAYS LATER, BRINELL NUMBER 22.40; d, 1 MONTH LATER, 
BRINELL NUMBER 20.76. 


Fig. 32,-cONnT’D. 


Fic. 33.— ANTIMONY, 3.0 PER CENT., 
QUENCHED IN WATER AT 10° FROM 235° C., 
AGED AT ROOM TEMPERATURE, X9500. a, 
IMMEDIATELY AFTER QUENCHING, BRINELL 


NUMBER 14.32. 


Fig. 32, cont’D.—REHEATED TO 110° 
C. ror 1 WEEK, BRINELI NUMBER 10.36. 
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Fig. 33, contT’p.—b, 24 HOURS LATER, BRINELL NUMBER 18.32; c, 10 DAYS LATER, 
BRINELL NUMBER 25.08. 


b c 
2 


d é 


Ita. 33, cont’p,—d, 1 MONTH LATER, BRINELL NUMBER 20.24; e, REHEATED TO 110° C, 
FOR 1 WEEK, BRINELL NUMBER 11.16. 
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MecHANISM OF DispERSION HarDENING 


Studies of the physical properties have indicated that the hardening of 
lead-antimony alloys is associated with a breaking down of the lead- 
antimony solid solution into a highly-dispersed antimony-rich constituent 
in the ground mass. 

For a metallographic study of this pherlomenon, alloys of pure Doe 
Run lead with 0.5, 1.0, 2 and 3 per cent. of Chinese antimony were cast, 
rolled and after annealing at 235° C., quenched in water at‘room temper- 
ature. These compositions were selected so that the range of solid solu- 
bility might be covered and in addition, an alloy studied which would 
show primary antimony after quenching from a temperature of 235° C. 

After preparing the specimens, they were examined under the 
microscope and photographed at 500 diameters. The results are shown 
in Figs. 30 to 33. It will be seen that after aging 24 hrs., all except the 
0.5 per cent. alloy show a distinct breaking down within the crystals. A 
study of these alloys after 10 days shows a still further breaking down. 
A considerable number of observations have shown that this breaking 
down apparently starts at the grain boundaries. In the case of 2 and 3 
per cent. alloys after aging 10 days, it will be seen that the crystal bound- 
aries appear lighter in color than the main body of the crystal. There is 
good reason to believe that these large patches occurring in the widened 
grain boundary are agglomerated antimony which has formed from 
smaller particles of antimony that first separate. The light color of the 
grain boundary is due then, to the lesser degree of dispersion of its anti- 
mony content as compared to the surrounding crystals. The samples 
observed after aging one month show further progress of this agglomer- 
ation process, it being particularly noticeable in the 2 per cent. alloy. It 
will be noted, however, that no breaking down appears in the 0.5 per cent. 
alloy. 

To obtain further information in the breaking-down process of these 
alloys, they were reheated to 110° C. for one week. This resulted, as will 
be seen in the photomicrographs, Figs. 30 to 33, in a considerable increase 
in the size of the antimony particles, and therefore, an increased area 
which appears light under the microscope. The 0.5 per cent. alloy does 
not, however, show any signs of breaking down, indicating that it is also 
stable under conditions of reheating to 110° C. 

The writers wish to thank E. F. Salchow and L. G. Swenson, to whom 
credit is due for the metallographic work. 

W. B. Price, Waterbury, Conn.—Do you find any difference in the 
kind of lead you use? Do small impurities, such as nickel, copper, or 
anything of that type, affect the limit of solubility? 

R. S. Dean.—lIt does have an effect. We are not prepared to say just 
quantitatively what these effects are, but copper apparently increases the 
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solid solubility somewhat. We are working on that, but I would not 
want to make a definite statement at this time. 

C. R. Haywa'rp, Cambridge, Mass. (written discussion).—In 
connection with the results of age hardening of lead-antimony alloys 
presented by Dean, Zickrick and Nix some tests made on a lead-anti- 
mony-tin alloy may be of interest. These were made by J. P. Ramsey, 
Jr., working under the writer’s direction in the laboratories of the Mass- 
achusetts Institute of Technology. The alloy used was a type metal 
made up to contain 94 Pb, 3 Sb and 3 Sn, but not subsequently analyzed 
to get the exact final composition. 

A sheet of this metal, about 14 in. in thickness, was poured in an iron 
mold and cut into squares. These were aged for 2 weeks during which 
time hardness tests were taken periodically. Some of the specimens 
after aging for 214 days at room temperature were reheated to various 
temperatures, quenched in water, and reaged for 6 days. Another lot 
was similarly treated after aging for 6 days. Some of the specimens 
were also subjected to the Erichsen test. The results are shown in the 
following tables and curves. 


TaBLEe 1.—Results of Aging Cast Metal 


Time after Casting Brinell Hardness Erichsen Test 
30 min. 12.4 145 
90 min. 13.3 142 
3 hr, 14.1 132 
416 hr, 14.3 123 
2416 hr. | 14.7 114 
48 hr. 15.0 112 
54 hr, 15.3 
6 days 16.5 
14 days 16.5 


The figures in Table 1 are plotted in Figs. 34 and 35. 
TaBLe 2.—Results of Reheating and Reaging Metal 244 Days after Casting 
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Temperature to Which 


Heated, Deg. C Time of Aging after Heating 


Before mene Lee 
Heating | Vor mer <a > ate = 
she 2 Days 4 Days 5 Days | 6 Days 
| | 
i 
146 15.3 14.5 14.0 | 14.8 ©)" 1593 414 (2) 
155 (iS 3 le emir © 13 {0.5/ \1s Mh tae 
170 | 253 12 Sale WL QUO oat Stee aro Creme 
185 14.8 12-4 2124 28 ees oan oO) 
200 14.8 12.4 13534) ©1332-5715, los 
218 14.8 12.8 L750) e923 eo aie Oe 
235 | 14.5) | 1398.0) 92050 pe 2 1cs Winona mane ae 
| | 


4 
rs 


DISCUSSION 537 


The figures from Table 2 giving the effect of aging f 3 
plotted in Fig. 3. ging tor six days are 
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Fig. 34.—AGING OF METAL AS SHOWN BY ERICHSEN TEST AND BY BRINELL TEST. 


TaBLE 3.—Results of Reheating and Reaging Metal 6 Days after Casting 


| Brinell Hardness 


Temperature to 
Which Heated, Time of Aging after Heating 
Deg. C. Before 
WP eatine aie. apes 2 ; ae oT 
5 Min. | -1 Hr, 1 Day | 2 Days | 3 Days | 8 Days | 11 Days 
| : | 
| 
132 | 16.5 yt) i055, @).\) lGy@ |) Teo] lee? 15.3 
156 | 16.5 14.8 14.5 14.2 1h We leh 14.2 113} 7/ 
216 16.5 SY Tl Spee | 16.5 | 17.2 | 17.8 20.1 19.3 
237 16.5 iBone 15.0 | 20.1 20.9 PPR) 22.8 24.5 
| | | 


Several facts are brought out by the figures in Tables 2 and 3 and Figs. 


1 and 2: 
1. Reheating the cast metal after it has stood 2)9 days causes 


softening which increases with the temperature from 130 to 210° C. 
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2. If the metal is reheated to above 200° C. and quenched in water a 
marked softening takes place but age hardening begins at once. The 
speed and extent of the hardening increases with the temperature of 
the annealing. 

3. After annealing between 170 and 200° C., and quenching in water 
the softening effect is almost as great as at higher temperatures but age 
hardening does not set in for several days and then progresses slowly. 

4, After annealing between 140 and 170° C., and quenching in water 
the metal continues to soften for several days and then commences to age 
very slowly. 


Brinell Hardnees 


eu aren | + . 
| Se a ee wie 
2 | 


i} =a ae ek 
130 140 \50 160 170 180 130 200 210 220 230 
Temperature to which Reheated 


Fra. 35.—EFrrecr oF REHHATING ON HARDNESS. CURVE 1 INDICATES HARDNESS 
IMMEDIATELY AFTER REHHATING. CURVE 2, HARDNESS 6 DAYS AFTER REHEATING. 


5. Metal annealed above 216° C., reaged after 4 days to a greater 
hardness than the original cast sample. 


F. R. Pyne, Perth Amboy, N. J.—In chemical work and electrolytic 
work it has always been customary to use a 6 to 10 per cent. antimony and 
lead alloy for tank linings, the idea being that it was tougher and stronger 
than most of the others. Judging from these curves here, particularly 
the one designated Fig. 25, the hardness is much lower than the 3, while it 
is higher than the 4, and in Fig. 4 the tensile strength of the 10 per cent. 
alloy is much less than it is from 2 to 4. 
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R. 8. Dean.—There is no question but that if you properly heat treat 
a 2 or 3 per cent. alloy you will have a higher tensile strength 
and hardness. There are some purposes for which a considerable 
amount of antimony is necessary. 


R. S. Arcuer, Cleveland, O.—Several years ago we did some work on 
magnesium-rich alloys containing aluminum, and we also found that they 
showed this heat-treating and age-hardening effect. It is interesting to 
note that we found a rate of aging effect:similar to that pointed out by Mr. 
Dean for the lead-antimony alloys; that is, we found that the age-harden- 
ing depended to quite an extent on the rate of cooling from the higher 
temperature or solution heat treatment. We did not find, however, that 
the extent of hardening differed as much as in the lead-antimony alloys. 
We found that the hardness attained was not greatly different but that 
the rate of attaining it was quite different. 

We have always felt that there was some question about the use of the 
electrical conductivity method for investigating solubility. In the alum- 
inum alloys the effects are not nearly as simple as in the lead-antimony 
alloys. The first age-hardening is accompanied very often by an increase 
in resistance, whereas precipitation would theoretically be accompanied 
by a decrease in resistance. The complete age-hardening at higher 
temperatures is nearly always accompanied by a decrease in resistance. 
We do not know why that is, but I might venture the suggestion that the 
arrangement of the precipitate is rather vital and that perhaps in the first 
stages of precipitation there is a more or less complete envelope pre- 
cipitated around the grains which has a low specific conductivity, and 
that in the later stages that envelope breaks up and spheroidizes, allowing 
a decrease in electrical resistance to be manifested. 


G. O. Hiers, New York, N. Y.—I would like to ask if the amount of 
of the metal has a great effect upon the hardening? 


R. S. Dran.—Yes, it does have; if the metal is worked after the 
quenching, but before the hardening, it increases the speed of hardening 
and at the same time decreases the amount of hardening; that is, it acts in 
the same general way as an increase in temperature would do. It causes 
the particles of separated material to coalesce more rapidly and to 
a greater extent than would otherwise be the case. 


G. O. Hrers.—How about the effect of the grain size before the 
heat treatment? 


R.S. Dean.—The old grains still remain, and we like to keep them as 
small as possible because the large grains are considerably more brittle. 


J. S. McCuenanan, New York, N. Y.—How, with a 2}4 mixture, 
having a very good hardness feature, does the curve of expansion and 
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contraction work out with regard to the percentage of antimony and lead 
mentioned? Is the tendency to buckle greater or less? 


R. S. Dean.—-We have not determined the coefficient of expansion. 
There is a small volume change which goes on with the hardening process; 
that is, as the alloy hardens, it increases in volume, but we have not deter- 
mined the coefficient of expansion in either the hard or the soft state. 


Kk. H. Darsy, Rome, N. Y.—Mr. Dean, have you carried your 
investigation along the line of the lead-tin-antimony alloy any further? 


R. 8. Dean.—We have. 
EK. H. Darspy.—Do you find the same properties are present there? 


R. 8S. Dean.—The lead-tin alloy shows an age-hardening. We are 
making, and have made, investigations with antimony and tin alloys on 
which we hope to report later. At this time there is not a great deal to be 
said except that the lead-antimony-tin alloys do age-harden. 
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A Preliminary Study of Magnesium-base Alloys 


By BrapLtey SroucHTon* anp M. Mrvaker,{ BerHienem, Pa. 


(New York Meeting, February, 1926) 


THE importance of magnesium alloys as engineering materials has 
increased rapidly in the past few years. The most important properties 
of magnesium alloys are their lightness and strength, which result in 
their extensive use in aircraft and automobile construction. Recent 
progress in the metallurgy of magnesium seems to offer hope of the 
production of the pure metal at a reasonable cost. The use of magne- 
sium would doubtless increase greatly if it could be produced at a cost 
comparable with that of aluminum. 

A preliminary survey of the magnesium-base alloys shows that the 
most promising from a practical standpoint are magnesium-aluminum 
and magnesium-zine as binary alloys, and magnesium-zinc-aluminum as 
ternary alloys. The research reported in this paper is a preliminary 
study of binary magnesium-aluminum and magnesium-zine alloys, 
as an introduction to a series of further investigations. 


MAGNESIUM-ALUMINUM SYSTEM 


The magnesium-aluminum system was first studied by Boudouard,! 
who merely determined the liquidus. An accepted constitutional dia- 
gram was given by Grube,? who found a compound Al;Mg, (melting 
point = 462.7° C.) and two eutectics at 35 per cent. magnesium (451.6° C.) 
and at 68 per cent. magnesium (440° C.) Between the first eutectic and 
the compound a solid solution exists. This diagram was checked or 
supplemented by Pécheux,? Broniewski,* Eger,> Schirmeister,’ Vogel’ 


* Professor of Metallurgy, Lehigh University. 

+ Graduate Student, Department of Metallurgy, Lehigh University. 

10. Boudouard: Sur les alliages d’aluminium et de magnésium. Comp. Rend. 
(1901) 132, 1325; 133, 1003; Bull. Soc. Chim. (1902) 27, 5, 45. 

2G. Grube: Uber Magnesium-Aluminiumlegierungen. Zeit. anorg. Chem. (1905) 


45, 225. 
3H. Pécheux: Contribution A l’étude des alliages de ’aluminium. Rev. Gén. Sct. 


(1907) 18, 109. 
4 W. Broniewski: Sur les propriétés électriques des alliages aluminium-magnésium. 


Comp. Rend. (1911) 152, 85. ne 

®Q. Eger: Studie tiber die Konstitution der terniren Magnesium-Aluminium- 
Zink Legierungen. Int. Zeit. Metallog. (1913) 4, 42. 

6H. Schirmeister: Erginzung des Aluminium-Magnesium-Zustanddiagrames. 
Metall u. Erz. (1914) 11, 522. 

7R. Vogel: Uber ternire Legierungen des Aluminiums mit Magnesium and 


Kupfer. Zeit. anorg. Chem. (1919) 107, 265. 
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and Merica, Waltenberg, and Freeman.® 


Recently this system was thoroughly studied and an excellent con- 
stitutional diagram was given by Hanson and. Gayler.® The diagram, 


Temperature, degrees C. 


COCO 0 AOS ORCON 10 ESO e000 
Magnesium, per cent by weight 


Fig. 1.—E@uILIBRIUM DIAGRAM OF HANSON AND GAYLER.? 


modified considerably from those of earlier investigators, is shown in 
Fig. 1. There occur two compounds, Al;Mgs and Al,.Mg3, and three 
eutectics. Both the pure metals and the compounds form solid solutions. 
The solid solubility of magnesium in aluminum is indicated as approxi- 
mately 12 per cent. at 448° C. and 10 per cent. at room temperature. 
According to Merica and his associates,’ aluminum dissolves about 12.5 


5P. D. Merica, R. G. Waltenberg, and J. R. Freeman, Jr.: Constitution and 
Metallography of Aluminum and Its Light Alloys with Copper and with Magnesium. 
Sci. Papers, B. 8. (1919) 337; Trans. A. I. M. E. (1920) 66, 3. 


°D. Hanson and M. L. V. Gayler: Constitution of the Alloys of Aluminium and 
Magnesium. Jnl. Inst. Metals (1920) 24, 201; Engineering (1920) 110, 788, 819. 
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per cent. of magnesium as Mg,Al; (really Al;Mgs) at 450° CG. and the 
solubility of the compound decreases with decreasing temperature. At 
300° C. the solubility is about 5.9 per cent. The later investigation 
of Ohtani’ shows the solid solubility is approximately 9.7 per cent. 
at 400° C. and 7.3 per cent: at 320° C. Mehl" studied electrically the 
beta + gamma field, and set the limit of the gamma field at 49.8 per cent. 
magnesium. ene to Hanson and Gayler’s diagram, the solid 
solubility of aluminum in magnesium is about 10 per cent. at 435° C., 
decreasing somewhat as the temperature falls. The experiments by 
the Aluminum Co. of America,!2 however, show that the solubil- 
ity at 435° C. is somewhat greater than 10 per cent., and that it 
decreases more rapidly with falling temperature. The diagram of 
Hanson and Gayler shows no indications of transformations below the 
temperature of the solidus. 


MECHANICAL PROPERTIES OF MAGNESIUM-ALUMINUM ALLOYS 


Aluminum seems to be the most favorable alloying metal for magne- 
sium, because it not only has a low density, but is near to magnesium in 
the electrochemical series. The mechanical properties of the magnesium- 
aluminum alloys were fully investigated by the Dow Chemical Co., and 
jointly by the Aluminum Co. of America and the American Mag- 
nesium Corp. Dowmetal,!* te !% sold by the Dow Chemical Co., is 
basically a series of alloys of magnesium and aluminum. The American 
Magnesium Corpn. sells various magnesium-aluminum alloys under the 
trade name of Greyhound brand.'® 

The more important mechanical properties of magnesium-aluminum 
alloys, as reported by Gann!’ of the Dow Chemical Co., are shown in 


10 B, Ohtani: Alloys of Aluminium-Magnesium. Jnl. Chem. Ind. [Japan] (1922) 
25, 36. 
a R. F. Mehl: Preparation of Pure Alloys. Trans. Am. Electrochem. Soc. (1924) 
46, 149. 
12 “Magnesium.” A Handbook by the American Magnesium Corpn., Niagara 
Falls, N. Y., 1923. 
13 Anon: New Light Piston Alloy. Automot. Ind. (1919) 41, 161. 
14, J. Jenkins: The New Alloy of Magnesium. Jron Age (1920) 106, 193. 
15 G. Gaulois: A New Magnesium Alloy for Motor Pistons. Sci. Am. (1920) 123, 
519. 
16 Anon: New Light Piston Alloy, Dowmetal. Automot. Ind. (1920) 42, 967. 
17J, A. Gann: Dowmetal and Its Applications. Trans. Am. Soc. Steel Treat. 
(1922) 2, 607. 
18 J, A. Gann: Recent Progress in Magnesium Alloys. Jnl. Ind. & Eng. Chem. 
(1922) 14, 864, Raw Material (1922) 5, 394. 
1 8. K, Colby: Marketing Magnesium. Eng. & Min. Jnl.-Pr. (1924) 118, 51. 
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Fig. 2. The curves A refer to cast metal and B to metal heat treated 
for two hours at 800° F. (427° C.). The curves showing per cent. 
elongation and per cent. reduction in area have been omitted. They 
both begin at about 5 per cent. for pure magnesium, rise rapidly to 8 to 
10 per cent. at an aluminum content of 4 per cent., and gradually decrease 
to 1 per cent. at.12 per cent. aluminum. The Brinell hardness is roughly 
proportional to the aluminum content, varying from 35 to 40 for pure 
magnesium up to 140 to 150 for a 30 per cent. aluminum alloy. 
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Fig. 2.—STRENGTH OF SOME ALLOYS OF MAGNESIUM WITH ALUMINUM, Gann.’ (A) 
Cast METAL, (B) HEATED FoR 2 HR. AT 427° C, 


In Fig. 3, the data given by the joint research of the Aluminum Co. 
of America and the American Magnesium Corpn.!?:2° are shown. 
The curves A refer to sand-cast metal and B to extruded metal. The 
results are approximately in agreement with those of Gann, and show 
the superiority of the 4 per cent. to 12 per cent. aluminum alloys. 
The alloys can be materially improved in mechanical properties by 
mechanical working. Almost the same figures are obtained by rolling 
as by extrusion. Aitchison?! gave the figures of Table 1 for the 6 per 
cent. aluminum alloy. 


20 Anon: Magnesium. Chem. & Met. Eng. (1924) 31, 383. 

21. Aitchison: Mechanical Properties of Magnesium Alloys. Jnl. Inst. Metals 
(1923) 29, 17; Engineering (1923) 115, 312; Metal Ind. (N. Y.) (1923) 21, 279; Metal 
Ind. (Lond.) (1923) 22, 222; Min & Met, (1923) 4, 288. 
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TaBLE 1.—Alloy of Magnesium with 6 Per Cent. Aluminum 


Exastic Liurr, YIELD Pornt, UntTimatr Str., Enonaarion, 
Ls. per Sa. In. Ls. per Sq. In. Lz. pur Sa. IN. Per Cent. 
Baars forte ne cm: 4,000 12,200 24,000 5.0 
Rolled strip. .....0..<.. 12,500 37,200 41,500 7.5 
Extruded rod........... : 42,000 
¥ 


The strength of these alloys can be further increased by chill-casting. 
Maybrey” gave the results shown in Table 2. 


TABLE 2 
PurRE MAaGNneEsIUM 6 Per Cent. ALUMINUM 
ULTIMATE StrR., ELONGATION, ULTIMATE StTR., ELoncation, 
Ls. PER Sa. In. PER CENT. Lz. PER Sa. In. Perr Crnt. 
Ghileasteet r.cutensn A 17,700 4 25,800 5 
aNd < CASb aerate eee ters 15,200 5 20,000 7 


The magnesium-aluminum alloys not only possess excellent mechan- 
ical properties, but have a remarkably low density even in the 12 per cent. 
aluminum alloy. The density of the alloys is given in Table 3.12/29,28 


TaBLE 3.—Density of Magnesium-aluminum Alloys 


AMT Pen. CEN teen oe bree eile +. 0 2 4 6 8 10 12 
TO RSTASITIN/S Rc cco Cec & RE RO On ee ee ee Iegak aks ory  erhek ale) aS ab ePy 


The Dow Chemical Co. recommends the 8 per cent. aluminum alloy 
for casting purpose, and calls it Dowmetal ‘A.’ The physical and 
mechanical properties of Dowmetal ‘‘A”’ are given in Table 4. 


TaBLE 4.—Dowmetal ‘A”’ 


Menstle siren etait pras lakers! spsuciete Sie in: (6 she, Snake oh 25,000 lb. per sq. in. 
FOS tO Mermemr eee rere cays er eae carte tices Seer a 4 per cent. 
SDCCIGRLENAGLiy pram Terie saa eof ohessrsite cee 14,000 Ib. per sq. in. 
Gompresstversireny biperanent ere erica nse 44,000 lb. per sq. in. 
Brinellshardnesss sehen. este eiere ele aoe ans ieee more 55 
Thermal conductivity (20°-350° C.)............ 0.200 
Thermal expansion (20°-400° C.)............... 0.29 X 10 
Mel ein otpoin basrraatir a reiiersen seta enc .. «10, =. tes one Gla: 

1.8 


STH NEO Pagan Nine dangoes Gob Ms Pe Oe OU DOE EOnec 


Heat TREATMENT OF MAGNESIUM-ALUMINUM ALLOYS 


The magnesium alloys containing 4 per cent. or more aluminum can 
be improved in mechanical properties by a. suitable heat treatment. 


22H. J. Maybrey: Magnesium in the Foundry. Foundry Trade Jnl. (1923) 28, 
227; Metal Ind. (N. Y.) (1923) 21, 398; Metal Ind. (Lond.) (1923) 23, 315; Foundry 
(1924) 52, 96; Mech. World (1924) 75, 12. 

23],, Aitchison: Materials in Aircraft Construction. Jnl. Royal Aeronaut. Soc. 
(1924) 28, 238; Proc. Inst. of Auto. Eng. (1924) 18, 557; Automotive Ind. (1924) 50, 
924, 970. 
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It is reported by Gann,!7 and by the Aluminum Co. of America 
and American Magnesium Corpn.'? that the strength and elongation of 
cast alloys are improved by heating the alloys for some hours at a tem- 
perature in the vicinity of 425° C. According to Gann, complete solid 
solution is produced in the 8 per cent. aluminum alloy in 4 hr. at 820° F. 
(438° C.) while 24 hr. are required at 750° F. (400°C.). However, the maxi- 
mum increase in strength occurs long before complete solid solution is 
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NESIUM WITH ALUMINUM.!2,20 (A) ALLOYS AFTER ARTIFICIAL AG- 
SAND-CAST METAL; (B) EXTRUDED  ING.1??9 (4) Cast METAL; (B) 
METAL. EXTRUDED METAL, 


reached, although some eutectic is left undissolved. As shown in Figs. 
2,3, and 4, not only do heat treatment and mechanical treatment increase 
the strength of the alloy; they shift the position of the maximum tensile 
strength towards higher aluminum alloys. The per cent. elongation 
curve is the same as for the original castings up to 2 per cent. aluminum, 
and then follows the same tendency to shift the maximum as the other 
heat-treated curves, while the Brinell hardness is slightly lowered by the 
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heat treatment. The Aluminum Co. of America and American 
Magnesium Corpn. explain that the improvement in strength and elon- 
gation by this heat treatment is due to the solution of free magnesium- 

~ aluminum compound. 
According to the Aluminum Co. of America and American 
| Magnesium Corpn., if the alloy, either cast 6r worked, is cooled rapidly 
after this heat treatment and is reheated to a temperature of from 150° 
to 250° C. for a number of hours, the magnesium-aluminum compound 
precipitates out of solid solution in very small particles and causes 
hardening. This fact is quite analogous to the hardening and increasing 
in strength of aluminum-copper alloys by the quenching followed by 


Fie. 5.—Au 4 PER CENT., SAND-CAST. Fie. 6.—AL 4 PER CENT., CHILL-CAST. 
<x 100. ErcHeD with 2 PER ceENT. X 100. ETCHED WITH 2 PER CENT. 
HNOs3. HNO. 


‘so-called “artificial aging,’ advanced by Archer and Jeffries.24 An 
example of the mechanical properties of magnesium-aluminum alloys 
subjected to this artificial-aging treatment after quenching is shown in 
Fig. 4.12.29 In those curves, A refers to cast alloys and B to extruded 
alloys. It will be noted that the maximum strength in these alloys is 
55,000 lb. per sq. in. obtained from 10 per cent. aluminum alloy extruded, 
quenched, and artificially aged. The corresponding elongation is only 
2 per cent. The highest value for elongation is 20 per cent. with 4 per 
cent. aluminum alloy as extruded, or extruded, quenched, and artificially 
aged, and the corresponding strength is 36,000 Ib. per sq. in. 


MIcRostTRuCcCTURES OF MAGNESIUM-ALUMINUM ALLOYS 


The microstructures of sand-cast and chill-cast alloys are shown in 
Figs. 5 to 10. The grains of delta solid solution are partly or entirely 


24. S. Archer and Z. Jeffries: New Developments in High-strength Aluminum 
Alloys. Trans. A. I..M. E. (1925) 71, 828. 
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surrounded by the eutectic. The size of grain and the amount of 
eutectic depend on the content of aluminum and the rate of cooling. In 


Fig. 7.—AL 8 PER CENT., SAND-CAST. Fic. 8.—AL 8 PER CENT. CHILI-CAST. 
<x 100. ErcHmp witH 2 PER CENT. 100. EtTcHED WITH 2 PER CENT. 
HNO. HNO: 


the alloys having higher content of aluminum and more rapidly cooled, 
the amount of eutectic is greater and the size of grain is smaller. It will 
be seen in Fig. 1 that magnesium ean hold nearly 10 per cent. aluminum 


Fig. 9.—Au 12 PER CENT., SAND-casT. Fig. 10.—Au 12 PER CENT., CHILL-CAST. 


<x 100. Ercurep wits 2 PER CENT. < 100. Ercrrp wit 2 PER cent. HNO3. 
HNO;. 


in solid solution. The castings have cooled so rapidly, however, that 
there was not sufficient time for complete equilibrium to be established, 
and even the lower per cent, aluminum alloys retain some eutectic. 
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_ A hardness test (Brinell, 500 kg., 10 mm., 30 sec.) shows that the 
hardness of the alloys is directly proportional to the amount of eutectic 
and inversely proportional to the size of grain. The Brinell hardness of 
the cast alloys is shown in Table 5. 


TaBLE 5.—Brinell Hardness of Magnexwm-aluminwm Alloys 


ALUMINUM, 
Perr Centr. SAND-CAST CHILL-CAST 
4 44 va 49 
6 49° i Wye 
8 55 65 
10 59 74 
12 65 80 


, hres 112 


Ere 12: Fie. 13. 
Fia. 11.—AL 4 PER CENT., SAND-CAST, HEAT-TREATED. X 100. Ercuep witH 


2 PER CENT. HNO;. 
~ Fig. 12.—At 8 PER CENT., SAND-CAST, HEAT-TREATED. X 100. EtcHED wiTH 


2 PER cent. HNO. : 
- Fiq. 13.—Au 12 PER CENT., SAND-CAST, HEAT-TREATED. XX 100. ETcHED wiTH 2 


PER CENT. HNOs. 
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As previously stated, the alloys can be improved in mechanical 
properties by simple heating at a temperature somewhat below the 
solidus. In Figs. 11 to 13, the microstructures of sand-cast alloys heat 
treated at 430° C. for 2 hr. are shown. It will be noted that the size of 
grain grows and the amount of eutectic decreases. As already stated, 
the higher aluminum alloys can be hardened by quenching from a tem- 
perature below the solidus followed by an artificial aging at a temperature 
between 150° and 250° C. In order to obtain the best mechanical prop- 
erties an extended period of time of heating and reheating may be 
required, but it was not feasible to test this question during the present 
investigation. Results were obtained of the change of hardness of the 
alloys due to heating for 2 hr. at 430° C., quenching in water, and reheat- 
ing for 4 hr. at 170° C. The results of Brinell hardness test, as shown in 
Table 6, exhibit a material increase of hardness in the 12 per cent. 
aluminum alloy, especially in the chill-cast alloy. 


Tas_e 6.—Brinell Hardness of Some Magnesium-aluminum Alloys 


Sand-cast | Chill-cast 
arabes |— = 
er Cent. } 
| Original Castings | pact aned and. | Original Castings | Quesphed acd 
F 1 
| 
4 44 45 49 | 48 
6 49 49 57 55 
8 55 57 65 62 
10 59 70 | 74 | 86 
12 65 79 SO 100 
| 


The alloys, when aged at the room temperature for seven days after 
quenching, did not show any change in hardness. The microstructures 
of the sand- and chill-cast alloys with 12 per cent. aluminum, before and 
after the artificial aging, are shown in Figs. 14 to 17. 

Some difficulty was experienced at first in developing the structure of 
these alloys. The most satisfactory method seems to be to rub the 
polished surface of the specimens a few times with a swab of cotton 
wetted with a 2 per cent. alcoholic solution of nitric acid. All the 
photographs shown were etched by this method. 


MAGNESIUM-ZINC SYSTEM 


The magnesium-zine system was first studied by Boudouard,?* who 
merely determined the liquidus. An accepted constitutional diagram 


*° QO. Boudouard: Les alliages de zine et de magnésium. Comp. Rend. (1904) 139. 
424. 
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was given by Grube,?° which was checked by Bruni, Sandonnini, and 
Quercigh,?? Eger, and Pierce. 2° 


Fic. 14.—At 12 PER CENT., SAND-CAST, Fig. 15.—At 12 PmR CENT, CHILL-CAST, 
QUENCHED. x 100. ErcHep with 2 QUENCHED. XX 100. ErcuHep witH 2 
PER CENT. HNOs. PER CENT. HNOs3. 


Fig. 16.—AL 12 PER CENT., SAND-CAST, Fig. 17.—At 12 PER CENT., CHILL-CAST, 
REHEATED. >< 100. ErcHED with 2 REHEATED. X 100, Ercuep with 2 
PER CENT. HNO3. PER CENT. HNO3. 


The Grube-Eger diagram is shown in Fig. 18. It shows a compound, 
MgZnz (590° C.) and two eutectics, one at 51.1 per cent. zine (355° C.) 


26 G. Grube: Uber die Legierungen des Magnesium mit Kadminium, Zink, Wismut 
und Antimon. Zeit. anorg. Chem. (1906) 49, 77. 

7G, Bruni, C. Sandonnini and E. Quercigh: Uber die ternéren Legierungen von 
Magnesium, Zink und Kadmium. Zeit. anorg. Chem. (1910) 68, 78. 

28. Eger: Studie tiber die Konstitution der ternaéren Magnesium-Aluminium- 
Zink Legierungen. Int. Zeit. Metallog. (1913) 4, 46. 

29 W. M: Peirce: Studies on the Constitution of Binary Zine-base Alloys. Trans. 
A. I. M. E. (1923) 68, 781. 
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and the other at 96 per cent. zine (369°C.). This diagram has been 
confirmed by Pierce; namely, that there is no solubility on the zinc side, 
but it misses a solid solution on the magnesium side, which one of us has 
noted, as follows: At the eutectic temperature, magnesium holds more 
than 10 per cent. of zinc in solid solution. This solubility decreases as 
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Fic. 18.—GruBE-EGER EQUILIBRIUM DIAGRAM OF MAGNESIUM-ZINC ALLOYS. 


the temperature drops. This observation is important in connection 
with the heat treatment of the magnesium-zine alloys. 
MercHANIcCAL PRopERTIES OF MAGNESIUM-ZINC ALLOYS 


The mechanical properties of magnesium-zinc alloys seem to resemble 
those of the magnesium-aluminum alloys. The tensile strength and 
specific gravity, as given by Aitchison,** are shown in Table 7. 


TasBitpe 7.—Tensile Strength and Specific Gravity of Magnesium-zine Alloys 


ZINC, Max. STRENGTH, 

Pur Cant. Ls. PER Sq. IN. Sp. Gr. 
4 12,300 1.78 
5 13,500 1.79 
6 17,200 Lest 
tf 21,000 1.82 
8 25,000 1.84 
9 21,300 1.85 

10 18,000 1.87 
11 17,200 1.89 
12 16,600 1.91 
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_ According to the Dow Chemical Co.,*° the 5 per cent. zine sand-cast 
alloy has the following mechanical properties: 


Tensile Strength, i 
Lb. per Sq. In. | age | Brinell Hardness 
25,600 7.4 r | 41 


SSS eS a a a ee 


Maybrey”® reports that the 8 per cent. zinc alloy has the mechanical 
properties shown in Table 8. 


TABLE 8 
TENSILE STRENGTH, ELONGATION 
Lz. pur Sa. In. Per Cant. 
OSLO AS. =. Soy ery ie at a ge a 24,200 3 
SOVIG RES ia daic: <a ee en Aee Gee rt alin gy mie ae ae nO 20,400 4 


“Elektron,’’ 18.21.31 '© 46 made by the Chemische Fabrik Griesheim- 
Elektron, Frankfurt a. M., Germany, is practically a series of magnesium- 
zinc alloys. Their analyses are summarized as follows: 


30 Physical Properties of Materials. Circ. 101, Bur. of Stds. (1924) 124. 

31 F. Thomas: Uber das Vergiessen von Elektronmetall. Stahl u. Eisen (1920) 40, 
290; Elekt. u. Masch. (1920) 38, 306; Brass Wid. (1920) 16, 342; Metal Ind. [Lond.] 
(1920) 17, 107. 

32 Anon.: New High Magnesium Alloys. Automotive Ind. (1920) 42, 1343. 

38 Anon.: Electron. Tech. Rev. (1921) 8, 162. 

348. Beckinsale: The Magnesium Alloy: Electron. Jnl. Inst. Metals (1921) 26, 
375; Metal Ind. [N. Y.] (1921) 19, 433; Metal Ind. [Lond.] (1921) 19, 305; Engineering 
(1921) 112, 641; Foundry (1921) 49, 821; L’ Electrician (1922) 53, 297. 

35 =}. Weinwurm: Das Elektronmetall. Chem. Zeit. (1921) 45, 579; Hlekt. w. 
Masch. (1921) 39, 516; Génie Civil (1921) 79, 593. 

36 ©. Grard: Les alliages légers et leur emploi en aéronautique. Bull. Soc. d’Enc. 
(1921) 188, 863; Rev. Mét. (1921) 18, 567; Rev. Gén. Elec. (1921) 10, 27; Chem. & Met. 
Eng. (1922) 26, 798. 

37 A. Bregman: Electron Metal. Met. Ind. [N. Y.] (1922) 20, 1. 

38 Anon.: Magnesium Alloys in Engineering. Prac. Eng. (1922) 65, 404. 

39J,, Guillet: Les alliages légers: Leurs récents progrés. Rev. Méi. (1922) 19, 
688. 

40C. Irresberger: Magnesiumguss. Giesserei Zeit. (1922) 19, 599; Mech. Eng. 
(1928) 45, 48. 

41 A, Porterin: Le magnésium et les alliages ultra-légers. Bull. Soc. Ing. Civils 
(1923) 76, 486; Rev. Mét. (1923) 20, 428; Génie Civil (1923) 82, 452. 

42 H. Kalpers: Le métal électron. Fond. Mod. (1923) 17, 74. 

43 F, Thomas: Fortschritte und Aussichten in der Verwendung der Lichtmetalle 
Maschinenbau (1923) 2, G 85. 

44R. R. Moore: Resistance of Manganese Bronze, Duralumin, and Elektron Metal 
to Alternating Stresses. Proc. Am. Soc. Test Mat. (1923) 23, 106; Metal Ind. [Lond.] 


(1923) 23, 50. 
45]. H. Schulz: Die Nichteisenmetalle unter besonderer Beriicksichtigung der 


Luftfahrzeuge. Zeit. Ver. deut. Ing. (1924) 68, 545. 
46 G. Schreiber and R. Neuwahl: Elektronmetall. Maschinenbau (1925) 4, 7. 
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Met, due ee 91° 50-0834" (Cun ace ee ee 0-0.74 
Ti... See ora ee 4 Sh 7 64 Un. 5.0.0 Ee ae 0-0.35 
PN De eet io Se yh hase G2 1? 60% Mn ae eeeeeteeees Sno, eas 0-0.08 


The more important physical and mechanical properties of a few 
kinds of “‘ Elektron”’ are given in Table 9. 


TasuE 9.—Physical and Mechanical Properties of Elektron 


ZI | VI 
AZ Wrought Alloy Specially Hard, Strong Alloy 
Cast Alloy ae SS ee ee ee 
Extruded Hard-rolled Extruded cesta 
Elastic limit, lb. per sq. 

AMD glee eux ciavolel steve lereit eitin.< 4,300-— 7,000} 8,500—-10,000 31,000 38,000 
Proportional limit, 1b. 

ERIS CSL ores deus chet sae 8,500—13,000 | 21,000—26,000 40,000—43,000 | 45,500-48,000 
Tensile strength, lb. per 

ise Pa be cigse aod Oreo 17,000—21,000 | 37,000—40,000 | 41,000—45,500 | 48,000—51,000 | 60,000—63,000 
Elongation, per cent.... 2-4 18-22 2- 3 10-12 3-5 
Compressive strength, 

WSS TSP OG WN. coon aon 38,000—40,000 50,000 58,000 77,000 
Brinell hardness........ 44-46 46-50 56-65 75 90 
Electric conductivity. . . 15-16 16-18 
Thermal conductivity... 0.32 0.32 
Specifiocheats.. j...5... 0.24 0.24 
Thermal expansion...... 0.000026 
M. P., degrees Centi- 

grade 630 635 
Specific gravity......... 1.80 1.81 1.83 


“Elektron”’ can be extruded, rolled or drawn at 400° C., and forged 
at 220° to 250° C. Cold working causes brittleness, but the ductility is 
recovered on annealing, 


Heat TREATMENT OF MAGNESIUM-ZINC ALLOYS 


The mechanical properties of magnesium-zine alloys may be im- 
proved by a suitable heat treatment just as in the magnesium-aluminum 
alloys. The most important fact discovered by one of the authors is 
that the magnesium-zine alloys can be hardened materially by quenching 
from a temperature somewhat below the solidus, followed by reheating 
to a temperature higher than room temperatures (so-called artificial 
aging). No hardening effect occurs when the alloys are aged at room 
temperatures for several days after quenching, An enormous increase 
in hardness is obtained by heating some of the magnesium-zine alloys 
for 2 hr. at 340° C., quenching in water, and then reheating for 4 hr. at 
150° C. This is shown in Table 10. 

It will be seen that the effect is especially great in high-zine and chill- 
cast alloys. By the proper selection of temperature and time, excellent 
results may be expected. The effect of quenching and reheating the 
magnesium-zine alloys, together with the solubility of MgZnz in magne- 
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TaBs_eE 10.—Brinell Hardness of Quenched and Artificially Aged Alloys 


of Magnesium and Zinc 
er ee ee ee eee ee A ee 


Sand-cast | Chill-cast 
Zine, 
Per Cent. Original Castings Quenched and Original Castings Quenched and 
Reheated ; Reheated 
5 43 47 48 57 
8 50 58 > 57 70 
10 54 67 63 85 
12 57 76 69 93 


sium, offers an important subject for research, which we hope to be able 
to prosecute at some future time. 


Fic. 19.—ZN 8 PER CENT., SAND-CAST. X  Fia. 20.—ZN8 PER CENT., CHILL-CAST. x 
100. EvrcHEp WITH 2 PER CENT. HNO3. 100. EvcHEep WITH 2 PER CENT. HNO3. 


. 21.—Zn~ 12 PER CENT., SAND-CAST. Fic. 22.—ZN 12 PER CENT., CHILL-CAST. 
San EQCHED WITH 2 PER CENT. HNOs3. < 100. ErcHED WITH 2 PER CENT. HNO3. 
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MIcROSTRUCTURES OF MAGNESIUM-ZINC ALLOYS 


The microstructure of sand- and chill-cast alloys containing 8 and 
12 per cent. zine are shown in Figs. 19 to 22. The structures resemble 
those of magnesium-aluminum alloys, the grains of magnesium-rich 
solid solution being partly or entirely surrounded by the eutectic. 


Fig. 23.—Zn 12 PER CENT., SAND-CAST, Fig. 24.—Zn 12 PER CENT., CHILL-CAST, 
QUENCHED. 100. EtTcHED WITH2PER REHEATED. X100. EtcHErp wITH2 PER 
CENT. HNO3. cENT. HNOs3. 


Fic. 25.—Zn 12 PER CENT., SAND-CAST, Fic, 26.—Zn 12 PER CENT., CHILL-CAST, 
REHEATED. X 100. ErcHep witH2PER QUENCHED. 100. ErcHED wITH2 PER 
CENT. HNO3. CENT, HNO3. 


As previously stated, the magnesium-zine alloys can be hardened by 
quenching followed by reheating. The microstructures of 12 per cent. 
zine alloys, heated at 340° C. for 2 hr. and quenched in water, are shown 
in Figs. 23 and 26; and reheated to 150° C. for 4 hr. in Figs. 24 and 25. 
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That there exists a solid solution on the magnesium side is mentioned 
previously. The structures of 8 per cent. zinc sand-cast alloys, heated for 
seven hours at 340° C., and cooled in the air, and of 12 per cent. zine 
sand-cast alloy, heated for 50 hr. at 340° C. and quenched in water, are 
shown in Figs. 27 and 28. In the alloys containing less than 10 per cent. 
zinc, heated for 50 hr. at 340° C., the eutectic can no longer be found. 

The alloys were etched with 2 per cent. alcoholic solution of nitric 
acid in the same manner as the magnesium-aluminum alloys. 


Fie. 27.—ZN 8 PER CENT., SAND, Fie. 28.—Zn 12 PER CENT., SAND, 
HEATED FOR 7 HR. X 100. EtcHeD HEATED FoR 50 uR. X 100. EtcHED 
WITH 2 PER CENT. HNOs. WITH 2 PER CENT. HNO3. 

SUMMARY 


The constitutional diagram and mechanical properties of magnesium- 
aluminum alloys are reviewed. 

A metallographical study of magnesium-aluminum alloys is offered. 

The constitutional diagram of magnesium-zine alloys is reviewed, 
suggesting the existence of a solid solution on the magnesium side. 

The mechanical properties of magnesium-zine alloys, including 
“Elektron,” are reviewed. 

It was found that the magnesium-zinc alors can be hardened by 
quenching in water from a temperature somewhat below the solidus, 
followed by reheating to a temperature higher than room temperature. 

A metallographical study of magnesium-zince alloys is offered. 


DISCUSSION 
S. Dantwts, Dayton, O. (written discussion).—I wish to call the 
attention of the authors to my publication on “Magnesium and Its 
Alloys” in the Journal of the American Society of Mechanical Engineers, 
Vol. 47, page 796, 1925. 
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The statement that the lightness and strength of magnesium alloys 
has led to their extensive use in aircraft and automobile construction is far 
too strong, at least insofar as it applies to aircraft work, for with these 
advantageous properties there are also the disadvantageous to confront. 
In this.last industry the use of magnesium-base alloy is still in the experi- 
mental stage, but the situation is promising enough to warrant the belief 
that some application will be found for cast materials and possibly for 
the wroughf. 

The analysis range of “Elektron” alloys given on page 554 is not in 
accord with the composition of the casting alloys which have been cur- 
rently supplied by Germany. Three distinct classes of materials have 
been noted and the range of analysis covers a zine content of from 1 to 6 
per cent. and an aluminum content of from 2 to 6 per cent., with 
the ordinary impurities. 

It is interesting to note that the magnesium-zinc alloys are susceptible 
to heat treatment. Perhaps this discovery can be beneficially applied to 
the magnesium-aluminum-zine series. 

Mention should be made of the 87 magnesium—13 copper alloy, 
which is a possible material for parts operating at elevated temperatures 
and for certain bearings. 


B. Stoucuton.—There is an interesting feature which is not on this 
diagram, and that is that the magnesium will carry 10 per cent. of zine in 
solid solution, at a temperature of a little over 350° C., and that percentage 
decreases with decreasing temperature. 

The existence of a solid solution and the fact that it decreases with 
falling temperature, has made it possible to apply heat treatment to these 
alloys so as to strengthen them, and notably heat treatment followed by 
artificial aging, because in this case also the alloys appear to be so immo- 
bile at atmospheric temperature that there is no breaking up of solution by 
standing at the ordinary atmospheric temperatures; they have to be 
artificially aged a little bit. 


A. E. Wurrr, Ann Arbor, Mich.—A criticism made by automobile 
men with regard to the magnesium base alloys, aside from the question of 
price, is the fact that they are not assured, at the present time, that they 
would be able to get enough metal to take care of their needs. Of course, 
if there is a demand for this metal, there is no question whatsoever but 
what there will be increased production. 


R. 5S. Duan, Chicago, Ill.—I was interested in Prof. Stoughton’s state- 
ment that the quenched or rapidly-cooled alloys apparently showed less 
solubility, as if there were apparently more separation of eutectic. How 
was that determined? Is not the explanation of that the same as we 
found in lead-antimony alloys, that the more rapidly you quenched them, 
the more rapidly the material broke down. In other words, I wonder if it 
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is not a matter of rate; not that there is an actual change in the solubility 
with rapid quenching, but that when you quench, the material comes 
_ out of solution much more rapidly, so that there is an apparent lowering 
of solubility. 

B. SroucuTon.—That was determined by means of the micrographs. 
A good many microsections were studied and some were photographed 
and are given in the paper. I confess that I was greatly puzzled by the 
question. It seems to me that perhaps you have the explanation; that is 
to say, that it is a case of rate of breaking up. Mr. Miyake says that 
equilibrium is not established. 

C. R. Haywarp, Cambridge, Mass.—You speak of annealing above 
350° C. That obviously means that melting does not begin, as you 
would expect it would according to this diagram. (See Fig. 18.) 

B. Stoucuton.—No, but you can go above 350° without getting to 
the solidus. 

H. H. Ricnarpson, New Kensington, Pa.—What physical tests were 
used in determining the age-hardening after the solution treatment of 
these alloys? 

B. Stoucuton.—The Brinell hardness only was used. 

H. H. Ricuarpson.—I think any one who looks at the diagram of 
aluminum-magnesium equilibrium is struck by its symmetry. (Fig. 18.) 
We have done some work at the Aluminum Co. of America laboratories 
on the 10 per cent. magnesium alloy with aluminum base, and found that 
on quenching 10 per cent. magnesium alloys, we got a considerable 
increase in hardness over the-chilled-cast condition. We also found it 
possible to artificially age that to a very marked extent. We raised the 
Brinell hardness from 74 to over 100, which is in the range of the treated 
duralumins. The strange part about it, however, was that although we 
could take a quenched 10 per cent. magnesium alloy having a tensile 
strength of 35,000 Ib. and a Brinell hardness of 74 to 75, age that and 
raise its Brinell hardness to about 100, we could not increase its tensile 
strength at all, and I wondered if perhaps your age-hardness treatment 
was different from ours, also whether you confined your tests only to the 
Brinell reading. 

We found that there was an increase in Brinell hardness which was 
commensurate with the amount percipitated out of solution. However, 
the alloy became so brittle that it was worthless from a factory stand- 
point. The precipitate was very marked and is easily seen at 500. How- 
ever, it has a very different appearance from O.L. and aluminum 2. I 
wonder if that situation holds with the 10 per cent. aluminum alloy. 

L. Zrcxrick, Chicago, Ill—Were the corrosion properties of these 
alloys investigated ; that is was any difference in corrosion observed before 


heat treatment? 
B. StougHtTon.—We made no corrosion test. 
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Equilibrium Relations in Aluminum-copper Alloys of 
High Purity 


By E. H. Drx, Jr.,* anp H. H. Ricnarpson,{ New Kensineron, Pa. 


(New York Meeting, February, 1926) 


Or all the alloying elements used in commercial aluminum alloys, 
copper stands out as by far the most important, and it is perhaps for this 
reason that the constitution of the aluminum-copper system has received 
the attention of a number of experimenters covering a period of approxi- 
mately 20 years. It would be expected that during this time the equilib- 
rium relations would have been thoroughly and exactly worked out. Ina 
general way this is true, but there is a surprising lack of agreement in the 
details of the high aluminum end of the diagram, particularly in regard to 
the solid solubility of copper in aluminum, which has been given variously 
as 2 per cent. to.5 per cent. at the eutectic temperature. The importance 
of this is much greater than might at first appear to one unfamiliar with 
modern commercial aluminum alloys. This is true because, with one 
exception, the susceptibility of the strong alloys to heat treatment 
depends, in part at least, upon the solid solubility relations of copper in 
aluminum. 

In 1919, Merica, Waltenberg, and Freeman! published the first detailed 
information on these solubility relations. They found that the solubility 
of copper decreases with falling temperature from about 4 per cent. at 
525° C. to about 1 per cent. at 300° C. and is apparently still diminishing 
at lower temperatures. 

In 1921 there was published a brief account of the results obtained in 
the National Physical Laboratory, Teddington, England.2 This labora- 
tory, however, reported that 5 per cent. of copper is soluble in aluminum 
at 540° C., and that this amount decreases to about 3 per cent. at 20° C. 

In the same year Ohtani and Hemmi' reported a solubility of 4.8 per 
cent. copper at 520° C., 2.6 per cent. at 460° C. and 1.5 per cent. at 420° C. 


* Metallurgist, Research Bureau, Aluminum Co. of America. 

+ Assistant Metallurgist, Research Bureau, Aluminum Co. of America. 

1 Constitution and Metallography of Aluminum and Its Light Alloys with Copper 
and Magnesium. Scientific Paper No. 337, U. 8. Bur. Standards. 

* Rosenhain, Archbutt and Hanson: Eleventh Report to Alloys Research Com- 
mittee of Inst. of Mech. Engrs. (1921) 200. 

* Jnl. Chemical Industries (Japan) (1921) 24, 1353. Chem. Abs., 16 (1922) 3299. 
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The latter investigation was carried out by means of electrical resistance 
measurements, whereas the former employed microscopic examination. 

The aluminum used in these investigations was probably of the 
highest purity then obtainable. Since that time, however, aluminum of 
much higher purity has recently become available through the develop- 
ment, by the Aluminum Co. of America, of atnew process for electrolyti- 
cally refining aluminum.‘’ The present investigation was undertaken 
because of discrepancies in the previously published results and in line 
with the policy of the Aluminum Co. of America® to establish the metallog- 
raphy and constitution of aluminum alloys free from the contaminating 
impurities which hampered earlier investigators. This work comprised 
the rechecking of the aluminum-CuAl, eutectic temperature and concen- 
tration and the locating of the solidus curve, as well as the microscopic 
determination of the solid solubility of copper in aluminum from the 
eutectic temperature to 200° C. Painstaking metallographic preparation 
and much longer annealing periods than had been previously reported 
have resulted in the locating of a curve of solid solubility which is in fair 
agreement with the results of the National Physical Laboratory, at the 
eutectic temperature, and with those of Merica and his associates at low 
temperatures. However, it is of strikingly different shape from either 
and showsa much greater decrease in solubility from the eutectic tempera- 
ture to 200° C. and below. 


MATERIALS 


The aluminum used in most of the cast specimens was of the following 
analysis: Cu 0.022 per cent., Fe 0.022 per cent., Si 0.039 per cent., Al, by 
difference, 99.917 per cent. Electrolytic copper of 99.77 per cent. purity 
was used. The forged alloys were prepared under the supervision of 
R. S. Archer, and were of the same order of purity. As a check on 
certain observations, some specimens were made from aluminum and 
copper of extreme purity. The analysis of the aluminum follows: Si 
0.007 per cent., Fe 0.009 per cent., Cu 0.007 per cent., Ti 0.001 per cent., 
other impurities nil, Al (by difference) 99.976 per cent. The copper was 
obtained in the form of foil from J. T. Baker Co., who gave the fol- 
lowing lot analysis: Fe 0.003 per cent., Sb, Sn and Pb none. 


PREPARATION OF ALLOYS 


In order to avoid contamination of the aluminum, crucibles machined 
from Acheson graphite and stirring rods of the same material were 


4}. C. Frary: Electrolytic Refining of Aluminum. Trans., Amer. Electrochem. 


Soc. (1925) 47, 259. : 
" 5 ee os Jr.: A Note on the Microstructure of Aluminum-iron Alloys of High 


Purity. Amer. Soc. for Testing Materials (1925). (First paper of this nature.) 


VOL. LXXIII.—36. 
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employed. The melting was accomplished in a small electric crucible 
furnace, which offered excellent temperature control. The cast alloys 
upon which most of the determinations were based were prepared by 
melting down the pure aluminum and then adding a 54 per cent. copper 
hardener to make 500 grams of alloy of the desired composition. The 
melt was stirred and poured at an average temperature of 750°C. The 
earlier alloys were cast in a cold graphite mold, giving cylinders 214 in. 
high by 34 in. in diameter from which specimens were cut and the circular 
cross-section prepared for microscopic examination. 

Since some segregation was occasionally observed in the specimens 
so cast, it seemed desirable to devise a more satisfactory method. A mold 
was designed which consisted of a large block of cast iron into which 
were cut two channels 14 in. wide by 5¢ in. deep by 9 in. long, connected 
to a pouring basin in such manner as to allow rapid pouring. ‘This 
gave specimens of rectangular cross-section which had been very rapidly 
chilled and, therefore, showed a fine, uniform structure while the amount 
of segregation due to slight piping in the upper surface was approximately 
the same along the entire length of the bar. Annealing apparently 
removed this slight lack of homogeneity so that cross-sections cut from 
different parts of the bar presented a satisfactory degree of uniformity. 
A thin plate sample for chemical analysis was obtained from a cold 
iron mold from each melt. 


CooLINnG CURVES 


To check the freezing point of the eutectic a number of cooling curves 
were run on 200-gm. samples, which were prepared from the aluminum of 
99.917 per cent. purity. A small graphite crucible and protecting tube, 
similar to that recommended by the Bureau of Standards, were employed.® 
A 0.5 mm. platinum, platinum-rhodium couple, with its insulation, was 
inserted in a pyrex tube to protect it from contamination by the graphite. 
A Hoskins electric crucible furnace 4 in. in diameter by 6 in. deep was 
employed and the rate of cooling regulated by adjusting the furnace 
resistance to give a drop of 1° C. per minute at about 100° CG. above the 
eutectic temperature. The couple was calibrated frequently against 
the freezing points of Bureau of Standards samples of zine and aluminum. 


THERMAL TREATMENT FOR Soxip SOLUBILITY 


In order to obtain the solid solubility of copper in aluminum at any 
temperature up to the eutectic temperature it was necessary to put the 
specimen in equilibrium at that temperature and then quench rapidly 


° Tech. Paper No. 170, U. S. Bur. Standards 193, Fig. 123. 
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in order to retain the structure for examination under the microscope. 
The presence of free CuAl: in the microstructure would then indicate 
that this particular percentage of copper was in excess of the solubility 
limit at the quenching temperature employed. 

It is evident that because of the numberof specimens involved and 
the length of time required for each anneal, Some means of treating a 
number at once would be required. A Hoskins electric muffle furnace 
73g in. wide by 5 in. high by 1214 in. long, equipped with a two-point 
Leeds & Northrup recorder controller, was the most convenient furnace 
available. In order to damp out fluctuations in temperature due to 
the power being thrown on and off by the controller mechanism and to 
insure equal uniformity of temperature for the specimens, the mass of 
an aluminum block 10 in. by 6 in. by 4 in. was employed. Six holes 134 
in. in diameter arranged in two horizontal rows and extending to within 
about 2 in. of the back, were drilled in the front of the block. Into these 
holes were inserted close-fitting tubes closed at the front end with plugs 
about 2 in. long, which were flush with the front of the block when the 
tubes were in place, except for a small projecting lug to facilitate handling. 
Each tube, therefore, formed an annealing chamber 7 in. in diameter 
by 6 in. long. A tube could be quickly withdrawn from the block and 
all of the specimens quenched in a very rapid and satisfactory manner 
without disturbing the remainder of the specimens. Thus the specimens 
which were to be quenched at one temperature were loaded in a single 
tube and quenched at the same rate after exactly the same annealing 
treatment. Since a tube would accommodate as many as 15 specimens 
and there were six tubes, it would be possible by one anneal to obtain 15 
points, if necessary, at each of six temperatures. This method has proved 
particularly convenient in mapping out an unknown field. 

The block rested on four legs and was placed centrally in the furnace. 
Chromel-alumel couples were used, one of which was inserted in a hole 
in the back of the block and the junction pinned tightly at a point very 
close to the center of the block. This couple was used to record any 
possible variation in the block temperature. Several times daily it was 
connected to a precision potentiometer to obtain an actual temperature 
reading. The control couple was fastened midway between the top of 
the block and the roof of the furnace. Thus, while the fluctuations in 
the furnace atmosphere, due to the throwing on and off of the power, as 
recorded by the control couple, might be from 8 to 12° C., yet, due to the 
mass of the block, the fluctuations in its temperature were less than 1° C. 
A careful survey was made by means of small diameter iron-constantan 
couples peened in blocks inserted in different parts of the annealing cham- 
bers and it was found that no point in the chambers varied more than 3° C. 
from the temperature as indicated by the couple fastened in the center of 


the block. 
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Annealing Methods 


In order to insure equilibrium in the alloys, an annealing period of 
from one week to 11 days at close to the eutectic temperature was 
employed. After this time the first tube of specimens was withdrawn 
and the specimens rapidly quenched. The block was then allowed to 
cool very slowly to the next quenching temperature and held for a period 
and the second tube quenched, and so on until the desired temperature 
range had been covered. The rate of cooling from the annealing tem- 
perature, which would insure equilibrium at temperatures down to 
300° C., was ascertained after considerable experimenting and found to 
be much slower at the lower temperatures. In order to supplement the 
results obtained from specimens cooled over this range, other specimens 
which had been retained as homogenous solid solutions by quenching 
from the annealing temperature were reheated to 300-350-400 and 
450° C. and held at these temperatures long enough to insure equilibrium. 
Annealing was also carried out at 200° C. in an oil bath equipped with an 
automatic temperature controller and a Tycos recording thermometer, 
the specimens being left in the bath one and two weeks. 

The location of the solidus line was checked by determining the highest 
temperature at which specimens of a given copper content could be heated 
without showing signs of incipient fusion when examined under the micro- 
scope after quenching. 

In the heat treatment of specimens for the preliminary location of 
the line, a copper block and tubes were substituted for the aluminum, 
because of the higher temperatures involved. The temperature of the 
specimens before quenching was taken as that indicated by the 
chromel-alumel couple fastened in the center of the block. For the final 
determinations, the quenching temperature was obtained by peening an 
iron constantan couple into the small hole drilled in the individual speci- 
mens. The iron-constantan couples were calibrated against the freezing 
points of pure metals before and after the determination. The effect of 
rapidly quenching the couples in water from temperatures in the neighbor- 
hood of 600° C. was found to be slight. The specimens used in these 
determinations were annealed for a period sufficient to insure equilibrium 
at just under the eutectic temperature and then slowly heated to the 
desired quenching temperature and held for 14 hr. The variation in 
temperature during the half-hour period was not more than 1° C., the 
highest point reached during this period being taken as the annealing 
temperature. A precision potentiometer was used with the iron-con- 
stantan couples. 


METALLOGRAPHIC EXAMINATION 


Specimens for metallographic examination were carefully polished, 
employing the best methods available, and yet sufficient surface flow was 


E. H. DIX, JR., AND H, H. RICHARDSON 565 


produced to obscure very small particles of constituents and tiny melted 
areas. Therefore, it was found necessary to etch in some manner to 
remove the surface flow. Even the most delicate etching seems to develop 
polishing defects which were previously unsuspected. For this work 
it was found most satisfactory to swab the specimens with a soft cotton 
swab saturated with 15 per cent. aqueous HF solution. This satisfac- 
torily removed the surface flow, revealing the CuAl, as clear, nearly 
colorless particles with black boundaries. This» method of etching was 
found to be much more satisfactory than employing an etching reagent 
which darkened or blackened the CuAls, for in this case it would be impos- 
sible to differentiate between small particles of the constituent and black 
specks left in polishing. However, with very fine particles of CuAly, 
the boundary effect becomes so pronounced as to give the entire particle a 
black appearance, and hence makes the exact determination a question 
requiring considerable experience and judgment. Small particles of the 
iron constituent, probably due to both the silicon and iron impurities, 
were generally colored by the 14 per cent. HF. 


THE Compounp CuALe 


The single aluminum-copper constituent found in the high aluminum 
alloys is now generally recognized as CuAlo. The micrograph of Fig. 1b 
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Fic. 1a.—ALUMINUM-COPPER ALLOY (58.89 PER CENT. CU), CHILL CAST IN GRAPH- 
ITE MOLD. ETCHED 30 sEC. IMMERSION IN NAOH. SHOWS WHITE CRYSTALS OF 


7 CONSTITUENT IN DARK BACKGROUND OF CUAL». 
lest T Y 
Fic. 16.—ALUMINUM-COPPER ALLOY CONTAINING 53.05 PER CENT. CU, CHILL 
+ a I a 4 ot 
cast. Ercuep 30 sec. Immersion IN NAOH. SHows CuALy AND SMALL CRYSTAL 


OF 7 CONSTITUENT. 


illustrates the appearance of this compound when just sufficient copper 
has been added to the aluminum to satisfy this formula. This micro- 
eraph is representative of the structure of the hardener used in the prepa- 
ration of the alloys. Fig. 1a shows the structure of an alloy containing 


566 ALUMINUM-COPPER ALLOYS OF HIGH PURITY 


copper in excess of this amount. The new constituent has been desig- 
nated by Stockdale’ as the 7 constituent. Due to slight segregati on in 
casting there is a small half moon of the 7 constituent to be noted in Fig. 
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Fic. 1c—ALUMINUM-COPPER ALLOY (35.69 PER CENT. Cu), CHILL caAsT. UN- 
ETCHED. LARGE PRIMARY; CRYSTALS OF CuUAL2 IN BACKGROUND OF ALUMINUM- 
CuAl2z EUTECTIC. 

Fig. 1d.—ALUMINUM-COPPER ALLOY (33 PER CENT. CU), CAST IN HOT GRAPHITE 
MOLD AND SLOWLY COOLED. ETCHED 2 HR. IMMERSION IN ALCOHOLIC PICRIC ACID 
SOLUTION. SHOWS EUTECTIC OF CuAL: BLACK AND ALUMINUM WHITE. 


Fig. le. X 100 Bia. 1f. x 500 
Fic. le-—SLow.y cooLtep 200-GM. SAMPLE OF ALUMINUM-COPPER (33 PER CENT. 


Cu). Ercuep 0.5 per cent. HF. ILLUSTRATES AREA OF PRACTICALLY PURE EUTEC- 
TIC ON WHICH ANALYSIS WAS MADRE. 


Fig. 1f.—AREA AT CENTER OF Fic. 1a AT HIGHER MAGNIFICATION. 


16. With aluminum in excess of the compound concentration, primary 
particles of CuAl, appear in the ground mass of aluminum—CuAl eutectic 


* Stockdale: Copper Rich Aluminum-copper Alloys. Jnl. Inst. Metals, 28 
(1922), 
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as illustrated in Fig. 1c. The pure eutectic structure etched to blacken 
the CuAl, is shown in Fig. 1d. 
The eutectic concentration is now generally considered to be close to 
33 per cent. copper. This was confirmed by chemical analyses of the 
central area of a 200-gm. sample of 33 per cent. aluminum-copper alloy | 
~which was melted down in a graphite crucible and stirred, in order to 
avoid segregation, until solidification began, a very slow rate of cooling 
being used to avoid undercooling. The entire vertical cross section was 
prepared for microscopic examination. It showed the upper central area 
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Fig. 2.—A MODIFIED DIAGRAM OF ALUMINUM END OF ALUMINUM-COPPER SYSTEM. 


to be pure eutectic as illustrated in Figs. le and If. This area was marked 
out and two sets of drillings taken. These were analyzed and found to 
contain 33.32 and 32.79 per cent. copper. 


Tue Mopirrep DIAGRAM 


From the results of this investigation, a modified diagram of the 


aluminum end of the aluminum-copper system is presented in Fig. 2. 


THe Eurecric HorizonTaL 


The eutectic horizontal has been drawn at 548°C. This is in agree- 


ment with the temperature previously determined by C. 8. Taylor and 
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reported by Archer and Jeffries.’ The determinations made in this 
investigation on aluminum alloys of various copper concentrations follow: 


, x - 
M No. Per Cent. Copper | Eutectic Temp. °C. 


1150 33 548.5 
677 | 12.98 548 .2 
678 | 8.01 | 547 .6 

1183 6.74 546.9 

1184 6.25 547 .0 
680 | 5.82 546.2 
681 | 5.47 545.5 


The temperatures obtained on the higher copper concentrations, 
particularly the eutectic alloy, give a more reliable indication of the 
eutectic temperature than those obtained from the lower copper concen- 
trations. A marked eutectic arrest was found with a copper content of 
5.47 per cent., which is just slightly less than the copper solubility at the 
eutectic temperature. However, microscopic examination of a vertical 
section through a 200-gm. cooling curve ingot showed that considerable 
segregation had taken place and the material surrounding the couple 
appeared to have a copper content of approximately 8 per cent. 


THE SoLipus CURVE 


The solidus curve has been drawn as a straight line from the melting 
point of pure aluminum of 660° C.° to intersect the eutectic horizontal at 
5.65 per cent. copper. The line passes between two points determined 
for the alloy of 2.95 per cent. copper at temperatures of 600 and 603° C., 
respectively. No evidence of melting was observed in the specimen 
quenched from the lower temperature, whereas abundant boundary 
melting was observed in the specimen quenched from the higher tempera- 
ture. The straight line is also in satisfactory agreement with the determi- 
nations made on the alloy of 4.29 per cent. copper. Some difficulty was, 
however, experienced in connection with the examination of the specimens 
of the low copper percentages. This was because some melting appeared 
to take place at much lower temperatures than the temperature at which 
the aluminum-copper solid solution gave indications of definite melting 
at the grain boundaries. For instance, in the alloy containing 2.07 per 
cent. copper, a specimen quenched from as low as 609° C. showed some 
dark rosettes and crescent-shaped particles of unidentified constituent 
which had not been observed previously and which seemed to increase in 


’ New Developments in High Strength Aluminum Alloys. Trans. (1925) Feb. 
°J. D. Edwards: Properties of Pure Aluminum. Amer. Electrochem. Soc. 
(1925) Apr. 
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Fig. 3a.—FoORGED ALUMINUM-COPPER ALLOY (CU 2.95 PER CENT.), ANNEALED 
FOR 48 ur. AT 540° C. AND THEN HEATED TO 603° C. ror 46 HR. AND QUENCHED. HTCHED 
0.5 PER CENT. HF. SwHows JUNCTION OF THREE GRAINS ILLUSTRATING FIRST INDICA- 
TION OF MELTING, AS SHOWN BY BLACK, Y-SHAPED CAVITY IN CENTER. 

Fig. 3b.—FoORGED ALUMINUM-COPPER ALLOY (CU 4.29 PER CENT.), ANNEALED 
FOR 48 HR. AT 540° C. QUENCHED AND REHEATED TO 584° C., AND HELD FoR |4 HR. 
AND QUENCHED. ErcHep 0.5 PER CENT. HF. SHows AREA OF SPECIMEN WHERE 
MELTING HAS BEEN PRONOUNCED ALONG GRAIN BOUNDARY. 


ZA 
Oa Tin ee 
Fie. 3c. X 1500 Mines Bue >< BAOU0) 


Fig. 3c.—SHOWS MELTED AREA IN GRAIN BOUNDARY AT LOWER LEFT-HAND CORNER 


oF Fic. 3b AT HIGHER MAGNIFICATION. 
Fia. 3d.—SHows MELTED AREA SURROUNDING NEEDLE OF IRON CONSTITUENT, 


SHOWN IN UPPER LEFT-HAND CORNER OF Fig. 3b: 
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quantity as the temperature was raised. They were found in fairly large 
quantities in the specimen quenched from 618° C., but no direct evidence 
of solid solution melting at the grain boundaries could be observed. 
Specimens quenched from fully 10° C. higher showed only slight evidence 
of melting at the grain boundaries. All of this would seem to indicate that 
the lower temperature effects noted were due to some cause other than 


Fig. 3e. XX 8000 
Fig. 3e.—Suows REGULAR STRUCTURE IN LOWER PART OF FiG. 3c AT HIGHER 


MAGNIFICATION. THE CUAL: IS SHOWN IN HALF-TONE IN RELIEF ABOVE THE LIGHT 
ALUMINUM. 


aluminum-copper solid solution melting. It was, therefore, felt that the 
straight line drawn as shown on the diagram represented the true condi- 
tions more nearly than either a convex or a concave curve. 


First Evidence of Melting 


The first evidence of solid solution melting was found to be minute 
cavities formed at the junction of three grains, as.illustrated in Fig. 3a. 
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Fig. 3b shows pronounced melting along the grain boundaries in a 
forged specimen of 4.29 per cent. copper, which was heated to just 8° C. 
above the solidus curve, as drawn in the diagram of Fig. 2. The large, 
black area in the grain boundary at the lower left of this micrograph is 
shown at much higher magnification in Fig. 3c, which clearly shows the 
effect of rapid cooling caused by the auenohite of the specimen when this 
area consisted of a pool of liquid of very close to eutectic concentration. 
Fig. 3e shows the regular formation in the lower left of Fig. 3¢ at much 
higher magnification and illustrates very clearly the CuAls, which appears 
in half-tone and,forms the greater area, in contrast to the clear white 
of the aluminum solid solution. Oyaine to the difference in hardness 
between the CuAl. and aluminum, the former stands in relief and the 
boundaries between it and the aluminum overlap so as to give the appear- 
ance of a third dark constituent, but a close examination of Fig. 3e will 
show that this is not true, and that only the constituents previously noted 
are present. 

The effect of even small amounts of impurities as influencing the 
melting outside of the grain boundaries is illustrated in Fig. 3d, which 
shows the small area in the upper left of Fig. 3b at much higher magnifi- 
cation. The gray needle of the iron impurity has evidently produced 
melting of the aluminum solid solution around it, which has resolidified 
on quenching, in the characteristic aluminum-CuAl, eutectic structure. 
In Figs. 3c and 3d there will be noted irregular black areas which are 
different from the boundary effect mentioned in connection with Fig. 3e. 
This seems to be characteristic of these alloys when heated to high tem- 
peratures, and may be partly responsible for the difficulties encountered in 
connection with the examination of the alloys of lower copper concentration. 


THe SOLUBILITY RELATIONS 


The solubility curve of copper in aluminum shows a very rapid 
decrease in solubility with falling temperature from slightly over 5! per 
cent. copper at 548° C. to about 2 per cent. at 430° C., the curve being 
practically straight in thisrange. From this foapstature to about 300° C. 
there is a marked slowing up in the rate of decrease, and from 300° C. to 
normal temperatures the rate of change is comparatively slight, although 
no data were obtained below 200° C. The knee of the curve occurs at 
about 385° C. and a copper concentration of 114 percent. The solubility at 
normal temperatures is certainly less than 14 per cent. There are many 

more determinations to the right of this curve than to the left, which is 
due to the fact that previously published work indicated a much higher 
solubility, particularly at the low temperatures, than was shown by 
this investigation. 

Very careful preparation of specimens and laborious microscopic 
examination, coupled with considerable judgment, was necessary in 
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determining the final position of the curve, for even with the pure metal 
used in this investigation, there were sufficient particles of the iron or 
other constituent present to sometimes result in confusion. The differ- 
entiation between CuAl, and other constituents is a very simple matter In 
particles of relatively large size. However, as the particle size decreases 
the differentiation becomes increasingly difficult and in specimens con- 
taining very little of any hard constituent polishing defects introduce 
another source of error. However, it is believed that by the methods 
employed a difference in solubility of 14 per cent. is readily detected and 
that because of the large number of points the curve is probably correct 
to even Jess than this amount. i 


Most Interesting Results of Investigation 


The annealing for several weeks at 200° C. of specimens previously 
brought to equilibrium at higher temperatures yielded the most interest- 


Fie. 4a. X 3000 Fic. 4b. X 500 
Via. 4a.—CuI.i CAST ALUMINUM-COPPER ALLOY (Cu 1.60 PER CENT.). ANNEALED 
FOR ONE WEEK AT 520° C., AND THEN SLOWLY COOLED TO ROOM TEMPERATURE. ReE- 
HEATED FOR ONE WEEK AT 200° C., QUENCHED AND ANNEALED ANOTHER WEEK AT 
200° C. AND QUENCHED. Ercuep 1 per cent. HF. Tuts MICROGRAPH ILLUSTRATES 


EFFECT PRODUCED BY COALESCENCE OF PRECIPITATE TO SIZE WHICH IS PROBABLY 
STILL SUB-MICROSCOPIC, 


Fig. 4b,—Samep Auyoy as Fic. 4a. ANNEALED FoR 11 pays at 540° C., QUENCHED 
IN COLD WATER AND REHEATED TO 300° C. For 10144 ur. Evcuep 0.5 PER CENT. 
HF (iguT). SHOWS JUNCTION OF THREE GRAINS REVEALING FINE, NEEDLE-LIKE 


PRECIPITATE OF CUAL: AND PARTICLES OF CuAL, (LIGHT) AND IRON CONSTITUENT 
(DARK) IN GRAIN BOUNDARIBS. 


ing results of the investigation. In the specimens containing copper in 
excess of the solubility limit, at this temperature, discrete particles. of 
CuAl, were found in the grain boundaries and in addition a peculiar 
mottled appearance was noted in the matrix. This condition in an alloy 
of 1.60 per cent. copper, slowly cooled from equilibrium at 520° C., is 
illustrated in Fig. 4a. It was found to be absolutely impossible to 
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Fig. 4c. XX 100 Fre. 4d. X 1500 


Fig. 4c.—ALUMINUM-COPPER ALLOY (Cu 0.70 PER CENT.) CHILL CAST IN IRON 
MOLD AND ANNEALED FOR 11 Days AT 540° C. QUENCHED AND REHEATED AT 200° C. 
FOR TWO WEEKS. ETCHED 0.5 PER CENT. HF (HEAVY). SHOWS GRAIN BOUNDARIES 
AND PRECIPITATE. 

Fig. 4d—SAME SPECIMEN AS 4c. ErtcHep 0.5 PER cENT. HF. Swows Junc- 
TION OF THREE GRAINS WITH LARGE STRINGER OF CuAL2 AND FINE NEEDLE-LIKE 
PRECIPITATE OF CUAL». 


Hier 4a << l00 inne. 45, OX GOO) 

Fia. 4¢e.—ForGED ALUMINUM-COPPER ALLOY (Cu 0.97 PER CENT.), ANNEALED 
For 11 pays at 540°C. QUENCHED AND REHEATED TO 300° C. For 120 HR. AND 
QUENCHED. Ercuep 0.5 per cent. HF (Licut). SHOWS AVERAGE STRUCTURE 
ILLUSTRATING CuAL: PARTICLES IN GRAIN BOUNDARIES AND PRECIPITATE IN CERTAIN 
GRAINS WHICH IS UNDOUBTEDLY EXAGGERATED IN SIZE BY THE ETCH. 

Fic. 4f.—ALUMINUM-COPPER ALLOY (Cu 0.83 PER CENT.) CHILL CAST IN IRON 
mMoLtD. ANNEALED FOR 11 pays AT 540° C., THEN SLOWLY COOLED AS FOLLOWS: 
450° C. in 48 uR., 400° C. 1n 168 HR., 300° C. IN 288 HR., AND THENQUENCHED. SHOWS 
THREE PARTICLES OF CUAL: ARRANGED ALONG GRAIN BOUNDARIES. 
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definitely resolve particles in this matrix, even at the highest magnifica- 
tions, but there was always a suggestion of uniformly oriented figures 
which indicated that a definite arrangement of a sub-microscopic precipi- 
tate was responsible for these etching characteristics. It was felt that 
if such were the case it should be possible to cause a further coalescence of 
these particles by heating to a higher temperature. This proved to 
be true. 

Fig. 4b shows the effect of reheating a specimen of the same alloy 
at 300° C. for 10114 hr., subsequent to quenching from equilibrium at 
540° C. Particles of CuAl, of appreciable size will be found in the grain 
boundaries, together with smaller dark-etching particles of the constitu- 
ent formed by the impurities iron and silicon. Figs. 4c and d illustrate 
a similar precipitate in an alloy of 0.70 per cent. copper chill cast in an iron 
mold and annealed for 11 days at 540° C., quenched and reheated to 
200° C. for two weeks. Definite particles of constituent will be observed 
in the grain boundaries and the matrix within the grains has a mottled 
appearance at low magnification which is shown at higher magnification 
to be due to a fine precipitate. In the upper grain, discrete particles will 
be observed which are probably greatly exaggerated by the etching. In 
the grain to the left there will be observed numerous paths extending in an 
irregular manner across the grain. These are areas of clear solid solution, 
the precipitate having apparently coalesced into particles of visible size, 
such as may be noted in the prominent path extending downward from 
the boundary of the two lower grains. The same phenomenon was 
observed at the grain boundaries (see Figs. 4b, d, and e). The large, 
dark particle in the center of Fig. 4d is CuAls which appears dark 
because the focus was concentrated on the particles of precipitate shown in 
the matrix. Fig. 4e illustrates the structure of an aluminum-copper 
alloy of 0.97 per cent. copper, which was annealed for 11 days at 540° C., 
quenched and reheated 120 hr. at 300° C. and quenched. 

In the micrograph of Fig. 4f are shown three particles of CuAls, 
arranged along the grain boundary of an alloy of 0.83 per cent. copper, 
chill cast in an iron mold and annealed for 11 days at 540° C. and then 
slowly cooled as follows: 48 hr. to 450° C., 168 hr. to 400° C., 288 hr. to 
300° C. and then quenched. This concentration is just slightly to the 
right of the solubility curve at 300° C. and only a few such particles were 
observable in this specimen. It should be noted that the aluminum solid 
solution appears perfectly clear and has no resemblance to the mottled 
appearance found in the other micrographs of Fig. 4, all of which illus- 
trate alloys which have been reheated after having been cooled to 
room temperature. 


Structure of a Pure Aluminum-copper Alloy 


It may now be of interest to study the structure of a pure aluminum- 
copper alloy in various conditions. The micrographs of Fig. 5 illustrate 
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structures of an alloy containing 4.05 per cent. copper, which roughly 
approximates the amount used in commercial strong aluminum alloys. 
Thus, Fig. 5a shows the structure of this alloy after casting in a hot 
graphite mold and slowly cooling. This is representative of the struc- 
ture obtained in an ordinary sand casting of this composition. Reference 
to the diagram of Fig. 2 will show that had this alloy solidified at a rate 
slow enough to follow equilibrium conditions, the solid alloy at, say 550° C., 
should consist of grains of the aluminum solid’solution with no excess 
CuAl:. However, owing to selective freezing at a rate too rapid to 
allow the crystals first formed to reach equilibrium, the last liquid 
remaining in the interstices between the primary aluminum dendrites 
-had become sufficiently concentrated so that a considerable amount of 
eutectic was formed as a fairly continuous network. 


Fig. 5a. X 100 Fie. 5b. X 100 


Fig. 5a.—ALUMINUM-COPPER ALLOY (Cu 4.05 PER CENT.) VERY SLOWLY SOLIDI- 
FIED AFTER CASTING IN HOT GRAPHITE MOLD. ETcHeD 0.5 PER CENT. HE (LIGHT). 
SHOWS AVERAGE AREA ILLUSTRATING FORMATION OF CUAL: NETWORK. 

Fig. 56.—SAME ALLOY CAST IN COLD GRAPHITE MOLD. ETCHED 0.5 PER CENT. 
HF (1igut). SHOWS AVERAGE ARHA OF SPECIMEN ILLUSTRATING FINE NETWORK OF 
CuAL2, WHICH APPEARS BLACK BECAUSE OF BOUNDARY EFFECT DUE TO LACEWORK 
STRUCTURE OF PARTICLES. 


Fig. 5b shows the same alloy cast as a cylinder 34 in. in diameter 
by 2 in. long in a cold graphite mold. This has produced a much more 
rapid rate of solidification, giving a much finer structure and smaller 
particles of CuAl,. Although this specimen was etched in the same man- 
ner as that shown in previous micrograph, yet the CuAl; appears much 
darker by comparison. This is because of the increased boundary effect, 
particularly since the particles of CuAl, are not solid, as they appear at 
this magnification, but are actually in a lacey formation. Fig. 5¢ 
shows a cross-section of a specimen cut from the bar of Fig. 5b, annealed 
for one week at 540° C. and then slowly cooled through a period of 120 
hr. to room temperature. The annealing at 540° C. has caused all of 
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Fie. 5c. X 100 


Fig. 5¢.—SPECIMEN CUT FROM BAR OF Fia. 5b, ANNEALED FOR ONE WEEK AT 
540° C. AND THEN SLOWLY COOLED THROUGH A PERIOD OF 120 HR. TO ROOM TEMPERA- 
TURE. HErcHeD 0.5 PER CENT. HF. SHOWS AVERAGE STRUCTURE OF SPECIMEN CON- 
TAINING REGULAR PARTICLES OF CuAL2 PRECIPITATE ARRANGED ALONG GRAIN BOUND- 
ARIES AND UNIFORMLY DISTRIBUTED THROUGHOUT MATRIX. 
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Fig. 5d.—SpECIMEN TAKEN FROM SAME BAR AS Fiq. 5b, ANNEALED FOR ONE 
WEEK AT 540° C. AND SLOWLY COOLED THROUGH PERIOD OF 24 HR. TO 500° C., AND THEN 


QUENCHED. Ercuep 0.5 prr cent.. HF. JuNcTION OF THREE GRAINS SHOWING 
COMPLETE SOLUBILITY OF CuAL2 AT THIS TEMPERATURE. BLACK SPECKS ARE POLISH- 
ING DEFECTS REVEALED BY BTCH. 

Fig, 5¢.—SPECIMEN FROM BAR OF Fia. 5b, ANNEALED FoR 11 pays aT 540° Cx 
QUENCHED AND REHEATED FOR TWO WEEKS AT 200° C. Ercuep 0.5 per cent. HF. 


SHOWS PARTICLES OF COALESCED CuAL; PRECIPITATE DIFFERENTLY ORIENTED IN 
TWO GRAINS, 
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the copper to go into solution and the slow cooling from this temperature 
has caused the precipitation of these large particles according to the solid 
solubility curve of Fig. 2. It will be observed that particles of CuAls 
are arranged along the grain boundaries and are also uniformly scattered 
throughout the matrix. The general tendency of this precipitate is 
towards very regular and angular particles h&ving definite orientations. 

Fig. 5d shows a section of the same specimen as Fig. 5b, which 
had been annealed for a week at 540° C., slowly cooled to 500° C. and then 
quenched. All of the CuAls has disappeared from the microstructure 
and the micrograph, therefore, shows three grains of homogeneous 
alloy. The black specks are due to polishing defects brought out by 
the etching. A portion of this same specimen after a further annealing 
for two weeks at 200° C., showed the structure illustrated in Fig. 5e. 
This shows portions of two grains containing a very fine precipitate of 
particles of CuAl:. The particles of precipitate seem to have formed 
thin plates, having a width perhaps three or four times the thickness 
and a length generally greater than the width. The orientation of the 
upper left-hand grain has been such that the polishing plane has shown 
the thin cross-sections of the plates, whereas the lower right-hand grain 
is oriented so that the flat sections of the plates are revealed, giving the 
appearance of coarser and less numerous particles than in the former 
grain. 


Hardness Values 


The hardness values of the structures illustrated in the micrographs 
of Fig. 5 are of interest. The slowly cooled specimen had a Brinell 
hardness, using a 125-kg. load and a 5-mm. ball, of 39 and the chill cast 
specimen a hardness of 44, whereas the same specimen after slow cooling 
from equilibrium at 540° C. had a hardness of only 30.4. The same speci- 
men quenched from equilibrium at 540° C. and aged at room temperature 
for approximately one year, showed a Brinell hardness of 65.8. Subse- 
duent aging for nine days at 200° C. gave a Brinell hardness of 68.0. 


Precipitation Theory 


The precipitates shown in Figs. 5e and 4a to 4e, inclusive, are of 
ereat interest in connection with the precipitation theory, as proposed by 
Merica, Waltenberg and Scott.!° The statement made by these authors 
may not be out of place at this point: “A theory of the mechanism of 
hardening of duralumin during aging after quenching from high tem- 
peratures was developed, which is based on the decreasing solubility of 
the compound CuAl, in solid solution in aluminum with decreasing tem- 
peratures from 520° C. to ordinary temperatures. It is believed that the 
precipitation of excess CuAl, which is suppressed by quenching proceeds 


10 Heat Treatment of Duralumin. Tans. (1919). 


VOL. LXXIII.—37. 
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during aging, the precipitation taking place in very highly dispersed 
form. The hardening is due to the formation of this highly dispersed 
precipitate.” 

This conclusion was based largely on indirect evidence. These 
authors were unable to obtain evidence in the form of a visible precipitate 
to confirm their deductions, even after reheating 20 hr. at 300° C. It is 
now shown that this precipitate which they considered as being present 
in sub-microscopic form in normal quenched and aged duralumin can 
be produced in a size visible under the modern microscope, at least in 
pure aluminum-copper alloys, by aging for several weeks at 200° C. 
Previously, Mr. Thomas Doran'! had discovered a precipitate in speci- 
mens reheated within the annealing range. He observed a very fine and 
even dispersion of CuAl, in a specimen containing 5.45 per cent. copper, 
which had been quenched from 540° C. and reheated for !4 hr. at 371° C. 
He also observed this condition in a specimen reheated to 343° C. 


Slip Interference Theory 


The very regular orientation of the precipitate after it has coalesced 
to a size visible under the microscope also lends additional weight to 
the slip interference theory of Jeffries and Archer,'? who proposed that 
the small particles of this hard and inherently strong constituent should 
be considered to act as keys on the crystallographic planes of easy slip 
of the matrix, thus opposing or interfering with the relative movement of 
crystal fragments along these planes. 

When Merica and his associates first introduced the precipitation 
theory their diagram showed a change in solubility of copper in aluminum, 
from the heat treating temperature to room temperature, of something 
over 3 percent. The diagram given by the National Physical Laboratory 
several years later showed a difference in solubility of only 2 per cent. In 
discussing high strength aluminum alloys, Jeffries and Archer!? offered 
a diagram which showed a much greater decrease in solubility with fall- 
ing temperature. The exact shape of the curve had not been determined, 
nor had the solubility of the lower temperatures been carefully investi- 
gated at that time. The modified diagram now presented in Fig. 2 
shows that the true solubility change is close to 5 per cent. and that the 
solubility limit at temperatures below 200° C. is less than 14 per cent. 
The shape of the curve is very different from any previously offered. 
The results of Ohtani and Hemmi, previously mentioned, are in very 
satisfactory agreement with this curve. Unfortunately, this original 
work is not readily available in this country, the values quoted having 
been taken from Chemical Abstracts and, therefore, it has not been possi- 
ble to make a more complete comparison with this work. 


11 Cleveland Section, Research Bureau, Aluminum Co. of America. 
12 New Developments in High Strength Aluminum Alloys. Trans. (1925). 
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Effect of Impurities in Aluminum 


The effect of the impurities iron and silicon, always present in alumi- 
num of commercial purity, on the solubility of copper has not been thor- 
oughly investigated, but it does not seem likely that small amounts of 
these impurities could affect the copper solubility relations sufficiently 
to account for the difference between a solubility of 3 per cent. at 20° C., 
as given by the National Physical Laboratory, and that of approxi- 
mately 19 per cent. at 200° C., as shown by this investigation. There 
are several possible explanations which occur to the authors. Because 
of the slow reaction rate at the low temperatures, the annealing times 
employed by the National Physical Laboratory may not have been 
sufficiently long to establish equilibrium, or owing to the very small 
particle size of the CuAly when annealed at these low temperatures and 
the difficulty in distinguishing these small particles from equally small 
particles of the iron constituent, the presence of free CuAl,: may have 
been overlooked in the metallographic examination. 

Having established the copper solubility relations in aluminum of 
high purity with some degree of certainty it will now be comparatively 
easy to establish the effect on these solubility relations of other elements, 
generally present in commercial strong alloys. It is hoped that such 
results will be available in the not-too-distant future. 
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Taste 1.—Description of Alloys 


Analysis 
M No. Gas Fe, ] Si, Type of Specimen 
Per Cent. Per Cent. | Per Cent. | 

1331 0.007 0.009 0.007 | Ingot 

360 0.022 0.022 0.039 | Ingot 

1332 99.99 0.0003 Foil 
535 99.77 Ingot 
642AR 53.05 0.06 0.02 Chill cast in cold graphite mold 
679 6.54 Chill cast in cold graphite mold 
680 5.82 | Chill cast in cold graphite mold 
681 5.47 | Chill cast in cold graphite mold 
682 4.73 0.03 0.02 Chill cast in cold graphite mold 
683 4.05 Chill cast in cold graphite mold 
684 3.44 Chill cast in cold graphite mold 
685 3) (0) | Chill cast in cold graphite mold 
686 1LEOG | Chill cast in cold graphite mold 
687 0.98 , Chill cast in cold graphite mold 
688 0.47 0.04 0.03 | Chill cast in cold graphite mold 
711 2.61 Chill cast in cold graphite mold 
T12 1.60 | Chill east in cold graphite mold 
713 1.25 Chill cast in cold graphite mold 
769 2.47 | Forged 
770 2.95 Forged 
771 3.43 | Forged 
2 3.94 0.02 0.02 Forged 
773 4.29 | Forged 
774 4.96 Forged 
775 5.45 | Forged 
776 5.94 Forged 
847 0.97 Forged 
848 135 | Forged 
849 1.53 Forged 
850 Wath Forged 
851 2.07 | Forged 
853 1.04 0.03 | Chill cast in iron mold 
854 2.03 0.02 Chill cast in iron mold 
855 0.83 0.02 Chill cast in iron mold 
856 0.70 0.02 | Chill east in iron mold 

1150 33.0 Slowly cooled 

1333 2.05 _ Chill cast in iron mold 

1334. 2.18 0.010 0.009 | Chill cast in iron mold 

1335 2.48 Chill cast in iron mold 

1336 4.75 Chill east in iron mold 

1337 5.16 0.008 0.009 | Chill cast in iron mold 

1338 5.35 Chill cast in iron mold 
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Modification and Properties of Sand-cast Aluminum-silicon 
Alloys 


By Roperr 8S. ArcHER* anp L. W. Kempr,* CLEvELAND, OHIO 


(New York Meeting, February, 1926) 


Ir is now well known that the structure of aluminum-silicon alloys 
can be refined in a rather remarkable manner, with consequent improve- 
ment of physical properties, by certain treatments applied to the molten 
metal shortly before casting. The differences between the treated and 
the untreated alloys are so marked that special terms are used to distin- 
guish them, the untreated alloys being referred to as “‘normal”’ and the 
treated alloys as ‘“‘modified.”’ 

The first practical method of accomplishing this result was that of 
A. Pacz,' which consists in treating the molten metal with a salt flux 
of which the active ingredient is sodium fluoride. The result can also 
be brought about, and in a more economical manner, by the addition 
of small quantities of metallic sodium (or potassium) to the molten alloy 
shortly before casting.2 The action of the Pacz flux evidently consists 
essentially in the production of free sodium by the reaction of sodium 
fluoride with aluminum. The changing of a normal alloy to a modified 
alloy is referred to as ‘‘modification”’ and any process for accomplishing 
this result is a ‘‘modifying”’ process. 

Modified aluminum-silicon alloys were introduced several years ago, 
and it has been demonstrated both in the laboratory and in commercial 
practice that it is no simple matter to produce castings having the maxi- 
mum or nearly the maximum properties which under favorable circum- 
stances can be obtained. The alloys are rather sensitive to small changes 
in chemical composition, and the modifying process must be carried out 
in a very particular manner to obtain the best results. Extensive experi- 
mental work has been carried out in the laboratories of the Aluminum 
Co. of America with the object of determining the conditions 
that must be observed to make these alloys of the greatest possible 
value. It was necessary to learn how to control the modifying process 


* Research Bureau, Aluminum Co. of America. 
1A. Pacz.: U.S. Patent No. 1387900. Applied for Feb. 13, 1920; issued Aug. 16, 


1921. 
2 J. D. Edwards, F. C. Frary, H. V. Churchill: U.S. Patent No. 1410461. Applied 


for Nov. 27, 1920; issued Mar. 1, 1922. 
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before exact work could be done on the effects of alloy composition. It 
is the purpose of this paper to present the essential results of the work 
bearing on the control of the modifying process, and the results of the 
investigation of the effects of alloy composition with respect to the two 
important elements, silicon and iron. 


CONSTITUTION OF ALUMINUM-SILICON ALLOYS 


Aluminum and silicon form a simple eutectiferous system, with no 
chemical compounds. The melting point of pure aluminum is 660° C., 
while that of silicon is taken as 1420°-C. The normal eutectic alloy 
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Fic. 1.—NorMAL 13.2 PER CENT. SILICON ALLOY, SAMPLE 4017, ETCHED WITH 
0.5 prR cent. HF. X 100. ALUMINUMIS WHITH, SILICON BLACK, AND IRON CONSTITU- 
mn - 
ENT HALFTONE. ‘TENSILE STRENGTH 20,225 LB. PER SQ. IN.; ELONGATION 3.0 PER 
CENT. 


contains about 11.6 per cent. silicon and melts at 577° C. Silicon is 
soluble in solid aluminum to the extent of about 1.5 per cent. at the 
eutectic temperature. This solubility does not appear to play an impor- 
tant part in the present discussion, and the aluminum-rich solid solution 
will for simplicity be referred to as ‘‘aluminum.” The solubility of 
aluminum in solid silicon is not known but is probably very slight, and 
does not appear to require consideration. 


Tur MopiricatTion Errrecr 


The binary aluminum-silicon alloys of general usefulness are those 
containing from about 5 to 15 per cent. silicon. Throughout this range 
of composition the structure can be refined and the physical properties 
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ee improved by the modifying process. Both the degree of 
provement and the actual properties reach a maximum, however, at 
) 


Fig, 2.— 
. 2.—Same as Fic. 1. XX 500. SiLIcoN IS BLACK, IRON CONSTITUENT IN HALF- 
TONE. 


} Fig. 3.—ALLOY sHOWN IN Fics. 1 AND 2 AFTER MODIFICATION WITH SODIUM. 
WHITE ALUMINUM DENDRITES AND VEINS IN MATRIX OF MODIFIED puTEcTIC. HKTcHED 
wiITH 5 PERCENT.HF. X100. TENSILE STRENGTH 26,950 LB. PER SQ. IN.; ELONGATION 


14.5 PER CENT. 


about 13 per cent. silicon, and in commercial practice the modifying 


process is at present applied almost exclusively to alloys of approximately 
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this silicon content. The structural changes brought about by modifica- 
tion are well illustrated in these alloys. 

Fig. 1 shows the microstructure of a normal alloy containing about 
13 per cent. silicon, cast in a green-sand mold in the form of a test bar 
14 in. in diameter. The white constituent is aluminum and the dark 
constituent is silicon. In the normal condition, this is a hypereutectic 
alloy, and the primary or excess silicon is represented by particles which 
may be distinguished from those of the eutectic by the fact that they are 
usually larger and of more nearly equiaxed shape. These are surrounded 
by a matrix of aluminum-silicon eutectic in which the silicon occurs 
largely in the form of plates or needles. Fig. 2 shows the same specimen 
at higher magnification. 
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Fie. 4.—Samp as Fia. 3. X 500. ALUMINUM WHITE, SILICONBLACK. FAINT LINES 
OF IRON CONSTITUENT IN HALFTONE. 


Fig. 3 shows the structure of the same alloy modified by the addition 
of sodium to the melt and cast in the same kind of a mold. There are 
no particles of excess silicon, but instead there are dendrites of primary 
aluminum (white) in a matrix (dark) of aluminum-silicon “eutectic” 
which is so fine that it is not resolved at this magnification. This struc- 
ture is shown in greater detail in Fig. 4. The silicon particles (dark) are 
here seen to be very small and more or less rounded in shape. 

From these micrographs it will be seen that modification involves: 
(1) suppression of the crystallization of primary silicon (in the case of 
hypereutectic alloys); (2) great refinement of the structure of the “eutec- 


tic’; and (3) shifting of the apparent “eutectic” composition toward a 
higher silicon content. 
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THEORY oF MopIFICATION 


The theory of modification has been discussed in detail elsewhere,?*: 4 
and only a summary will be given here. 

First, it is well to call attention to the discovery that the structural 
changes described can be brought about by causing the aluminum- 
silicon alloys to solidify rapidly, as by casting in an iron mold, without 
the use of sodium or any other modifying agent. In this case the phe- 
nomena are evidently due to undercooling. If the 13 per cent. silicon 
alloy undercooled equally with respect to both aluminum and silicon, 
then the solid alloy would still show primary silicon and eutectic, the 
undercooling merely causing refinement. The fact that primary silicon 
is replaced by primary aluminum shows that the crystallization of the 
silicon is suppressed by undercooling much more than is the crystalliza- 
tion of the aluminum. 

Casting in a green-sand mold in sections of ordinary thickness does 
not cause sufficiently rapid freezing to produce modification. The sand- 
cast alloys can be modified by the special flux or alkali metal treatments, 
in which case the change is due essentially to the suppression of the 
crystallization of the silicon by the presence of metallic sodium in the 
metal at the time of solidification. The freezing point of the eutectic, 
normally at 577° C., is lowered by modification, temperatures as low as 
564° C. having been recorded. In alloys containing more than the eutec- 
tic proportion of silicon the temperature of separation of primary silicon 
from the melt is lowered by the presence of sodium, and if the silicon 
content is not too great the crystallization of the primary silicon is entirely 
suppressed.® On the other hand, in alloys containing less than the eutec- 
tic amount of silicon, the temperature of separation of the primary alum- 
inum does not seem to be appreciably affected by the presence of sodium. 

The mechanism by which a small quantity of sodium (less than 0.10 
per cent.) suppresses the crystallization of silicon is still a matter of 
speculation. Mention may be made of two views developed by the 
Research staff of the Aluminum Co. of America. These may be 
referred to as the “colloid”? theory and the ‘“‘adsorption”’ theory. Ac- 
cording to the first, the sodium, which is only slightly soluble in molten 
aluminum, is present in the liquid aluminum-silicon alloy at the time of 
solidification in the form of vast numbers of liquid particles of colloidal 


3 J. D. Edwards and R. 8. Archer: The New Aluminum-silicon Alloys. Chem. & 
Met. Engng. (1924) 31, 504. 

4 Zay Jeffries and R. 8. Archer: The Science of Metals, New York, McGraw-Hill 
Book Co., Inc., 1924. ria 

5 These observations are based on cooling curves and microscopic examinations, 
methods which are limited in their sensitivity. It is probable that nuclei of primary 
silicon actually form at or near the normal temperatures, and that the apparent 
“suppression” is merely a retardation of erystal growth. 
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size. These particles are considered as mechanically obstructing the 
growth of the silicon crystals in much the same way that particles of 
thoria obstruct grain growth in solid tungsten. According to the other 
view, the growth of the silicon crystals is hindered by the adsorption of 
sodium, the silicon particles becoming partly or completely covered 
with films of sodium of atomic thickness. 

It is quite logical that the development of the silicon crystals should 
be impeded more effectively than that of the aluminum crystals by the 
presence of a given amount of sodium. It is a general rule that the 
metallic elements crystallize more vigorously than the non-metallic ele- 
ments and metalloids like silicon. It even seems that the amount of 
sodium which produces the maximum refinement of silicon is just about 
the amount to produce germinative conditions with respect to aluminum 
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Fia. 5.—ConstiIruTION DIAGRAM OF ALUMINUM-SILICON ALLOYS. 


and correspondingly large dendrite size. There is also a_ possibility 
that there is a selective attraction between sodium and silicon which is 
greater than that between aluminum and sodium. ‘This is consistent 
with the fact that sodium is only slightly soluble in liquid aluminum. 

It is evident from the photomicrographs in Figs. 1 and 3 that there is 
an apparent shifting of the eutectic composition. This will be readily 
understood on referring to the diagram in Fig. 5. The dotted lines repre- 
sent in a qualitative way conditions attained when undercooling takes 
place as in the presence of sodium. The line H’S’ represents the tempera- 
tures of separation of primary silicon under conditions resulting in 
maximum suppression of crystallization. It will be noted that no dotted 
line has been drawn under AF to represent undercooling with respect to 
aluminum. Theoretically it is probable that some undercooling takes 
place, but it seems to be so slight as compared to undercooling with 
respect to silicon that it is justifiable to omit this factor from considera- 


° Zay Jeffries and R. 8. Archer: Grain Growth and Recrystallization in Metals. 
Chem. & Met. Engng. (1922) 26, 343, 402, 449. 
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tion. The line AZ has been prolonged as a straight line until it intersects 
the line H’S’. The point E’ therefore represents the composition of 
the alloy which under maximum conditions of suppression will solidify 
at the lowest temperature and without the appearance of either primary 
aluminum or primary silicon. This may well be called the modified 
eutectic alloy. It is not to be understood’ that this conception applies 
to equilibrium conditions. Under equilibrium conditions there can be 
only one eutectic alloy and one eutecti¢ temperature ; namely, the normal 
eutectic containing about 11 per cent. silicon and freezing at 577° C. 


OccURRENCE oF [RON IN ALUMINUM-SILICON ALLOYS 


Iron is always present in aluminum-silicon alloys as an impurity. 
It is practically insoluble in the solid state, and the presence of even a 
few hundredths per cent. causes the appearance of a distinct “iron con- 
stituent.’”” The manner of occurrence of this constituent is illustrated 
in Figs. 1, 2 and 4, and will be further illustrated in subsequent photo- 
micrographs. In unetched sections the iron constituent appears in 
halftone; 7. e., darker than the aluminum and lighter than the silicon. 
In the alloys under consideration the iron constituent is generally in 
the form of plates, needles or perhaps flakes of irregular shape. These 
particles are refined somewhat by the modifying process. 

The composition of the iron constituent in aluminum-silicon alloys 
is not definitely known. It is not the FeAl; of the binary aluminum-iron 
system, but is probably a ternary constituent containing iron, silicon 
and aluminum. 


Tur Mopiryinc PRocEsS 


With the introduction of his process, Pacz disclosed that if an alumi- 
num-silicon alloy is allowed to stand in the molten condition for too 
long a time after the flux treatment, the modification effect is gradually 
lost, and that if a properly modified cast alloy is remelted and again cast 
without any further treatment, it reverts almost entirely to the normal 
condition. The discovery of the metallic-sodium method of modifying 
indicated that this reversion to the normal condition on standing in the 
molten state or on remelting is due to the loss of sodium. In fact there 
are visible signs of such loss. Subsequent experience has demonstrated 
as a practical certainty that the actual loss of sodium is the dominant 
factor in this reversion, although it is conceivable that there is some 
effect due to a change in the distribution of the sodium. 

The reversion from the modified to the normal condition is gradual 
rather than abrupt. By pouring at various intervals of time after the 
proper execution of the fluxing treatment, it is possible to obtain castings 
varying continuously in structure and properties from the completely 
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modified to the normal. Furthermore, it was early recognized that 
when insufficient quantities of flux are used, the castings obtained are 
only partly modified. The usual recommendations called for an amount 
of flux equal to about 3 per cent. by weight of the metal treated. This 
flux contains two parts sodium fluoride to one part sodium chloride and 
is applied at about 927° C. (1700° F.). 

One of the first important results of the work leading to this paper 
was the establishment of the fact that poor modification results from the 
use of too much sodium as well as from too little sodium, whether the 
- sodium be derived from the salt flux or added directly as metallic sodium. 
In fact, it is possible, by the use of too much sodium, to make the proper- 
ties of the ‘‘modified”’ alloys inferior to those of the normal alloys. 

For a long time after the discovery that the aluminum-silicon alloys 
can be modified by the addition of metallic sodium, it appeared somewhat 
doubtful that this method would give as good physical properties as the 
flux method. After trying both methods, several laboratories and found- 
ries in various parts of the world concluded that the flux method gave 
better results, although the economy of the metallic sodium method 
was universally recognized. For this reason the flux method has been 
used by many in preference to the metallic-sodium method, in spite of 
the much greater economy of the latter. 

The same conclusion seemed to be indicated by the first work in 
the laboratories of the Aluminum Co. of America, but it was soon 
shown that the best results obtained by the flux method are no better 
than the best results obtained by the metallic-sodium method. It still 
seemed for some time that the flux method gave good results with greater 
uniformity and certainty than the metallic-sodium method, but after 
considerable experimentation, it was found possible to control the 
modifying process based on metallic sodium in such a way that the 
uniformity of results obtained both in laboratory and foundry fully 
equalled that obtained by the use of the flux. It now appears that the 
metallic-sodium method will be almost exclusively used in commercial 
practice. The following paragraphs detail the more important considera- 
tions involved in the successful operation of the process. 


Quantity of Sodium Required 


Probably the most important requirement for successful modification 
is that the molten alloy contain the proper amount of sodium well distrib- 
uted at the time of casting. The amount of sodium required to produce 
the best results appears to be definite for a given alloy and for given 
casting conditions. The sodium requirement varies over a wide range 
with the composition of the alloy, particularly the silicon content, as 
will be shown subsequently. For a given alloy, the sodium requirement 
also varies with the rate of solidification, the general rule being that less 


ROBERT 8. ARCHER AND L. W. KEMPF 589 


sodium is required as the rate of solidification increases. The present 
discussion refers to test bars 14 in. in diameter poured from about 705° C. 
(1300° F.) into green-sand molds. The results may be considered appli- 
cable to the general run of sand castings having sections up to about one 
inch thick. It is probable that somewhat. larger quantities of sodium 
should be used where heavier sections predominate, but this factor has 
not yet been systematically investigated. 

There has not been developed any simple and accurate method of 
determining the amount of sodium actually present in a modified casting. 
Such information would be interesting, but would perhaps not be of 
much practical use unless there were also some means of determining 
the sodium content of the molten alloy before casting. From the prac- 
tical standpoint, the thing of interest is the quantity of sodium which 
must be added to the molten metal. If the conditions of the modifying 
process are kept constant, then the quantities of sodium present in the 
modified castings should be definitely related to the quantities added, 
although not necessarily directly proportional thereto. The amount of 
sodium in the metal at the time of casting will be determined by (1) the 
quantity added; (2) the efficiency of the addition; and (3) the loss before 
pouring into castings. 


Method of Adding Sodium 


When it is considered that sodium and aluminum are almost entirely 
immiscible in the liquid state, that sodium is much lighter than aluminum, 
that it is highly inflammable and that its boiling point is in the range of 
ordinary melting temperatures for aluminum, it will be realized that it 
is no simple matter to make a quantitative addition of sodium to a molten 
aluminum-silicon alloy. It is beyond the scope of this paper to discuss 
the various methods that have been proposed or tried, and the discussion 
will be confined to one method which is simple and economical and has 
been found suitable for both laboratory and production work. 

The alloy is melted in a suitable crucible, pot or furnace, care being 
taken to avoid contamination with iron. A crucible or ladle from which 
the castings are to be poured is preheated to a red heat, say about 538— 
705° C. (1000-1300° F.) The required quantity of sodium is accurately 
weighed and kept covered with kerosene until used. When the metal 
has reached a suitable temperature, which will usually be about 774° C. 
(1425° F.), the sodium is placed in the bottom of the preheated pouring 
crucible or ladle. The molten metal is then immediately poured into 
this crucible in such a way as to stir the sodium into the aluminum as 
much as possible. This is ordinarily the only stirring employed. 

The temperature of the metal at the time of pouring on to the sodium 
can be varied somewhat to suit the requirements of the foundry, but any 
such variation will affect the quantity of sodium to be used. The loss 


590. PROPERTIES OF SAND-CAST ALUMINUM-SILICON ALLOYS 


of sodium in this operation increases with the temperature of the metal, 
especially when this temperature exceeds about 802° C. (1475° BF.) The 
metal temperature should be controlled within 14° C. (25° F ELOL 
consistent results. 

The temperature of the preheated pouring crucible need not be con- 
trolled so closely, the temperature range given above being satisfactory. 
The object of preheating this crucible is to delay the subsequent cooling 
of the metal. 

On throwing the sodium into the hot crucible, yellow flames will be 
observed.. These are not ordinarily due to the combustion of sodium, 
but to the burning of the kerosene, which seems to protect the sodium 
for perhaps as much as a minute. The efficiency of sodium introduction 
by this method appears to be quite high, especially when the metal 
temperature is low. 


Via. 6.—METHOD OF POURING TEST BARS USED IN THIS WORK. 


Loss OF SODIUM ON STANDING 


It has been found advantageous to allow the molten alloy to stand 
quietly for some time after the addition of sodium. The function of 
this holding period is partly to allow the escape of the air and dross stirred 
into the metal with the sodium. The benefits actually obtained, how- 
ever, seem too great to attribute entirely to this cleansing action. It is 
quite possible that during this period there is a diffusion of sodium 
through the alloy, and an escape of the larger particles of undissolved 
sodium by rising to the surface. Good modification has been obtained 
by adding a small amount of sodium and casting immediately afterwards. 
It seems, however, that maximum properties are obtained more consist- 
ently by adding an excess of sodium and allowing the metal to stand 
quietly for a certain period. It is recommended that this period be not 
less than five minutes, and better ten to twenty minutes. 

There is a continuous loss of sodium during the holding period, and 
the rate of this loss will obviously vary with conditions, such as the tem- 
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perature of the metal and the size and shape of the container. It has 
been found, as would be expected, that the loss increases with the metal 
temperature, although no quantitative relations have been developed. 
The problem is one whose solution is easier by empirical than by analy- 
tical methods. A method for reaching a practical solution will be dis- 
cussed toward the close of this paper. 


EXPERIMENTAL METHODS 


Raw Materials.—The alloys studied in this investigation were made 
from commercial grades of ingot and aluminum-silicon rich alloy. These 
materials were selected so that alloys could be prepared having iron con- 
tents around 0.35 per cent., which is about as low as is encountered in 
present commercial practice. Iron was added in thé form of Armco 
iron wire (about 99.85 per cent. iron). 

The aluminum ingot used was all from the same lot, but was remelted 
in two heats of 200 lb. each and cast in the form of smaller ingots, for 
greater convenience in handling and for greater uniformity of composi- 
tion. The analyses of these two heats are given in Table 1, under samples 
3807 and 4047. Four lots of silicon-rich alloy were used, the analyses 
of which are given in Table 1. Two of these, samples 3950 and 4024 
were remelted while the others were not. The remelting was carried 
out in an oil-fired iron pot furnace, the pot being coated with a wash to 
prevent absorption of iron. 


TaBLE 1.—Chemical Analyses of Raw Materials 


Chemical Composition 
Sample | Material | hm j i =; 
Silicon, ( Manganese, 
‘ag Weg ree rer cacts ol) Par Cank. Por Cont, 
| 
3807 | Aluminum ingot....... OAL | 0.29 0.01 Nil 
3850 | Silicon-rich alloy....... 0.36 | 17.08 0.04 0.03 
3864 | Silicon-rich alloy.......| 0.33 | 16.48 0.03 0.02 
3950 | Silicon-rich alloy.......) 0.30 16.00 0.02 0.01 
4024 | Silicon-rich alloy....... 0.32 U5). 95 Trace 
4047 | Aluminum ingot....... 0.46 0.36 | Trace 


Melting of Alloys 


In most cases the alloys to be investigated were made up in heats of 
20 to 25 lb., melted in a No. 25 plumbago crucible in a Stewart oil-fired 
brass melting furnace. When melted, the metal was thoroughly stirred 
with a carbon rod. Additions of iron were made after the metal had 
reached a temperature of about 815° C. (1500° F.). Iron dissolves 
readily if care is taken to clean the wire and to prevent it from becoming 
coated with aluminum dross when it is introduced into the melt. Undis- 
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solved iron can be easily detected with a carbon rod if the wire is twisted 
into a coil before being added to the melt. 

The maximum temperatures in melting were about 815° C. (1500° F.) 
except that when iron was added the temperature was raised somewhat 
to hasten solution of the iron. 


Modifying 


The melt was removed from the furnace at about 815° C. (1500° F.) 
and set on the floor to cool. Meanwhile a pouring crucible, of the same 
kind and size as the melting crucible, was placed in the furnace. It was 
found possible to preheat this crucible to the desired temperature, about 
649° C. (1200° F.), by the time the metal had cooled to the modifying 
temperature, 774° C. (1425° F.). The empty crucible was then removed 
from the furnace, the previously weighed sodium dropped into it, and the 
metal skimmed and poured over the sodium. At this point a timer was 


Fic. 7.—COMMON MBTHOD OF CASTING TEST BARS IN ALUMINUM FOUNDRIES. 


started. The metal was then replaced in the hot furnace to prevent too 
rapid cooling. No stirring or skimming was done after the introduction 
of the sodium except that the dross was pushed back from the lip of the 
crucible on pouring. 

One mold of test bars was poured five minutes after the introduction 
of the sodium, and additional molds were poured at three-minute intervals 
thereafter until eight molds had been poured, the metal being held in the 
furnace between pouring operations. The metal was usually at a 
temperature between 734° and 752° C. (1350° to 1390° F.) when the first 
mold was poured, and was between 675° and 734° C. (1250°-1350° F.) 
for the rest of the molds. 


ere 
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It was pointed out above that it is desirable to add a slight excess of 
sodium and allow the metal to stand several minutes before pouring 
castings, the excess of sodium being eliminated during this holding period. 
In these experiments it was attempted to add such amounts of sodium 
that, under the conditions employed, the metal would attain its maxi- 
mum degree of modification when poured abéut seventeen minutes after 
the addition of sodium. If all molds were poured at this time, however, 
there would be no way of telling whether the optimum sodium content 
had been attained, except by many experiments. By pouring molds at 
intervals as described above, test bars were obtained in which the sodium 
content decreased gradually and by small decrements as the time after 
the addition of sodium increased. Typical results obtained by this 
method will be presented and discussed subsequently. 


Preparation of Normal Alloys 


Although the primary object of this work was the investigation of the 
modified alloys, it was thought of interest to examine some of the alloys 
in the normal condition. For this purpose test bars were cast before the 
addition of sodium. The raw materials, however, often contain some 
sodium, and such traces of sodium may cause partial modification. It is 
possible, therefore, that slightly lower physical properties would be 
obtained from alloys strictly free from sodium. 


Test-bar Mold 


Fig. 6 shows the method of molding test bars that was employed in 
most of this work. A few castings were made as shown in Fig. 7, which 
illustrates the usual method of pouring test bars in the foundries of the 
Aluminum Co. of America. In the case of the alloys under investi- 
gation, these two molds gave substantially the same results. The 
mold shown in Fig. 6, therefore, was generally used, as it required only 
about half as much metal as that of Fig. 7. 

The test bars were cast to size, the test section having a diameter of 
1g in. with a length of 2!4 in. between fillets. Elongation was measured 
on a gage length of 2in. The ends of the test bar were 34 in. in diameter. 


Testing 


All test bars were tested without machining in a 50,000-lb. Olsen 
testing machine using wedge grips. The ductility of these alloys is such 
that any errors introduced by slight imperfection of alignment are well 
within the variations between individual test bars. As a rule only 
tensile strength and elongation were determined. N ) room-temperature 
aging effect has been observed in these alloys, but ib may be mentioned 
that tests were usually made within 24 hr. after casting. 
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Microscopic Examination 


Samples for microscopic examination were taken from the test sections 
of broken test bars, the surface prepared for examination being generally 
taken perpendicular to the axis of the bar. There are sometimes objec- 
tions to the use of specimens which have been strained, but in this work 
the fact that the metal had been tested in tension did not seem to inter- 
fere with the objects of the microscopic examinations, and it was obviously 
a considerable advantage to correlate the structures definitely with 
tensile properties previously determined for identically the same sections. 
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Chemical Analysis 


Drillings for analysis were taken from test bars or from the runners 
connecting the test bars. In the case of aluminum ingot and remelted 
rich alloys, special samples were cast in the form of thin plates in an iron 
mold. Precautions must be taken against segregation which is especially 
apt to occur in alloys containing more than about 14 per cent. silicon. 

The aluminum ingot and rich alloys were analyzed for silicon, iron, 


copper, and manganese. The elements determined in the final alloys 
were silicon or iron or both. 
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RESULTS 


The effect of the time element in the modifying process is illustrated 
by the data in Table 2 and in Fig. 8, from a typical experiment in which 
test bars were poured at various intervals after the addition of sodium, as 
described above. Tensile strength and elongation increase steadily to 
maximum values with the time after the addition of sodium, and then fall 
off rapidly toward values characteristic of the unmodified alloy. This 
means that during the first few minutés the metal contains too much 
sodium, and constantly becomes better primarily because of loss of 
sodium. At a certain time, in this case about twenty minutes after 
the addition of sodium, the sodium content is just right for the produc- 
tion of a well modified structure on casting. On further holding, the 
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molten metal continues to lose sodium, the properties of the test bars 
falling off as the sodium content becomes insufficient to produce 
complete modification. 

Table 2 and Fig. 8 show that the maximum tensile strength does not 
occur at exactly the same time as the maximum elongation. This has 
frequently been noted and seems to be characteristic of the alloys. The 
relation is always about as shown; that is, the elongation reaches a 
maximum slightly before the tensile strength and then decreases rather 
more abruptly than the strength. The sharp cusp of the elongation 
curve is due, of course, to the fact that the molds were poured 3 min. 
apart. The true form of the curve at the maximum is more flat, and the 
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form actually obtained as the result of experiment depends on when the 
test -bars are poured with relation to the time of occurrence of 
the true maximum. 


Taste 2.—Hffect of Time after Treatment with Sodium 
Sample No. 3866 


Time after ag Elongation 
Mold No. | Sodium Treat- Tensile Strength, Per Cent. in R ks 
| ment, Minutes Lb. per Sq. In. "9 in, ; a 
1 5 22,200 4.0 Dross 
1 5 22,950 6.0 
IAVETAG Clann ceneeacn oi | 22,579 5.0 
2 8 | PRAT (5) B20 Sand hole 
2 8 24,175 (59) 
iA VeragOud fn xt aes / 23,275 6.25 
3 | 11 | 23,675 flv) 
3 11 24,290 US 
IAVOTELD Ciacci mie eesue ts 23,987 7.25 
4 14 | 24,400 TMG. Dross 
4 14 24,600 thes 
TREN RE, renege Ue 24,500 1.20 
5 17 26,625 10.0 
5 17 26,000 8.0 
INGSIRIGO joo be aot | 26,313 9.0 
| 
6 20 21, ¢25 14.5 
6 20 27,750 16.0 
A ViONAO Chscicte sin eee 27,735 15725 
Fi 23 | (25,825) (7.0) Dross 
7h 23 27,800 ape 3s 
AVOTAIT On nue arto 27,800 ess 
8 26 24,050 | 4.5 
8 26 24,450 4.0 
AVELA GCs cogs wesc 24,250 4.25 


Elongation appears to be more sensitive than tensile strength to the 
degree of modification, Some light is thrown on the reason for this by 
the load-deformation curve, Fig. 9, of a test bar of a 10 per cent. silicon 
alloy, sample 4045. It is here shown that much of the elongation 
occurs as the result of relatively small changes in load. The elongation 
actually increased from 8 per cent. to 10 per cent. at practically constant 
load. The effect of this characteristic of the load-deformation curve 
will readily be understood. The presence of a minute source of weakness, 
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either an actual flaw in the bar or a region in which the modification is 
poor, will cause only a slight decrease in tensile strength but a relatively 
much larger decrease in elongation. 

The increase in elongation is perhaps the most valuable effect of 
modification, not only because the increase in this property is relatively 
much greater than in any other property, but ‘also because of the demand 
for light aluminum alloys having good ductility combined with fair 
strength and good casting qualities. 

In view of the importance of this property, oni its sensitivity to the 
condition of the metal, elongation was selected as a criterion of proper 
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modification. The values of strength and elongation taken as typical 
of any given alloy composition were the average properties of the sound 
bars from the mold or molds showing the maximum elongation of the 
series. The fractures of the bars were examined for the presence of 
dross, holes, etc., and such defects were recorded with the results of the 
tests. If the defect obviously reduced the properties of the bar to a 
marked extent, the results of the test were discarded. In other cases 
the effects of the flaws were so slight that the results of the tests could 
be included for the purpose of arriving at more representative averages. 
Table 2 illustrates the manner of selecting typical values. 
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Although it is felt that the attempt to control the modifying process 
has been fairly successful, it is not meant to give the impression that the 
control is perfect or that the best possible results are always obtained, 
even in the laboratory. In some experiments it was obvious that none of 
the test bars was properly modified. This could be judged from the 
microstructure, the fracture, or the maximum properties as compared 
with those of other heats of similar composition. In such cases the 
experiments were repeated with any changes thought to be indicated 
by the conditions. If the repetition of the experiment gave distinctly 
better values, the results of the first experiment were discarded, 
while if the remelt gave about the same values as the original, the 
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results of both experiments were recorded. In this way it was 
attempted to get values as representative as possible of each alloy 
in its best state of modification. It is too much to hope that this 
attempt was in all cases completely successful. Attention was concen- 
trated largely on the modified alloys containing from 12 to 14 per cent. 
silicon, and the results should be most reliable for alloys in this range 
of composition. 

Table 3 gives the composition by chemical analysis of the alloys 
studied. In some cases alloys were remelted and given different sample 
numbers. Therefore, there will be found in the subsequent tables certain 
sample numbers not found as such in Table 3. The compositions given 


~+< 
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TABLE 3.—Chemical Analyses of Alloys Studied 


* | | = 
ames. | Ser [rate (Sea, | Semel | eos, | ptteny. | PEE 
| | 1 ) 
3851 14.13 | | 3048 13.82 | 0.92 
3853 | «13.86 | | || 3949" | 12.50 | 0.65 
3855 | 13.70 | 0.33 | Pe pscsie  Pl1s 71 0:34. 002 
3857 | 14.06 | 0.37 | 0.02 3952 | 13.0 |: 0.32 | 0.02 
3859 14.08 | ps05s sh. 13.73 4 0258 
3862 | 13.50 | 0.37 | 0.015 || 3956 | 0.71 
3865 | 14.20 | 3959 0.55 
3866 Pe 213-73 | Geeereo6s? O11. 38.035 
3869 | 13.13 | 3974 0.75 
3870 | 12.80 | | 3979 | 0.77 
3871 | 12.18 | 0.36 | 0.01 || 3980 | 13.80 | 0.89 
3872 | 12.32 i esOL7s ade 21s" 0282: +) 0.04 
3881 | 11.80 | | 4023 | 14.80 | 0.35 | 0.01 
3886 | 13.11 | 4026 | 13.55 
3393 | 10.62 | 0.34 | 0.01 4027 | 4.83 | 0.39 | Trace 
3918 | 13.86 | 0.55 4028 7.04 | 0.35 | Trace 
3926 | 13.41 | 0.77 | 0.02 4032 9.03 | 0.34 
3928 | 11.67 | 0.52 || 4035 | 11.02 | 0.34 
3929 | 12.75 | 0.36 | 0.03 4036 | 2.75 | 0.44 | Trace 
3932 | 12.90 | 0.58 4041 | 7.95 | 0.40 
3933 «| 11.86 | 0.75 | 4043 | 6.18 | 0.40 
3937 | 12.82 | 0.80 | 4044 | 9.62 | 0.39 
3939 | 13.28 | 0.36 | 0.01 || 4046 | 12.19 
3940 0.56 4048 1.51 | 0.46 
3941 | 13.21 | 0.75 4049 0.35 | 0.47 | Trace 
3046 | 13.26 | 0.95 | 4054 3.90 
3047 | 13.53 | 1.01 4062 | 10.11 | 0.38 | 0.01 
| 4064 3.46 
4065 7.79 
4066 9.61 | 0.40 
4068 1.84 | 0.42 | 0.01 
| | | 4069 5.55 | 0.43 
| | | 4078 | 14.02 
4080 | 11.87 


nnn eee EEEIEEEEEEESIEsS ESSE ESSERE 


in these subsequent tables for such samples are based on analyses of the 
heats from which these samples were derived. 

Table 4 gives the physical properties of some of the alloys in the 
normal condition. These alloys constitute a series in which the silicon 
content varies from that of the original ingot (0.29 per cent.) up to about 
14 per cent., the iron content being held practically constant at an average 
value of about 0.35 per cent. 

In Table 5 are given the physical properties of a much more complete 
series of alloys in the modified condition, covering about the same range 
of silicon content and with the iron content again constant at an average 
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value of about 0.35 per cent. There are also given the quantities of 
sodium that were added, and the periods of time between the addition of 
the sodium and the attainment of the highest elongation. In this con- 
nection it is to be remembered that, after the first five minutes, the molds 
were poured three minutes apart. The values given in the time column 
do not, therefore, always correspond exactly to the true maxima. 


PERCENT SoDIuUmM 


PERCENT SILICON 


Fia. 12,—EFrect OF SILICON CONTENT OF ALLOYS ON QUANTITY OF SODIUM REQUIRED 
FOR MODIFICATION. 


TaBLE 4.—Physical Properties of Normal Alloys 


Sample | Silicon, Tron, Tensile Strength, Elongation 


Number | Per Cent. Per Cent. Lb. per Sq. In. agrees in 
4049 0.29 0.41 | 12,790 25.0 
4068 1.84 0.42 15,795 10.4 
4064 3.46 | 16,715 7.0 
4069 5.55 0.43 17,382 6.2 
4065 7.79 | 17,800 4.9 
4066 | 9.61 | 0.40 | 18,882 4.9 
4035 | 11.02 | 0.34 | 22,175 5.7 
4080 Tie | 21,150 4.4 
4017 13,21 0.32 | 20,225 3.0 
4078 14.02 17,794 1.6 

| | 


Table 6 gives similar data for several series of modified alloys in each 
of which the silicon content was held constant while the iron content was 
increased by the addition of Armco iron wire. 
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TaBLE 5.—Physical Properties of Modified Alloys 


Effect of Silicon 
a te ls ee a ee ee 


Sample Silicon, Tron, cee Elongation Per Cent. en 
Number Per Cent. Per Cent. Lb. per | Per cet a) ae Properties, 
Sq. In. | 2 ene Minutes 
| *¥ 
4049 0.29 0.41 13,500 28.2 0.01 20 
4048 1.51 0.46 | 16,270. «| 18.7 0.02 26 
4051 1.51 0.46 | 15,925- 13.2 0.01 23 
4036 2.75 0.44 peas 375 12.2 0.03 17 
4056 2.75 0.44 18,325 13.0 0.02 20 
4054 3.90 0.40 19,170 | 11.5 0.03 20 
4060 3.90 0.35 19,300 11.5 0.035 14 
4063 3.90 0.35 19,750 10.7 0.04 17 
4027 4.83 0.39 20,725 | 13.0 0.05 20 
4042 6.18 0.40 21070" 9) 10.2 0.03 11 
4043 6.18 0.40 22300 ieml| 13.0 0.04 17 
4028 7.04 0.35 23,050 | 10.5 0.05 23 
4052 7.0 0.35 23,150 | 12.5 0.04 17 
4041 7.95 0.35 23,825 13.0 0.05 20 
4032 9.03 0.34 24,300 eo 0.05 20 
4039 9.03 0.34 | 23,670 10.2 0.04 17 
4072 9.0 0.35 | 24,125 10.2 0.05 20 
4044 9.62 0.39 24,490 fal? 0.05 17 
4045 9.62 0.39 23,850 9.5 0.05 17 
4055 10.11 0.35 24,725 11.5 0.055 14 
4062 | 10.11 0.35 25,300 eT 0.06 20 
3893 10.62 0.34 25,100 10.0 0.05 17 
4035 11.02 0.34 25,500 12.2 | 0.05 8 
3963 11.38 0.35 25,770 | 13.7 0.06 23 
3881 | 11.80 0.35 24,915 11.5 0.05 7 
4046 | 12.19 0.35 26,250 10.5 | 0.05 14 
4053 12.19 0.35 25,710 | 10.5 | 0.06 17 
3871 12s0s 0.36 26,300 4 12.0 0.07 20 
3872 T2232 0.35 26,300 | 12.0 0.07 17 
3929 12.75 0.36 26,590 ay 0.08 26 
3870 12.80 0.35 27,600 10.5 0.07 23 
3952 13.00 0.32 27,000 (PAY 0.08 20 
3886 13.11 0.35 | 26,925 igo. bil. Mielo7 17 
3869 13.13 OS35.0 9 4) 927,155 PO | I Weta 17 
4017 , 13.21 0.32 | 26,950 14.5 0.08 20 
3939 13.28 0.36 | 26,730 13.0 0.08 23 
3892 13.40 0.35 27,425 12.0 0.08 17 
3862 13.50 0.37 26,925 14.7 | 0.075 17 
4026 13.55 0.35 27,775 13.5 0.10 | 11 
4077 13.55 0.35 27,562 14.0 0.10 17 
3855 13.70 0.33 28,000 | 14.7 0.08 20 
3951 13.71 0.34 al OMe| 14.5 0.10 23 
3866 13.73 0.35 27,735 15.0 0.10 20 
3853 13.86 0.35 27,470 13.0 0.09 11 
3857 14.06 0.37 27,790 (| 15.5 0.09 17 
3859 14.08 |! 0.35 27,600 | 9.5 0.10 - 20 
3851 (25138) | 0.35 27,360 11.0 0.10 20 
3865 14.20 0.35 26,520 6.0 | 0.10 20 
4023 14.80 | | 0.35 25,450 | | 8.0 | 0.13 20 
ee eee ee ee 


In Fig. 10 the physical properties of the normal and modified alloys 
containing about 0.35 per cent. iron are plotted against silicon content. 
In the case of the modified alloys, elongation is represented by an area 
rather than by a line. 
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The effect of iron on the modified alloys is illustrated in Fig. 11. 
Strength and elongation are plotted against iron content for four series 
of alloys of different silicon content. 

Fig. 12 shows how the amount of sodium required for modification 
varies with the silicon content of the alloy to be modified. The percent- 
ages of sodium plotted are those added to the melt. The amounts actu- 
ally present at the time of casting are less. 


TaBLeE 6.—Physical Properties of Modified Alloys 
Effect of Iron 


| | : ; 
| Tensile . | Time to 
| Ax tion, Per Cent. 
Reno’ "| Silicon, | 2 Tons. | (Steet |p Comin |” Sotmn laenca 
= ent. i , 
umber | er Cen er Sa. i 2 In. Added Milanhes 
3963 T1381.) |e 0835 25,770 13o7 0.06 23 
3977 Papin os 1 mnonss 26,390 10.0 0.06 20 
3979 Nees 337g ne OF 777 25,110 5.0 0.07 23 
| { ! 

3881 11.80 0.35 24,915 | 11.5 0.05 17 
3928 11.80 0.52 26,360 Son 0.07 14 
3933 11.80 0.75 26,550 6.2 0.07 20 
3872 12.28 0.35 26,300 12.0 0.06 17 
3921 12.28 0.55 26,390 ou7 | 0.08 11 
3949 12.28 0.65 26,870 7 0.08 17 
3929 12.79 0.36 26,590 fey 0.08 26 
3932 12.79 0.58 27,920 9.2 0.08 20 
3937 12.79 0.80 28,57 7.5 0.10 20 
4104 12.79 1.0 23,825 2.5 0.11 17 
3952 13 0.32 27,000 12.7 0.08 

3959 13.0 0.55 27,870 11.5 0.08 20 
3974 13.0 0.75 27,880 7.5 0.08 0 
3939 13.28 0.36 26,730 13.0 0.08 23 
3940 13.28 0.56 27,820 10.0 0.08 23 
3941 13.28 0.75 28,445 10.5 0.08 23 
3946 13.28 0.95 22,300 el 0.09 8 
3923 13.41 0.35 27,400 12.2 0.08 20 
3924 13.41 0.55 28,340 10.5 0.08 17 
3926 13.41 0.77 29,050 5 0.06 11 
3947 13.41 1.01 24,400 2.0 0.08 17 
3951 13.71 0.34. |) e270 14.5 0.10 23 
3953 ie eral 0.53 | 28,920 12.5 0.10 26 
3956 13.71 0.71 29,000 10.2 0.10 20 
3980 ail 0.89 28,500 6.0 0.10 20 
3853 13.86 0.33 27,470 13.08 “ghee 0209 11 
3918 13.86 0.55 28,650 1135 Ost 11 
3938 13.86 0.75 28,620 9.5 0.12 | 23 
3948 | 13.86 0.92 28,260 | 5.5 0.12 17 

| 


ee ee a ee 
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MIcROsTRUCTURE OF ALLOYS 


The general structure of both the normal and modified alloys has 
been illustrated in Figs. 1, 2, 3 and 4. It seems of special interest to 
present a few additional photomicrographs illustrating some of the 
effects of silicon content and iron content on the microstructure of the 
modified alloys. 

Figs. 13 to 19 show, at a magnification of 20 diameters, structures of 
a series of alloys containing about 0.35 per cent. iron and amounts of 
silicon increasing from 11.38 per cent. to 14.8 per cent. It will be noted 
that the areas occupied by the aluminum dendrites decrease as the 


oe 
y 
¥ 


~fer-8 


Us 


Fig. 13.—MopirIeD ALLOY CONTAINING 11.38 PER CENT. SILICON. SAMPLE 3963. 
TENSILE STRENGTH 25,770 LB. PER SQ. IN.; ELONGATION 13.7 PHR CENT. ErcHED 
WITH 5 PER CENT. HF ptus10 PERCENT. HNO;3. X20. WHITE ALUMINUM DENDRITES 
IN MATRIX OF MODIFIED EUTECTIC. 


silicon content increases, disappearing at approximately 14 per cent. 
silicon. As the silicon content increases above 14 per cent. particles of 
excess silicon appear. This indicates that, with the best modification 
obtained in these experiments, the limiting composition of the modified 
aluminum-silicon eutectic is about 14.0 per cent. silicon. 

Attention is called to Fig. 13, which shows the structure of a modified 
alloy having approximately the composition of the normal aluminum- 
silicon eutectic. The prevalence of the white aluminum dendrites is 


striking. 
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The alloy shown in Fig. 14 contains 12.75 per cent. silicon which is 
approximately the average silicon content of most of the modified sand 
rastings which have been commercially produced. The appearance of 
aluminum dendrites is still striking, although there are areas of consider- 
able size which are practically free from excess aluminum. It is obvious 
that in this specimen it would be easy to pick areas large enough for 
photomicrographs taken at higher magnifications, which would fail to 
show the relative amounts of modified eutectic and of excess constituent. 
It is for this reason that the present series was taken at a fairly 
low magnification. 


Fig. 14—MopirIgD ALLOY CONTAINING 12.75 PER CENT. SILICON. SAMPLE 
3929. TENSILE. STRENGTH 26,590 LB. PER SQ. IN.; ELONGATION 11.7-.PER CENT. 
ETcHED WITH 5 PER CENT. HE puus 10 PER cent. HNO;3. X 20. Nove DIFFERENT 
TINTS IN MATRIX INDICATING DIFFERENCES IN ORIENTATION OF BUTECTIC, CORRE- 
SPONDING WITH DIFFERENT ORIENTATIONS OF ALUMINUM DENDRITES. 


Fig. 15 shows an alloy containing 13.73 per cent. silicon in which only 
a few aluminum dendrites were observed. Fig. 16 shows an alloy 
containing 14.06 per cent. silicon. The structure consists almost 
entirely of the modified aluminum-silicon eutectic. 

In Fig. 17 is. shown a specimen containing 14.08 per cent. silicon. 
This specimen shows a distinct excess of silicon occurring in the form of 
dark particles of nearly circular shape. The difference in silicon content 
as found by chemical analyses between this and the preceding specimen 
is too slight to account for the difference in structure or for the difference 
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Fia. 15.—MopiIriep ALLOY CONTAINING 13.73 PER CENT. SILICON. SAMPLE 
3866. TENSILE s G if LB. PER SQ. IN.} ELONGATION 15.0 PER CENT. 
ETCHED WITH 5 PER C : PLUS 10 PER CENT. HNOs. 20. 


Ort 


Fic. 16.—MopirigD ALLOY CONTAINING 14.0 PER CENT, SILIC( SAMPLE 3857. 
TENSILE STRENGTH 27,790 LB. PER ELONGATION 1! PER CENT. ETCHED 
With 5 PpR ceNT. HF pius 10 per cent. HNO;. X 20. 
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in elongation observed. These differences can be accounted for, how- 
ever, on the assumption that sample 3859, shown in Fig. 17, is less 
perfectly modified than sample 3857, shown in Fig. 16. There is also a 
possibility of a small error in the sampling or in the chemical analysis. 
The specimen shown in Fig. 18, which is reported to contain 14.20 per 
cent. silicon, shows a distinct excess of silicon in addition to the 
modified eutectic. 
Fig. 19 shows a specimen containing 14.8 per cent. silicon in which 
the excess silicon is still more apparent. It has been observed that in 
alloys containing over 14 per cent. silicon the excess silicon tends to 


Fic. 17.—MopIrigpD ALLOY CONTAINING 14.08 PER CENT. SILICON. SAMPEL 3859. 
TENSILE STRENGTH 27,600 LB. PPR SQ.jIN.;{ELONGATION 9.5 PER CENT, ETCHED WITH 
5 PER CENT. HF pius 10 per cent. HNO; X 20. THIS SPECIMEN SHOWS A FEW 
PARTICLES OF PRIMARY SILICON. 


segregate in the upper part of the casting. There was a distinct segrega- 
tion of silicon in this case in the upper half of the test bar. This is 
shown clearly in Fig. 20, which is a photograph of the entire cross-section 
of the test bar. The round black spots represent the excess silicon or in 
some cases cavities from which particles of excess silicon have been 
broken out in polishing. In making this test bar the two halves of the 
mold were slightly out of line, causing an offset at the parting line. The 
segregation of silicon is seen to be on the upper side of this parting 
line. When these alloys are poured into a green-sand mold, a thin shell 
of solid metal forms very quickly.. If a mold is broken open shortly after 
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Fig. 18.—MopIFIED ALLOY CONTAINING 14.20 PER CENT. SILICON. SAMPLE 
3865. TENSILE STRENGTH 26,520 LB. PER SQ. IN.; ELONGATION 6 PER CENT, ETCHED 
witH 5 PER CENT. HF pius 10 PER cenT. HNO. THIS SPECIMEN SHOWS 
NUMEROUS PARTICLES OF PRIMARY SILICON. ; 


Fic. 19.—MopirieD ALLOY CONTAINING 14.8 PER CENT. SILICON. SAMPLE 4023. 
TENSILE STRENGTH 25,450 LB. PER SQ. IN.; ELONGATION 8 PER CENT. ETCHED WITH 
5 PER CENT. HF pius 10 per cent. HNO; X 20. PRIMARY SILICON CLEARLY 
SHOWN IN FORM OF GRAY PARTICLES OF EQUIAXED SHAPE. 
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sasting, the molten metal in the center can be poured out, leaving a 
slush casting of roughly tubular shape. It is probably during the 
relatively slow solidification of this molten interior that the particles of 
primary silicon separate and, being lighter than the molten alloy, rise to 
the upper portion of the casting. These particles do not quite reach the 
upper surface. 

In Figs. 15 and 16 especially, appear some fine white lines or veins. 
These represent the same constituent as the white dendrites; that 1s, 


Fre. 20.—CROss-SECTION OF TEST BAR OF MODIFIED ALLOY CONTAINING 14.8 PER 
CENT. SILICON. SAMPLE 4023, ILLUSTRATING SEGREGATION OF PRIMARY SILICON 
IN UPPER HALF OF SECTION. UNETCHED. X 6. THE BLACK DOTS REPRESENT 
BITHER PARTICLES OF PRIMARY SILICON OR CAVITIES FROM WHICH SUCH PARTICLES 
HAVE BEEN BROKEN IN POLISHING. 


nearly pure aluminum containing a little silicon in solid solution. On 
closer examination they will also be found in many of the other 
photomicrographs. 

On a cross-section of a test bar these veins are roughly parallel to the 
surface of the bar. Looking at the entire cross-section, the veins are 
seen to form a series of concentric rings centering about a point nearly at 
the geometric center of the section. | When the amount of silcon exceeds 
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the composition of the modified eutectic, coarse particles of silicon begin 
to appear along the veins of aluminum. 


Fic. 21.—SAME SPECIMEN AS IN Fic. 19 SHOWING SEGREGATED SILICON PARTICLES 
ILLUSTRATED IN Fic. 20. THE LARGE BLACK PARTICLES ARE PRIMARY SILICON. 
UNETCHED. X_ 100. 


Fic. 22.—MopiFriED ALLOY CONTAINING 12.79 PER CENT. SILICON AND 0.36 PER 
CENT. TRON. SAMPLE 3929. TENSILE STRENGTH 26,590 LB. PER SQ. IN.; ELONGATION 
11.7 PER CENT. DEEPLY EPTCHED WITH 5 PER CENT. HF pius 10 PER CENT. HNO3. 
x 100. THE IRON CONSTITUENT APPEARS IN THE FORM OF SHORT BLACK DASHES 
USUALLY CURVED. 


Fig. 21 shows, at a magnification of 100 diameters, the segregated 


sample illustrated in Figs. 19 and 20. The large dark areas are the 
excess silicon particles. There can also be seen some of the silicon 
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particles of intermediate size, which were mentioned in the preceding 
paragraph as occurring along the white veins of aluminum. In many 


souls 
’ id 
< 


Nf. 


) 
fi 


aro 


. 


Fic. 23.—SAME SPECIMEN AS IN Fic. 22, ETCHED LIGHTLY WITH 0.5 PER CENT. 
HF. x 750. SHows A PORTION OF THE EUTECTIC OF Fic. 22. THE IRON CON- 


STITUENT IS VISIBLE IN THE FORM OF THIN LINES USUALLY CURVED AND OF LIGHTER 
COLOR THAN THE BLACK PARTICLES OF SILICON. 


cases these particles are strung out in a line along much more clearly 
marked aluminum veins. 


a 


Fig. 24.—Mopirigp ALLOY CONTAINING 12.79 PER CENT. SILICON AND 0.58 PER 


CENT. IRON. SAMPLE 3932. ‘TENSILE STRENGTH 27,920 LB. PER SQ. IN.; ELONGATION 


9.2 PER CENT. DeEPLY ETCHED WITH 5 PER CENT. HF pius 10 per cent. HNO3. 
xX 100. THE IRON CONSTITUENT IS BLACK. 


Figs. 22 to 29 show the change in structure of modified alloys con- 
taining 12.79 per cent. silicon as the iron content increases from 0.36 per 
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cent. to 1.0 per cent. The iron constituent increases in size as the iron 
content increases. 
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Fic. 25.—SAME SPECIMEN AS IN Fic. 24 BUT ETCHED VERY LIGHTLY WITH 0.5 PER 
ceNnT. HF. X 750. Tue RON CONSTITUENT APPEARS IN HALFTONE. 


Fig. 30 shows the structure of a modified alloy containing 2.75 per 
cent. silicon and 0.44 per cent. iron. The iron constituent is very much 


Fic. 26.—MopIFIED ALLOY CONTAINING 12.79 PER CENT. SILICON AND 0.80 PER 
CENT. IRON. SAMPLE 3937. TENSILE STRENGTH 28,570 LB. PER SQ. IN.; ELONGATION 
7.5 PER CENT. ETCHED DEEPLY WITH 5 PER CENT. HF pius 10 per cent. HNO;. 
< 100. THE IRON CONSTITUENT ISBLACK. NOTE THAT SOME OF THE IRON CONSTITU- 


ENT OCCURS IN THE WHITE AREAS OF ALUMINUM. 


coarser than in Fig. 22, in which the iron content of the alloy is nearly 
the same, but the silicon content very much higher. An explanation of 
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this is suggested by the fact that the iron constituent occurs almost 
entirely in the areas of aluminum-silicon eutectic. As the amount of 
silicon in the alloy decreases, the proportion of eutectic in the structure 


Fig. 27.—SAME SPECIMEN AS IN Fig. 26, BUT ETCHED LIGHTLY WITH 0.5 PER CENT. 
HF. X 750. THE IRON CONSTITUENT APPEARS IN HALFTONE, THE SILICON BEING 
BLACK, 


ALLOY CONTAINING 12.79 PER CENT. SILICON AND 1.0 PER 
+. TENSILE STRENGTH 23,825 LB. PER SQ. IN.} ELONGATION 
“¥ ET WITH 5 PER CENT. HF puus 10 per centr. HNO3. 
ONSTITUENT IS BLACK AND OCCURS PARTLY IN THE ALUMINUM. 
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Discusston oF RESULTS 


Referring to Fig. 10, it will be noted that the tensile strength of the 
normal alloys increases continuously from 12,800 Ib. per sq. in. for sand- 


Fig. 29.—SAME SPECIMEN AS IN Fia. 28, BUT ETCHED LIGHTLY WITH 0.5 PER CENT. 
HF. X 750. THE IRON CONSTITUENT IS IN HALFTONE. SOME OF THE PARTICLES 
OF THE IRON CONSTITUENT APPEAR TO HAVE BEEN FRACTURED IN THE TENSILE TEST. 


Fra. 30.—Mopiriep ALLOY CONTAINING 2.75 PER CENT, SILICON AND 0.44 PER 
CENT. TRON. SAMPLE 4036. ErcHED DEEPLY WITH CONCENTRATED Jeli, S< io): 
THE IRON CONSTITUENT APPEARS AS DARK LINES IN THE EUTECTIC AREAS. 


cast test bars made from the aluminum ingot (0.29 per cent. silicon) to a 
maximum of about 22,000 lb. per sq. in. for an alloy containing approxi- 
mately 11 per cent. silicon, after which it decreases to about 18,000 Ib. 
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per sq. in. at 14 per cent. silicon. The maximum strength seems to occur 
at approximately the composition of the normal eutectic (11.6 per cent. 
silicon). The decrease of strength as the silicon rises above this point is 
undoubtedly due to the appearance of large particles of excess silicon and 
the consequent embrittlement of the alloys. 

The elongation of the normal alloys drops rapidly from 25 per cent. 
for the ingot to 10 per cent. at about 2 per cent. silicon, then more slowly 
as the silicon content increases. There appears, however, to be a slight 
maximum in the elongation curve at about 11 per cent. silicon; that is, at 
the normal eutectic. As the silicon rises above the eutectic proportion, 
the elongation decreases even more rapidly than the tensile strength, due 
again to the appearance of large particles of the hard and _ brittle 
primary silicon. 

Turning to the modified alloys, it will be noted first that for all com- 
positions both strength and elongation are higher than in the correspond- 
ing normal alloys. In the single experiment that was carried out, it was 
found that even the ingot aluminum was slightly improved by the 
addition of sodium. Since microscopic examination failed to reveal any 
free silicon in this material, the effect can scarcely be ascribed to modifi- 
cation in the usual sense. In all of the other alloys free silicon is present 
and is distinctly refined by the addition of sodium. 

In the modified alloys the strength increases continuously with the 
silicon content to a maximum which occurs at about 13.6 to 14.1 per 
cent. silicon. As was shown above, this corresponds approximately to 
the composition of the “modified eutectic,” that is, to the composition 
which in the fully modified condition shows neither aluminum dendrites 
nor primary silicon. 

As in the case of the normal alloys, the elongation of the modified 
alloys falls rapidly as the silicon is increased from 0.29 to about 2 per 
cent. Further increase of silicon up to about 13 per cent. does not seem 
to have a marked effect on the elongation of the modified alloys. The 
results of the various experiments on alloys in this range of composition 
are not sufficiently consistent or numerous to determine the elongation 
curve with certainty. There seems to be a tendency for the elongation 
to pass through a minimum, perhaps at about 8 to 10 per cent. silicon. 

As the composition approaches that of the modified eutectic there is 
a definite increase in elongation, and it will be noted that the elongation 
values obtained on alloys containing about 13.25 to 14.0 per cent. silicon 
are very consistent. The highest value recorded is 15.5 per cent. elonga- 
tion, obtained with 14.06 per cent. silicon. Individual test bars showed 
elongations as high as 17.5 per cent. 

Both the strength and the elongation of the modified alloys decrease 
rapidly as the silicon content is increased above that of the modified 
eutectic. This is due not only to the appearance of relatively large 
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particles of primary silicon but also to the fact that the eutectic areas 
are no longer uniformly refined. 

In these experiments the silicon content was carried only slightly past 
the points at which the properties of the normal and modified alloys 
begin to decrease. It is known from many other experiments that the 
deterioration in strength and elongation contihue as the silicon content 
is further increased. 

The preceding discussion refers entirely to the alloys in which the 
iron content was kept constant at about 0.35 per cent. 

Referring now to Table 6 and Fig. 11, it will be seen that as the iron 
content of the alloys studied increases above 0.35 per cent. the elongation 
decreases. The strength increases at first, up to an iron content of about 
0.7 to 0.8 per cent., and then decreases. With this decrease of tensile 
strength, the decrease of elongation becomes especially rapid. 

The addition of iron to normal alloys produces somewhat similar - 
effects; that is, decreased elongation and, eventually, decreased strength. 
The strength is at first increased, as in the modified alloys. In the nor- 
mal alloys the detrimental effect of iron is in general more marked as 
the silicon content increases. 

It seems somewhat paradoxical, therefore, to find, as indicated by 
the results here given, that the detrimental effects of iron in the modified 
alloys (11 to 14 per cent. silicon) are slightly less as the silicon content 
increases. This is perhaps explained by the observation that, with a 
given iron content, the lower the silicon content of the alloy, the coarser 
the iron constituent found in the modified alloys (see Fig. 25 and dis- 
cussion). The general effects of iron seem to be adequately accounted 
for by the structural changes illustrated in Figs. 22 to 29. It is known 
that the harmful effects of iron in the alloys containing around 13 per 
cent. silicon rapidly increase as the iron content rises above 1.0 per cent. 
With higher iron content it does not appear possible, by the use of sodi- 
um, to keep the iron constituent from becoming very coarse. In alloys 
containing large amounts of iron, say over 1.0 per cent., it is quite likely 
that again the effect of iron is relatively more harmful as the silicon 
content increases, as has been found in the normal alloys.’ 

The discovery that the amount of sodium required to produce maxi- 
mum physical properties varies over a wide range as the silicon content 
of the alloy increases, as shown in Fig. 12, is obviously of great practical 


7 Tt has been observed in some cases that when the iron content of modified alloys 
begins to exceed the amount that gives maximum tensile strength, the iron constituent 
begins to appear in the primary aluminum areas as well as in the eutectic areas. This 
indicates that the coarsening of the iron constituent and the consequent rapid deteri- 
oration of physical properties are due to the fact that the iron content has exceeded 
that of the ternary (or more complex) eutectic, thereby causing the iron constituent 


to form at higher temperatures. 
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importance, and is of considerable theoretical interest as well. Referring 
to the curve, it will be noted that the amount of sodium added increases 
from about 0.01 per cent. for the aluminum ingot to about 0.06 per cent. 
at the composition of the normal eutectic, 11 to 12 per cent. silicon. As 
the silicon content increases from this point to that of the modified 
eutectic, the sodium requirement rises rapidly from 0.06 to about 0.10 
per cent. Beyond this point, still larger quantities of sodium seem to be 
required to produce maximum properties, although it is no longer possible 
to suppress completely the crystallization of excess silicon. 

The rapid increase in the sodium requirement as the silicon content 
rises above that of the normal eutectic is apparently due to the increased 
difficulty of suppressing the crystallization of the primary silicon. 


Some PractTicAL CONSIDERATIONS 


The aluminum-silicon alloys possess certain advantageous properties 
which assure them an important place in the field of aluminum castings. 
Among these may be mentioned fluidity, freedom from hot shortness, 
freedom from leakage, and resistance to corrosion. The alloy eomposi- 
tions employed, the proportion used in the modified condition, and the 
methods of modifying will eventually be determined by extended com- 
mercial experience. A laboratory investigation, such as the one here 
reported, can hope only to point out the possibilities and perhaps shorten 
the route to the final result. It is beyond the scope of this paper to 
attempt a complete discussion of all the factors which even now are known 
to have a bearing on the practical application of these experimental results. 
It is felt desirable, however, to call attention to a few points which seem 
to the present authors to be of special importance in connection with 
the modified alloys, and to outline a suggested method of SPDT ane 
the modifying problem. 

First, it is desired to emphasize the fact that the physical properties 
here given are close to the maximum values for the alloys concerned. 
In the present state of the art, considerably lower values must be expected 
in average commercial practice. 

Most modified castings are now made of an alloy containing on the 
average about 12.75 per cent. silicon. The selection of this composition 
seems to be based on a demand for the best combination of tensile strength 
and elongation. For many purposes, modified alloys of considerably 
lower silicon content would probably be more suitable, on account of 
their greater softness, plasticity, electrical conductivity, or other special 
property. That these alloys, in the modified condition, have been some- 
what overlooked is perhaps due to lack of general knowledge that their 
properties can be so much improved by modification. 

The greatest demand will probably continue to be for the maximum 
combination of strength and elongation; that is, for the properties charac- 
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teristic of the alloys containing about 13 per cent. silicon. It has here 
been shown that both strength and elongation reach maximum values 
at or slightly below the composition of the modified eutectic, say at 
13.25 to 14.0 per cent. silicon. This does not necessarily mean, however, 
that the adoption of this range of composition would insure maximum 
properties in commercial castings. J 

In the first place, it is commercially difficult to control composition 
within such close limits. It has been shown that as the silicon content 
exceeds the upper limit both strength and elongation fall off rapidly. 
A decrease of silicon content below the lower limit mentioned causes a 
much more gradual decrease in strength and elongation. Therefore it is 
safer to work towards the lower side of the optimum silicon content. 

Secondly, it is desirable to keep in mind the possible effects of imper- 
fect modification. The properties of the normal alloys begin to decrease 
as the silicon content rises above 11 to 12 per cent. and are distinctly 
inferior at 13.25 to 14.0 per cent. silicon. The possibility of failing to 
obtain complete modification, therefore, indicates the use of less than the 
theoretical optimum silicon content. With good foundry control and 
perhaps with increased technical knowledge, it may prove desirable to 
attempt to take advantage of the superior properties of the alloys with 
compositions close to that of the modified eutectic. 

The fact that the amount of sodium required to produce maximum 
properties varies with the silicon content (and perhaps with other charac- 
teristics) of the alloy indicates the desirability of basing commercial 
production of modified castings on large lots of uniform alloy. Having 
obtained a large quantity of suitable material, a few preliminary experi- 
ments may be carried out to fix the details of the modifying process in 
accordance with conditions in the foundry and, perhaps, the requirements 
of the particular job to be run. 

Suppose the castings to be made are such that a pouring temperature 
of 693° C. (1280° F.) is suitable, and that the size of the castings and the 
foundry equipment indicate a pouring crucible or ladle of 100-lb. capacity. 
The temperature of the metal at the time of adding sodium and the tem- 
perature to which the pouring crucible is preheated may then be deter- 
mined by experiment so that the metal will reach the desired pouring 
temperature in 5 to 25 (preferably 10 to 20) min., remembering that it 
is desirable to keep the modifying temperature under about 788° C. 
(1450° F.). Suppose it is found that with a modifying temperature of 
760° C. (1400° F.) and with the pouring crucible preheated to a dull red, 
the metal cools to the right pouring temperature in about 12 min. A few 
experiments with various amounts of sodium will indicate the best quan- 
tity to use under the conditions adopted. An attempt should then be 
made in regular practice to adhere as closely as possible to all details 
of the procedure thus determined. With a little experience, it is often 
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possible to tell from the fracture of the metal whether it is properly 
modified, under-modified (too little sodium) or over-modified (too 
much sodium). 


SUMMARY 


Results are given of an investigation of the effects of silicon content 
and iron content on the tensile properties of sand-cast aluminum-silicon 
alloys modified by the addition of sodium to the melt shortly before cast- 
ing. The modifying process is discussed in detail and some suggestions 
are made for the practical operation of this process. The tensile proper- 
ties are also given for a series of normal sand-cast aluminum-silicon alloys. 

The more important results are summarized in the following state- 
ments. The values given for the strength and elongation of the modified 
alloys are not average values but nearly maximum values of well modified 
sand-cast test bars 14 in. in diameter. The alloys under consideration 
contain less than 0.05 per cent. each of copper and manganese. 

1. Metallic sodium produces as good and as uniform modification as 
the salt flux, and is distinctly more economical. 

2. The chief requirement for good modification is that the molten 
alloy contain a certain definite amount of sodium at the moment of 
casting. Larger or smaller amounts give inferior results. 

3. The amount of sodium required for modification varies with the 
silicon content, and perhaps with other characteristics, of the alloy to 
be modified. The amount of sodium added to produce good modifica- 
tion, under the specific conditions here employed, varies from about 0.01 
per cent. for an alloy containing less than 1 per cent. silicon to about 
0.10 per cent. for an alloy containing 14 per cent. silicon. 

4. For sand castings in. thick modified with sodium, the modified 
“eutectic” occurs at about 14.0 per cent. silicon. 

5. The tensile strength of the normal alloys increases with silicon 
content from 12,800 Ib. per sq. in. for the aluminum ingot used to about 
22,000 lb. per sq. in. at the composition of the normal eutectic (11 to 12 
per cent. silicon), and then decreases rapidly with further additions of 
silicon. This applies to alloys containing 0.35 per cent. iron. 

6. The elongation of the normal alloys decreases rapidly from 25 
per cent. for the ingot to 10 per cent. at about 2 per cent. silicon, then 
more slowly as the silicon increases. There is apparently a slight maxi- 
mum of about 5 to 6 per cent. elongation at the composition of the normal 
eutectic. Further additions of silicon cause the elongation to decrease 
rapidly to less than 2 per cent. at 14 per cent. silicon. 

7. For all compositions both strength and elongation are improved by 
modification. 

8. The tensile strength of the modified alloys (0.35 per cent. iron) 
increases with silicon content to a maximum of 27,000 to 28,000 Ib. per 
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sq. in. at the composition of the modified eutectic (14 per cent. silicon) 
then decreases with further additions of silicon, 

9. The elongation of the modified alloys decreases from 28 per cent. 
for the ingot to about 13 per cent. at 1.5 per cent. silicon, remains nearly 
constant to about 12 per cent. silicon, rises slightly at the composition of 
the modified eutectic (14 per cent. silicon), ’nd then falls rapidly with 
higher amounts of silicon. 

10. The addition of iron above 0.35 per cent. to the modified alloys 
decreases elongation. 

11. The addition of iron above 0.35 per cent. to the modified alloys 
containing 11 to 14 per cent. silicon increases tensile strength up to about 
0.75 per cent. iron; further additions of iron decrease tensile strength 
as well as elongation. 

12. The alloy compositions which give the maximum properties when 
properly modified are not necessarily those which will consistently give 
the best average results in commercial practice. 


DISCUSSION 


J. L. Jonss, Pittsburgh, Pa.—In the case of a quite large casting (say, 
one weighing 2500 lb.) would any more difficulty be experienced in 
meeting the U. 8S. Navy specification of 25,000 tensile strength and 8 
per cent. elongation, than would be had in the case of a small casting, 
both being cast from the 13 per cent. silicon alloy? 


F. B. Corte, New York, N. Y.—At the Brooklyn Navy Yard 1_vodi- 
fied aluminum-silicon alloy castings containing 13 per cent. silicon up to 
350 lb. weight each have been manufactured. Until about a year or so 
ago no difficulty was encountered in meeting the Navy specification, but 
more recently we have had quite a bit of difficulty in meeting the 8 per 
cent. requirement for elongation. In discussing this there were two 
questions which arose: What was the iron content and what was the 
copper content? 

The results in the paper just read show the iron is low, 0.35 per cent. 
The Navy specification allows a maximum of 0.60 per cent. The copper 
in the results given today was maximum 0.04 per cent. The Navy speci- 

“fication permits 0.60 per cent. on the 13 per cent. silicon type. About a 
year and a half ago the castings manufactured at the Brooklyn Navy 
Yard would run around 0.40 per cent. iron and 0.20 per cent. copper. and 
no difficulty was experienced. Some results were as high as 13/9 per 
cent. elongation. We had no difficulty whatever with the tensile 
strength, but in the last year some of the material delivered—the original 
ingot—contained as high as 0.70 per cent. iron. Some ingots in the 
same lot would be about 0.85 per cent.; the average would be just about 
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0.58 per cent. The result was that some lots of castings were obtained 
containing a bit over the maximum, 0.60 per cent., which would cause 
the elongation to be low. 

Perhaps the author can present some more information about the 
effect of copper in excess of 0.40 per cent., with iron in excess of 0.50 
per cent. 

Another point I would like to ask in regard to the Navy specification is: 
Would it be advisable to lower the limit of iron to 0.50 per cent., and 
would it be possible to lower the content of copper, and to what extent, 
and what effect would it have upon the price of the original material? 


R. 8. ArcuEerR.—The main problem in getting Navy specification 
properties on a 2500-lb. casting is that of modification. Presumably 
the test bars would still be cast in the small mold, so there is no question 
of section thickness; it is a question of modifying a large quantity of 
metal. The largest amount of metal that we have ever modified at one 
time was 900 lb. We did that by melting in a brick-lined furnace and 
tapping into a 900-lb. ladle, throwing in the sodium from time to time 
during the tapping. Possibly there were six additions during that time. 
We only ran one experiment of this kind, and it happened that we got 
excellent physical properties, so we know it can be done, but we have not 
done it on a commercial scale. To pour your 2500-lb. casting would 
require, ordinarily, about four such ladles, and you would have to modify 
them separately or else have a much larger ladle, and in general I would 
say + could be done but it would probably be more difficult than handling 
t’ metal on a smaller scale. 

We are investigating the effect of copper content, as well as that of 
other elements, such as manganese, and we hope to present these results 
in detail some time. They are not yet sufficiently complete for pre- 
sentation. However, I believe very little of the silicon alloy marketed by 
the Aluminum Co. of America now contains as much as 0.2 per cent. of 
copper, and very little of it contains over 0.5 per cent. of iron, so that the 
copper content is ordinarily running closer to 0.1 per cent. The nominal 
specification of the ingot has 0.6 per cent. iron as a maximum, but I think 
that it is being kept under 0.5 per cent. 


E. J. Decker, Philadelphia, Pa.—In your modified alloy do you use 
any kind of a clarifier, such as sodium chloride, for cleansing? 


R.S. AncHER.— No, when we use the sodium we use no fluxatall. As 
a matter of general practice, we find that when the metal is new and clean, 
the use of any kind of flux is apt to be more harmful than beneficial; that 
is, outside of this special flux which is designed to produce sodium. 


F. B. Coyiy.—I will answer the question about the size of the casting 
more fully. The casting was an air-cooler body for a 1750-hp. Diesel 
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engine. The overall dimensions were about 18 by 24 by 40 in.; there 
were two sections each of that size cast together, making practically 
one casting. The average wall thickness was about 5¢ inch. 


MemsBer.— What is the effect of annealing all eutectic analysis? 


R.S. AncHER.—The principal effect of sanding the modified castings 
consists in the spheroidizing of the silicon particles, a process of particle 
growth strictly analogous to the spheroidizing of cementite in steel; the 
particles become larger and more rounded. This is accompanied by a 
decrease in tensile strength and an increase in elongation. 


Memser.—What is the status of the line B.C. on the equilibrium 
diagram? 


R. $8. ArcHEeR.—This diagram, as I mentioned, is one in which the 
dotted lines do not even represent metastable equilibrium. It is a strictly 
unstable condition, there is no equilibrium to it. It is a condition of 
undercooling, and the thermodynamic considerations of the phase rule 
and other fundamental principles do not apply at all, any more than 
they do in a system which is undercooled by rapid cooling. Actually, 
the silicon is in a condition of greater free energy simply because the 
particles are much smaller and therefore present more surface. 

The theory is gone into in some detail in this paper, and references are 
given to papers in which it is discussed in greater detail. 
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The Microstructure of Aluminum 


By K. L. Meissner, BERLIN, GERMANY 


(New York Meeting, February, 1926) 


Ir 1s well known that the so-called pure aluminum contains noticeable 
amounts of impurities, chiefly iron and silicon, and many investigators 
have studied the forms in which these impurities exist. Hanson and 
Archbutt! state that iron exists in aluminum as FeAl]; and silicon as 
elementary Si. The solubility of FeAl; in solid aluminum is practically 
zero, or at least so small that the smallest trace of this compound is 
always visible as a separate constituent. Under the microscope an 
untrained eye can hardly distinguish, without etching, the two constituents 
FeAl; and Si, but they can be differentiated by suitable etching reagents. 
Anderson? also found the same results. 

At the same time, Merica, Waltenberg, and Freeman® found a consti- 
tuent of unknown composition. They found a small thermal effect, at 
610° C., on the cooling curves of aluminum with small amounts of iron and 
silicon. The intensity of this effect increased with increasing silicon 
content, until an effect occurred at 576° C. due to the eutectic between 
aluminum and silicon. The authors ascribed the effect at 610° C. to a com- 
pound, which they call ‘‘X constituent.” It was thought to be a ternary 
compound containing iron and silicon and could be observed under the 
microscope as dark particles. 

Dix‘ has published unetched photomicrographs of an aluminum with 
0.51 per cent. iron, 0.99 per cent. silicon, and 0.32 per cent. copper that 
shows three constituents: the dark Si (black in the figure), the lighter 
FeAl;, which appears in half tone and crystallizes in needles, and a consti- 
tuent of the same color as FeAl; but of different crystal form, often 
resembling Chinese script. This last constituent, Dix thought, is a com- 
pound of Fe and $i; not the compound FeSi but a compound containing a 
relatively small amount of silicon. Therefore an alloy of aluminum, 
iron, and silicon (the copper should not be regarded in the following 
considerations) must contain the following four constituents: Al, FeAls, 


Si, and a compound of Fe and Si. This, however, does not agree with 
the laws of chemical equilibrium. 


1 Jnl. Inst. of Metals (1919) 21, 291. 

Chem. & Met. Eng. (1919) 21, 229, 

5’ Trans. (1919) 64, 3; Bur. Standard Sci. Paper No. 337 (1919). 
‘Chem. & Met. Eng. (1922) 27, 1217; (1923) 28, 392. 
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In this paper a method of research originated by Guertler,® and first 
applied by the author,® for determining the equilibrium - mencitons ; 
in a number of ternary metal systems, is used in an effort to explain 
this problem. 

In Fig. 1 the ternary system Al-Fe-Si is shown, each angle representing 
one constituent as 100 per cent. The three sides signify the binary 
alloys Al-Fe, Al-Si, and Fe-Si. As only the aluminum-rich part of the 
diagram is of interest, on the Al-Fe axis there is shown only the compound 
richest in aluminum, FeAl;. Similarly on the Fe-Si axis only the com- 
pound FeSi is marked. The third binary system, AI-Si, forms a simple 
eutectiferous series’ without any compound; hence on this axis no point 
is indicated. Within the triangle area, every composition containing the 
metallographic constituents of the three elements can be marked. 

To determine all the possible alloys of aluminum, iron, and silicon 
z. e., to determine whether in a certain composition the constituents 
Al, FeAls, Si, FeSi, etc. can exist, join the points corresponding to the 
three elements and both compounds, FeAl; and FeSi as shown in Fig. 1. 
The lines Al-FeSi and FeA];-Si thus drawn cross at the point K. Accord- 
ing to the laws of chemical equilibrium, only on these junction lines 
can alloys containing no more than two constituents exist. When two 
such lines cross as in the present system, the question arises, which 
of the two lines corresponds to a “‘quasi-binary”’ alloy system; that 
is, to a system containing the two constituents indicated at the ends 
of these lines. In the present case, it is a question whether the alloy 
corresponding to the point K consists of a mixture of Al and FeSi, or of 
FeAl; and Si. All four constituents Al, FeAl, Si, and FeSi cannot occur 
simultaneously, because, in a mixture of three elements, and at a certain 
temperature, no more than three constituents can be in equilibrium 
together. Even three constituents, however, cannot exist at the point 
K, because it is impossible to produce by three constituents the mixture 
corresponding to the point K. Thus by mixing the two constituents 
FeAl; and Si, the only result is a composition lying on the direct junction 
line between the two. Any addition of another constituent, for example 
Al, removes the composition of the final alloy from the direct line FeAl;-Si, 
to which the point K belongs. 

For the present system Al-Fe-Si, it has been shown in the investiga- 
tion by Fuss,® carried out under the direction of Professor Guertler, 
that the line FeAl;-Si corresponds to a real quasi-binary alloy system; 


5 Metall und Erz (1920) 192. 
6 Metall wnd Erz (1921) 145, 358, 410, 438, 466; Zeit. Metallkunde (1922) 173. 


7 W. Fraenkel; Zeit. anorg. Chemie. (1908) 58, 154. 
8 Zeit. Metallkunde (1924) 16, 24. 
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therefore, the line Al-FeSi must be omitted from the triangle diagram. 
In other words, mixtures of Al and FeSi cannot be melted together in any 
composition, but they must react by turning into other constituents. 
For example, in the point A this reaction follows to the formula: 


3Al + FeSi = FeAl; + Si. 


In the space between Al and K, aluminum is in excess; hence this reaction 
goes on until all FeSi has disappeared. After equilibrium is reached, 
the constituents Al, FeAl;, and Si exist in the alloy. Similarly, in the 
space between the points K and FeSi there is an excess of FeSi. In 
such alloys, therefore, the reaction goes on until all the elementary 
aluminum has disappeared. 

The foregoing considerations are based on the presumption that no 
ternary compound exists in the system. In the investigation of Fuss, 


Fe Fe 


eS FeStu 


FeAl; FeAl; 


Al St sg 
Fie. 1. Fig. 2. 


no compound of that kind has been found. Nevertheless, the possibility 
of one or even several ternary compounds existing must be considered; 
to which possibility the various constituents of unknown identity men- 
tioned by Dix, and the thermal effect at 610° C. found by Merica and 
his associates, seem to point. It follows that, with the occurrence of 
even one ternary compound, new real sections (7. ¢., sections correspond- 
ing to quasi-binary alloy systems) and simultaneous new partial tri- 
angles must result in the ternary system Al-Fe-Si. It is also evident 
that such a ternary compound, if it exists at all, can lie only in the tri- 
angle of the system limited by the constituents Al, FeAl;, and Si, or on 
the line FeAl;-Si itself, at least. Then, it is just as impossible for a 
compound of a composition lying outside of the triangle Al-FeAl,-Si to 
be found in the microstructure of the aluminum as it is for the compound 
FeSi or any other Fe-Si compound. The section FeAl;-Si, which is 
demonstrated to be real, makes it impossible for other constituents to 
exist in the aluminum-rich corner of the system Al, FeAl;, and Si, 


| 
| 
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aluminum matrix. 

Now Dix mentions an aluminum with 0.63 per cent. iron and 0.63 
per cent. silicon, the photomicrograph of which shows needles of FeAl; 
and the X constituent resembling “Chinese script,” but no silicon is 
seen. He also states that, with increasing silicon content, all the Fe is 
contained in the X constituent, no more FeAl; being found. In other 
words, the composition of the alloy, with increasing silicon content, has 
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passed over from the triangle Al-FeAl;-Al,Fe,Si, to the triangle Al- 
Al,Fe,Si,-Si, where only these constituents can exist, and not the com- 
pound FeAl;. This agrees with the statement of Merica that, at first, 
from a certain higher silicon content a thermal effect on the cooling curves 
is found at 576° C., due to the eutectic between aluminum and silicon. 
Thence it results that, at first, these alloys of the higher silicon content 
mentioned would lie with their composition in the triangle Al-Al,Fe,Si,- 
Si, to which also the eutectic point between aluminum and silicon 
belongs. With an aluminum of 1.0 per cent. iron and 2.0 per cent. silicon, 
mentioned by Dix, all FeAl; has disappeared. There occurs the X con- 
stituent and elementary silicon, and another unknown constituent, which 
seems to be found only by equilibrium troubles. Dix writes that it would 
probably disappear by annealing, only the reaction goes on very slowly. 

In Fig. 3 is shown the aluminum-rich corner of the ternary system 
Al-Fe-Si on an enlarged scale, and with the positions of the two alloys 
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with 0.63 per cent. iron and 0.63 per cent. silicon (point 1) and with 1.0 
per cent. iron and 2.0 silicon (point 2) marked. The quasi-binary section 
Al-Al,FeySi, must, according to the microstructure given by Dix, pass 
between the points 1 and 2, as shown by the dotted line; that is, the posi- 
tion of the compound Al,Fe,Si, or of the X constituent (Merica) must be 
looked for near this line. 

Other problems have prevented the author from performing this 
investigation himself. He hopes, however, that he has given a suggestion 
for further experiments, which will give a final explanation of the riddles 
still existing in the microstructure of aluminum. 


DISCUSSION 


E. H. Dix, Jr., New Kensington, Pa.—The title, ‘‘ The Microstructure 
of Aluminum,” is misleading and will probably cause confusion in refer- 
ences. I notice that Dr. Meissner has referred to some of my discussions. 
I have not had opportunity to look up the exact wording of my paper that 
he refers to on the first page, but have a feeling that at that time I was 
careful not to say that the “‘~’’ constituent was a compound of iron, silicon 
and aluminum. I know that I was rather specific that it was not the 
compound FeSi. 

Since that time I have had evidence of an indirect nature, which 
strengthens my feeling that the ‘‘x”’ constituent is not a definite com- 
pound of iron, silicon and aluminum. Occasionally, in a reduction pot, 
the lining will break through, allowing some of the aluminum to slowly 
trickle down. If this happens to run over an iron re-enforcing bar, very 
often clumps of crystals are formed, which have very perfect exterior 
forms. I had the opportunity of examining three groups of these crystals. 
One group was composed entirely of well-formed needles, the form that 
we have always associated with FeAl;. On analysis of these needles, 
we found that the composition was very close to the compound FeAl;, as 
close as we could expect because of the unavoidable errors which follow 
from analyzing such crystals. There was very little silicon present, less 
than 0.5 per cent. Another group of crystals contained thin hexagonal 
plates. In some of the aluminum alloys containing high iron‘and silicon 
we have found these same plates in the microstructure surrounded by 
areas of “Chinese script,” as though these hexagonal plates were a prim- 
ary constituent and the “Chinese script”’ the eutectic formed around the 
primary particles. So that on analysis of these plates we were not sur- 
prised to find an appreciable quantity of silicon. The analysis showed in 
the neighborhood of 12 to 15 per cent. of both iron and silicon, the 
balance aluminum. 

I was elated at finding this and I said, ‘‘Here we have trapped the ‘x’ 
constituent at last.” We made up some alloy of that composition and we 
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found the microstructure to consist of iron needles and free silicon, scat- 
tered through a matrix of aluminum. On annealing for a considerable 
length of time at a high temperature, these particles did tend to take the 
form of hexagonal plates, and from this alone we would have been inclined 
to feel that perhaps there was a definite compound. However, a few 
months later we found another group of these crystals, very similar in 
appearance. On analysis, the ratio of the iron, silicon and aluminum was 
entirely different, which I believe indicates that there is not a definite 
compound. Eee is a reaction between the three to form a constituent, 
but not a definite compound. 

This whole method seems to be based on the fact that there is 
a definite ternary compound formed. It appears to me that the assump- 
tions necessary to apply this method are more difficult than would seem 
from reading the paper. Reference is made to the investigation by Fuss. 
I was rather disappointed when I looked it up. It was a paper of per- 
haps 3 or 4 pages, and in it there was possibly 15 systems mapped out. 
It would not be wise to depend very much on such very slight evidence. 
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The Relation between Metallurgy and Atomic Structure* 


By Paut D. Foors,t Wasurinaton, D. C. 


(New York Meeting, February, 1926) 


Most of the treatises on metallurgy intimate that simultaneously 
with the development by the atomic physicist of a really satisfactory 
theory of the atom will be inaugurated a new epoch in the science of 
metals. Metallurgically and metaphorically, we shall dwell in the 
Utopia of Sir Thomas More. It is my privilege this afternoon to demon- 
strate that this state has not arrived. 

An atom is a miniature planetary system consisting of a positively 
charged nuclear sun about which revolve electrons each carrying the 
negative charge e. The charge on the nucleus is + Ze where Z is the 
atomic number and the number of planetary electrons in a neutral atom 
is equal to Z. These electrons are arranged in several groups having 
different binding energies. Ordinary x-ray phenomena relate to processes 
occurring deep within the atom, usually with electrons in the so-called K 
or L shells. Such electrons in the heavier atoms are so closely bound to 
the nucleus that the forces exerted by neighboring atoms in a solid are 
relatively inappreciable. For most practical x-ray investigation, the 
atom may be considered as in the gaseous phase completely isolated from 
its neighbors. The K radiation from an element in the gaseous state, in 
the solid or liquid phase, or even in combination with other elements in all 
its possible valences, is almost identical.t 

Visual and ultraviolet spectroscopy is concerned with disturbances of 
the most loosely bound outer or valence electrons of the atom, always in 
the vapor state. The remarkable progress of the last year in both theo- 


* Presented in synopsis as the Fifth Annual Lecture of the Institute of Metals 
Division, the American Institute of Mining and Metallurgical Engineers, at the New 
York Meeting, February, 1926. Published by permission of the Director of the 
Bureau of Standards, Department of Commerce. 

+ Physicist, Bureau of Standards. 

{ Small variations in the K limit of a light element such as sulfur, amounting 
to a few parts in 5000, have been detected. The interpretation of such deviations 
as related to the atomic and molecular structure has not been developed, but it is 
quite possible that valuable information may be eventually derived from investiga- 
tion of this type, especially with the softer lines and limits.} 
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retical and experimental spectroscopy has yielded an immense amount of 
information regarding the behavior of any isolated atom but almost 
nothing of direct application to the solid phase. 

Up to the present time the subject of atomic structure has been 
primarily devoted to the investigation of the outer groups of electrons of 
atoms in the vapor phase (conductivity of elegtricity through gases and 
vapors and spectroscopic phenomena); to the study of the inner electron 
groups which are ineffective chemically and in general physically (x-rays) ; 
and, finally, to experimentation upon the nuclear‘sun, the precise structure 
of whieh plays no direct role in a theory of the ae state (radioactivity 
and atomic disintegration). 

The science of metallurgy is concerned essentially with the solid or 
liquid phases of matter, with the properties of atomic clusters forming 
molecular compounds and crystals. Most of these properties are mainly 
due to the outer group of electrons in an atom. When the atoms are 
closely packed as in the solid or liquid states, serious distortions occur. 
The outer structure of an atom or molecule in the vapor is quite different 
from that in the solid. 

It is therefore very difficult to make quantitative predictions for the 
behavior of a solid from theoretical and experimental observations on the 
isolated or vapor atom. Ultimately, no doubt, the x-ray and ultraviolet 
technique will be so developed that the comparatively inaccessible spec- 
tral region comprising the far ultraviolet will have been completely 
explored. We shall then possess data which should be useful in the the- 
ory of the solid state. In spite of the present temporary difficulties the 
paths of the metallurgist and atomic physicist are tending to converge, 
possibly in the field of crystallography. You are familiar with the 
developments from the metallurgical standpoint. I shall, therefore, 
attempt to describe in a very general way recent progress in certain 
phases of atomic physics which appear to offer possibilities for the exten- 
sion of our conceptions of the isolated atom to the solid and liquid states 
of matter. 


Tue Quantum THEORY oF ATOMIC STRUCTURE 


While we conceive of the atom as a planetary system of electrons, it is 
not entirely subject to the classical dynamic laws of ordinary celestial 
mechanics and electrodynamics. We have in the atom a kind of 
stability which is unknown in the classical mechanics. The fact that all 
atoms of a given species are exactly alike as determined by the most 
precise measurements; the fact that an atom is able to radiate a nearly 
monochromatic frequency instead of a spectral band, and that all atoms 
of the same species may emit precisely the same frequency, whether upon 
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this earth or a distant star, are only the more astounding the longer one 
considers its philosophical aspect. For these and many other reasons we 
have been forced to adopt a new kind of mechanics, the quantum theory 
of spectroscopy and atomic structure.? 

According to the ordinary mechanics the electrons of an atom might 
revolve in a great variety of orbits, under the influence of the inverse 
square law of force between each pair of particles, so that various atoms 
of a given element should be quite different in their properties. A funda- 
mental postulate of the quantum theory of atomic structure requires 
that the electrons move on a discrete set of orbits chosen ky the applica- 
tion of equations which are known as the quantum conditions. These 
equations state that certain quantities characterizing the motion must 
be equal to integral multiples of Planck’s constant h. The physical 
reason for this is unknown; its only justification lies in the precise experi- 
mental confirmation of numerous facts to which such an assumption 
leads. In the hydrogen atom, for example, we have a single electron 
revolving about a nucleus with unit positive charge. The motion of this 
electron is restricted to circular and elliptical orbits of such shape and 
size that 27 times its angular momentum is nh where n is an integer. 
The possible configurations complying with this condition are called 
stationary states because no radiation is emitted while the atom remains 
in such astate. Ordinarily it exists only in the stationary state of lowest 
energy but by absorption of radiation or by collision of certain types it 
may pass to an “excited”’ state of higher energy. Radiation is emitted 
during a transition from an excited state to a state of lower energy. 
The energy e lost in the transition is conserved as radiation of frequency v 
according to the simple but fundamental quantum relation ¢« = hp. 
Thus observations on the radiation emitted by an atom furnish immediate 
information relative to the differences in energy of its various sta- 
tionary states. 

The most striking characteristic of the quantum theory of atomic 
structure is the frequent occurrence of integers and half integers; it is 
essentially a theory of numbers which are combined in all possible ways. 
The types of elliptical orbit upon which the electrons in the complicated 
atoms revolve may be characterized by quantum numbers n, k, k’. The 
number n is related to the size of the orbit, k to its shape and k’ to its 
position in the atom relative to the other electronic orbits. For conven- 
ience a particular orbit is referred to by the notation nz,._ The larger the 
value of n, the more loosely is the electron bound to the atom. The 
electrons may be grouped according to their values of n. For n = 1 we 
have the K shell effective in the hardest x-rays. The L shell is designated 
by n = 2 and so on for the M, N, O ete, shells. Table 1 shows the com- 
plete arrangement of the electrons in the 92 elements. 
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2 
io) 
8 
2 I e3) E Ny | Ny | NV m| Vy | XN, Vv 
4G S 3 BH 411 | 401 | 422 | 432 | 433 
i Eee p inn | S| 2 4 
38] Sr 18) | 2 2 4 
BO ey il Decal) og 2 4 1 
40; Zr | 2 | 2 2 4 2 
41| Ch | *Dy] 2 By 4 4 
42 | Mo | Sa 2 2 4 At eet 
43 | Ma | *Dg | 2 2 4 4 | (2) 
44 | Ru | 4575 2 2 4 4 3 
45 | Rh | “Fog |] 2 2 4 4 4 
46) Pd | 18 | 2 2 4 4 6 
47| Ag | *Sy] 2 2 4 4 6 
48 | Cd | 180 2 g; 4 4 6 
AON Ini W716 2 2 4 4 6 
50} Sn | %, | 2 2 4 4 6 
BI) Sb 483g || 2 2 4 4 6 
52| Te | 8P2 | 2 2 4 4 6 
Sa *P34 | 2 2 4 4 6 
54 (Xe) 394 | 2 2 4 4 6 
GA 55 |) Cs: oP Sr47 | 9 2 4 4 6 
56 | Ba | 189 2 2 4 4 6 
BC Naa sen ae 2 4 4 6 
|! COE || Reel | 9} 2 4 4 6 
59 | Pr | Kis] 92 2 4 4 6 
60 | Nd | SLe | 2 ® 4 4 6 
61 SLirg| 2 2 4 4 6 
62| Sm | 7K. | 2 2 4 4 6 
63 | Eu | *H3, | 2 2 4 4 6 
64 | Gd | °D, | 2 2 4 4 6 
65 | Tb | *Hiy} 2 2 4 4 6 
66 Dy 7K 10 2 2 4 4 6 
67 | Ho | Slaw | 2 2 4 4 6 
68 | Er | ‘Zio | 2 2 4 4 6 
69 | Tm | ‘*Kizg] 2 2 4 4 6 
ZON Nba 877 en 1) 2 2 4 4 6 
Lhe Dabs DEA oe? tea Mints 4 6 


TaBLE 1.—Arrangement of Electrons in Atoms—(Continued) 


K, L, and M Shells Like Kr Complete with 28 Electrons 
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TABLE 1.—Arrangement of Electrons in Atoms—(Continued) 
K, L, M and N Shells Like Lu Complete with 60 Electrons 


°o 
S Number of Electrons in Shell of Quantum Number Tepe 
~ a 
3 Be lo 
z g 35 r | On | On| Ory | Oy | Py Py | Pur| Pr | @% 
3 N B Ba Si | 521 | 522 | 532 ges | Or | 621 | 622 | 622 | Zu 
0 ae Sp Eas ae Soe ee OS ee eee? Ln See ee eee ee 
72 Hf 1F, 2 2 4 2 2 
73 Ta {F 36 2 2 4 3 2 
74 w 5Do 2 2 Ay ie 4 2 
75 Re S56 oe |heo: 4 4 1 2 
*Dog 2 1 
76 Os 5D, 2 2 4 4 2 2 
Fs 3 1 
aig Ir ‘Fy96 2 2 4 4 3 2 
Foe 4 1 
78 Pt °F, 2 2 4 4 4 2 
5Ds 5 1 
189 6 
79 Au *S1s 2 a 4 4 6 1 
80 Hg 180 2 Pere. 4 6 2 
81 Tl at 2 2 4 4 6 2 1 
82 Pb Py 2 2 4 4 6 2 2 
83 Bi 4S36 2 2 4 4 6 2 2 1 
84 Po | #P2: Eh eo 4 4 6 2 2 2 
85 | *P34 dll 303 4 4 6 2 2 3 
86 Rn | 180 2 2 4 4 6 2 2 4 
7 S7amn *S16 2 4 4 6 2 2 4 1 
88 Ra 189 2 4 4 6 2 2 4 2 
89 Ac *D3¢ 2 4 4 6 2 2 4 | (1) | (2) 
90 Th IP Phat art 4 6 2 2 AM) au) 
91 PAc ‘F36 2 4 4 6 2 2 4 | (3) | @) 
92 U 5Do 2 4 4 6 2 2 Ziel {Sy Ih 9) 


The principal features of this table were derived by Stoner,? empiri- 
cally, from consideration of various physical data, and by Main Smith,‘ 
independently, from chemical data before its heuristic deduction by the 
recent work of Pauli,®> Heisenberg® and Hund.’ It is an extension of the 
earlier suggestions made by Bohr.? The similarity of the inner structure 
of the different atoms is apparent. Beginning with helium the K shell is 
completely filled by two 11; electrons for all succeeding atoms. The 21 
group in the L shell remains permanently closed by two electrons for all 
elements following lithium, and so on. Any k’ group is closed by 2k’ 
electrons. This requires the closing of the n groups with the numerical 
sequences 2 + 8 + 18 + 32 which gives directly the periods of the ele- 
ments. The presence of homologues is immediately indicated by their 
general similarity in outer structure; compare the outer structures of Li, 
Na, K, Rb, Cs. The chemical similarity of the triads, for example Fe, 
Co, Ni, and the existence of exactly 14 rare earths is a necessary require- 
ment of the theory upon which this table is based. Indeed in all physics 
and chemistry there are no phenomena of direct applicability which are 


634 THE RELATION BETWEEN METALLURGY AND ATOMIC STRUCTURE 


inconsistent with the electronic configurations here described. Obviously 
to demonstrate the truth of such a statement would lead us far afield.* 

X-rays arise from disturbances of the configurations in the underlying 
shells. For example, if a K electron is removed from the atom and an Ly, 
or Li electron falls to the orbit originally occupied by the K electron, we 
have the emission of either the Kaz or Ka; x-ray line. All the known z- 
ray lines may be accounted for by the use of one K absorption limit, 3 L 
limits, 5 M limits and 7 N limits as indicated, and as found experimentally 
for atoms in which these shells are closed. 

When an outer or valence electron is ejected to a still further outlying 
orbit and then returns, it emits certain spectroscopic lines. Since these 
lines are concerned with transitions between various orbits which may 
be specified by the quantum numbers, there exists an interrelation between 
the spectral lines of a given atom. In the case of the alkalies, where 
there is a single valence electron, we have the familiar doublet spectrum 
containing pairs of lines which are arranged in a sequence of decreasing 
wave lengths. Many such series are known and the spectral term 
corresponding to a particular type of electronic configuration is given a 
name by spectroscopists. We therefore have S, P, D, F, G, H, J, K, L, 
etc., sequences, the character of any of which is readily recognizable by 
the behavior of the term when the radiating atom is in a magnetic field, 
7. é., the Zeeman effect.?? 

If there is only one valence electron the spectroscopic terms belong 
to a doublet system. With two valence electrons, as for metals of 
Group 11 of the periodic table, we have singlet and triplet systems. The 
complication increases for elements with many valence electrons and 
spectroscopists have recently disentangled sequences belonging to quartet, 
quintet, sextet, septet and octet systems of certain atoms. Nearly every 
line in the spectrum of titanium has been classified. A few typical 
examples of the so-called multiplets belonging to different systems are 
shown in Fig. 1. ‘The point which should be emphasized is that in these 
complicated spectra nature has furnished solutions of the n-body problem. 
Corresponding to any specified arrangement whatever of the valence 
electrons, we are able, by use of the formulas developed by Hund,’ to 


* With the further accumulation of data slight changes may be necessary in this 
table but undoubtedly they will be of minor importance. For example two slightly 
different configurations are indicated for Os and three for Pt. These differ by an 
exceedingly small amount of energy and all are possible. Just as with the Fe and 
Pd triads spectroscopic data will decide which of the configurations for each element 
of the Pt triad represents the normal state and which are the excited states of higher 
energy. A few other examples of a similar nature await confirmation, especially 
for the elements 89 to 92. The table includes hafnium, 72 Hf, discovered by v. 
Hevesy and Coster’ in 1923, rhenium, 75 Re, and masurium, 43 Ma, discovered by 
Noddack and Tacke® in 1925, as well as the three yet unknown elements, 61, 85 and 
87. The complete spectrum of the latter may be predicted with fair certainty. 
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associate with this configuration a certain spectral term and, having 
found the term empirically, we know the energy of the atom in that 
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Fic. 1.—ExXAMPLES OF VARIOUS TYPES OF SPECTRA OF WHICH THE ANALYSIS FUR- 
NISHES THE KEY TO THE SOLUTION OF THE N-BODY PROBLEM OF ATOMIC STRUCTURE. 
EACH MARKED GROUP REPRESENTS A SINGLE MULTIPLET. FOURTEEN LINES FORM A | 
COMPLETE DF sexTET. (PHOTOGRAPH BY MEGGERS.) 


particular arrangement. ‘The theory enables one to predict directly the 
type and relative magnitude of many of the terms in spectra which have 
not yet been classified. For example in certain rare earths where the 
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lines are so close together that the spectrum, except under high resolving 
power, appears practically continuous, we shall find systems with the 
multiplicity twelve. 

The electrons of an atom in the normal state are arranged in a con- 
figuration such that the total energy is a minimum consistent with the 
quantum postulates, this being the condition for permanent stability. 
Therefore, after the atom has emitted all the lines which it is able, follow- 
ing excitation of some type, it settles down into the configuration shown 
by Table 1. This configuration also corresponds to a certain spectro- 
scopic term which is tabulated in the third column. ‘The superscript 
represents the multiplicity, singlet, doublet, etc., of the system to which 
the term belongs and the subscript gives the inner quantum number, the 
significance and importance of which will appear presently. From the 
magnitude of this term we are able to compute directly the ionization 
potential of an atom; that is, the amount of work necessary to remove 
the most loosely bound electron.!! In fact, by the use of z-ray and spectro- 
scopic data, it is possible to determine the amount of work required to 
pull any electron from any atom, as far as the data of this nature have 
been extended.}? 

Each electron in a complicated atom possesses a certain number k of 
units (h/27) of angular momentum. The vector sum of these individual 
contributions by all the electrons gives the total angular momentum of 
the atom. This resultant is either an integral or half-integral multiple 
of the unit h/27 and is called 7, the inner quantum number. Values 
of 7, corresponding to the configurations shown in Table 1, are indicated 
by the subscripts to the letters in column 8. Configurations represented 
by closed or completed groups always have zero angular momentum, 
the momenta vectors of the separate electrons being directed symmetri- 
cally so that they mutually balance, e. g., the rare gases and metals of 
Group 1 of the periodic table. The values ofj are derived from the general 
theory. They are confirmed by spectral data and in certain cases have 
been measured directly? 

An electron revolving in an orbit with the period 7 is equivalent to an 
electrical current e/r. Such a closed circuit acts as an elementary magnet 
of magnetic moment “i = Ae/z where A is the area of the orbit. A Bohr 
magneton is the magnetic moment of a hydrogen atom in which the 
electron revolves in a circular orbit of radius 5.29-10-* em., that is, n = 1, 
k =1. If the magnetic moment of a complicated atom, the vector sum 
of the magnetic momenta of its planetary electrons, is measured in terms 
of this Bohr magneton as a unit, and if the classical methods for the 
addition of vectors are employed, it may be shown that the resultant 
magnetic moment » should be numerically equal to the mechanical moment 
j. This conclusion leads immediately to the normal Zeeman effect in which 
every spectral line in a magnetic field splits into a normal triplet, a simple 
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theory of which is readily derivable from classical considerations. - Actu- 
ally, however, we have very few examples of the “normal” Zeeman effect. 
The atom is not a classical dynamic system and the correct relation 
between the magnetic and mechanical moments is given by the expression 
& = gj where g is a simple factor such as 2, 1, 24 , ete. The g factors are 
known for most types of spectroscopic terms. or example g = 2 for all 
the S terms of any system.!% : 
Hence we are able to determine purely from spectroscopic data the 
magnetic moment of any atom. The configurations given in Table 1 for 
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Fig. 2.—ScHEMATIC REPRESENTATION OF THE ELEMENTARY CELL OF A BODY- 
CENTERED CUBIC. TO OBTAIN PERSPECTIVE IN THIS AND THE FOLLOWING MODELS, 
VIEW WITH ONE EYE CLOSED. 


all the alkalies and Cu, Ag, and Au correspond to an S term with thej 
value 44. Multiplying this by g = 2, we find that the magnetic moment 
pu of each of these atoms is one Bohr magneton. This has been directly 
confirmed with a precision of 10 per cent. by the beautiful experiments of 
Gerlach and Stern! who projected atoms of Cu, Ag, and Au with a 
definite velocity through an inhomogeneous magnetic field and measured 
their deflection. From the magnitude of the deflection, the geometrical 
arrangement of the apparatus and the characteristics of the field, the 
magnetic moment of the atom is readily calculable. No deflection was 
detected with Zn, Cd, and Hg, and none should be expected since 7 and 
hence yu is zero for the electronic configurations characteristic of these 
atoms, as shown by Table 1. All the elements belonging to Group u, in 
the vapor state, are therefore diamagnetic; likewise the rare gases for 
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which j is also zero. Most atoms in the vapor state, however, should be 
paramagnetic and the exact amount of the paramagnetism is readily 
predicted by the theoretical considerations outlined. 

It would seem that an atomic theory so successful for the vapor state 
might be extended to the liquid and solid phases. Ultimately, no doubt, 
this will be the case but at present we are confronted with the very serious 
difficulty, already mentioned, namely, the distortions of the orbits of the 
loosely bound electrons by the fields of neighboring atoms. One example 
is sufficient as an illustration. The single-valence electron of an alkali 
atom in the vapor state revolves in an elliptical orbit of high eccentricity. 
The maximum or aphelion distance of the electron may be computed from 
spectroscopic data. The orbit is constantly precessing so that the 
effective diameter of the atom is twice this distance. The shortest 
distance between atoms in the crystal state is known from z-ray crystal 
analysis or may be computed, assuming a body-centered cubic packing, 
Fig. 2. We find that in the solid state the atoms are packed so closely 
that the valence electron does not have sufficient room, as is illustrated 
by Table 2. 


TaBLE 2.—Diameter of Alkali Atoms In A (1078 Cm.) 


| Li | Na | Ke) gh | Cs 
Shortest distance between atoms (solid)...| 3.02 | Seve | 4.50 | 4.993%) P5ISh 
Diameter of atom (vapor).............-. (4575. 1} oeOL | 6.05 | 6.32 | 6.82 


All of the ordinary optical orbits of the valence electrons are therefore 
suppressed in the solid state. This explains in part why a solid piece of 
metal is unable to emit the are spectrum characteristic of its vapor. 
What becomes of the valence electron is at present a matter of conjecture 
to which we shall refer later. Possibly when the far ultraviolet is made 
more readily accessible we shall be able to observe line or narrow band 
radiation from a solid which will furnish definite evidence for its 
complete structure. 

It should be noted that while there is not sufficient room for the free 
play of the valence electrons in the solid state, there is generally space 
enough for the underlying shells. These are of much smaller dimensions 
and they shrink still more with the removal of one or several valence 
electrons. The theoretical considerations leading to Table 1 were 
confined to the neutral atom and were based uponarcspectra. However, 
the theory is equally applicable to ionized atoms. A similar table may be 
readily prepared for atoms from which one valence electron is removed. 
Another table may be computed for doubly charged atoms, that is atoms 
which have lost two electrons, and so on. In fact the theory of atomic 
structure becomes simpler and more uniquely consistent for the higher 
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‘Stages of ionization. Ionized atoms emit different types of spectra, 
the character of all of which may be predicted. In many cases these so- 
called spark spectra have been fairly completely observed and properly 
correlated in series by the spectroscopist. Spectra of very highly ionized 
atoms are produced with difficulty. Millikan and Bowen" have suc- 
ceeded in exciting a few lines in the chlorine atom from which six electrons 
have been removed, and in numerous atoms which have been three and 
_ four-fold ionized. The spectra of singly and doubly ionized atoms are 
quite readily observed in ordinary spark discharges. 


: 
; 
: MAGNETIC PROPERTIES OF SOLUTIONS 
1 In an aqueous solution of a salt the metal atom occurs as a positively 
_ charged ion. The rare-earth atom in solution is usually triply ionized 
and in a few cases quadruply ionized, having lost three or four valence 
_ electrons, respectively. Under such circumstances the atoms are of 
sufficiently small dimensions that they may be crowded in between the 
water molecules and other atoms without destroying the essential 
features of their ionic structure characteristic of the vapor state. Solu- 
tions of the rare-earth salts are strongly paramagnetic. The suscepti- 
bility, which is a measure of the paramagnetism, has been experimentally 
_ determined and values in terms of the Weiss magneton have been found 
for each of the rare-earth ions. The number of Weiss magnetons may be 
obtained theoretically by multiplying the number of Bohr magnetons by 
4.97+/(j + 1)/j. The number of Bohr magnetons follows directly from 
the values of j and g corresponding to the spectroscopic term representing 
the normal state of the vapor ion. While the spark spectra of the triply 
ionized rare earths have not been experimentally investigated, the general 
theory of spectroscopy’® permits their evaluation as given in Table 3. 


TaBLEe 3.—Magneton Numbers for the Rare Earths (Hund") 


ase Bohr | Compu tod Observed Weiss Magnetons 
ectra j | Magnetons | eiss —- —— == 
Seat sy : : ss @ Magactous Cabrera!” St. Meyer!* 
Lat*+ diamagnetic 
aA eee 1g | 0 0.00 0 nee re 
Cett+...... pC Sul 2.14 12.5 11.4 13.8 (Prt+) 
Pr+++,..... 3H 4 4¢ 3.20 17.8 17.8 17.3 
Ndttt..... 4 94 841 | 3.27 17.8 18.0 17.5 
Hs, yO 4 96 2.40 13.4 
Smttt..... 6H 54 34 | OFTd 4.2 8.0 70 
Buttt,..... 1p 0 0.00 0.0 17.9 18.0 
Gdttt,.... 8g 4G | 2 7.00 39.4 40.0 40.2 
Thttt,..... 1P 6 34 9.00 48.3 47.1 44.8 
Dy ttt. 5. 67 154 8 10.00 52.8 52.2 53.0 
Hottt,.... by 8 54 10.00 52.8 52.0 51.9 
Erttt,..... 47 154 | 8 9.00 47.7 47.0 46.7 
Tmttt,.... 3H 6 % 7.00 37.6 35.6 87.5 
Ybtt+..... 2 44 8¢ 4.00 22.5 21.9 22.5 
re ciee ig (0) 0.00 0.0 diamagnetic 
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The sixth column gives the number of Weiss magnetons as computed 
solely from spectroscopic theory. The last two columns contain the 
direct magnetic measurements. The agreement is better illustrated 
by Fig. 3. The only point which deviates seriously from the theoretical 
curve is for Eu which v. Hevesy has shown always contains Gd as an 
impurity, up to 20 per cent. 

The correct prediction of magnetic properties of solutions from 
spectroscopic theory for the vapor state is an achievement of which the 
importance cannot be overestimated. ‘This is an excellent illustration 
suggestive of a means whereby our knowledge of atomic structure may 
be extended to the solid state. While undoubtedly the actual binding 
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Fia. 3.—OsBsERVED MAGNETON NUMBERS OF THE RARE-EARTH IONS AND VALUES COM- 
PUTED FROM SPECTROSCOPIC THEORY. 


forces on the outer electrons of the ion are somewhat different in the 
solution from those in the vapor phase, a point which may be investigated 
by direct experiment when the soft x-ray and ultraviolet technique 
is more thoroughly developed, yet the quantum numbers and their rela- 
tion to magnetic moment appear unaltered in the process of change of 
state. 

If these ideas are extended to the ions of the much lighter paramag- 
netic elements from Ca** to Zn*+, embracing the iron group, the experi- 
mental and theoretical data appear in fair qualitative agreement, but by 
no means so good as that illustrated by the rare earths. We shall not go 
into the details of this matter, which are somewhat involved. The basic 
spectroscopic term in Mn** is °S5, which leads to the value 29.4 Weiss 
magnetons. Observed data!® range from 29 to 29.3. The same spectral 
term applies also to Fe*+**; the observed value of the magnetic moment 
is 29 Weiss magnetons. 
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CrysTaL FoRMATION 


We shall now consider the nature of the forces which lead to crystalli- 
zation. A rare gas atom represents an extremely stable, closed configura- 
tion of electronic orbits having the resultant angular and magnetic 
momentum zero, as indicated in Table 1. There is considerable evidence, 
some of which will be apparent later, that the atomic structure of the gas 
is preserved in the frozen or crystalline state. Undoubtedly the binding 
energies of the various electrons are altered by the presence of closely 
neighboring atoms but the general configuration and quantum numbers 
descriptive of the orbits are probably retained in the solid. Fortunately, 


Fig. 4.—ScHEMATIC REPRESENTATION OF THE ELEMENTARY CELL OF A  FACE- 
CENTERED CUBIC. 


unlike the metals, there appears to be sufficient room for these orbits. 
Argon crystallizes in the face-centered cubic system, Fig. 4, with the 
lattice space 3.84 A. The isolated atom certainly has a smaller 
diameter. The forces exerted between two neutral argon atoms, on 
account of their symmetrical configuration, must decrease with a very 
high power of their distance apart. While the inverse square law may 
hold at all distances for the action of an element of charge in one atom on 
an element of charge in another atom, the integrated effect of all elements 
expressed in terms of the single distance r between the centers or nuclei of 
the atoms is in general a complicated power series in 7” where certain 
terms with a large exponent are effective, especially when the distance 
between centers becomes comparable to the atomic dimensions. 
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Let us assume, therefore, that there exists an attractive force between 
the argon atoms which may be represented roughly as proportional to r~™. 
If only this force were present the atoms would be continually attracted 
and would eventually coalesce. To counteract such a tendency there 
must exist simultaneously a repulsive force which may be represented as 
proportional to 7~”. In other words, merely as a convenient approxima- 
tion, we retain in the power series development only two important terms 
having opposite signs. 

In so far, therefore, as this approximation is justifiable, and we shall 
find it in general sufficient, one should be able to evaluate these terms in 
the force equation, empirically from data on gaseous argon and extend 
them to the crystal state. In the crystal the distances between atoms 
must be such that an equilibrium position is attained in which the repul- 
sive and attractive forces counterbalance and for which the potential 
energy of the configuration has a minimum value. 

The viscosity of a gas may be theoretically expressed as a complicated 
function involving the dynamics of a collision between two atoms. This 
obviously depends upon the law of force. Also the van der Waals equation, 
which shows the departures of the pv relation from Boyle’s law at high 
pressure, may be interpreted in terms of the forces exerted between two 
atoms. ‘Thermal conductivity of a gas likewise involves the mechanism 
of atomic collision. Using experimental data of the above character 
obtained directly from the behavior of the gas, Lennard-Jones? has 
investigated the nature and magnitude of the repulsive and attractive 
forces. He finds that in argon these forces require a crystal having the 
face-centered cubic lattice as actually observed, even though the intera- 
tomic distance for such a lattice be greater than that for a simple cubic. 
The predicted lattice space was 3.89 A ; the observed value is 3.84 A. 


PoLaR CoMPpouUNDS—ALKALI-HALIDE CRYSTALS 


Both physical and chemical evidence have shown that the halogen 
gases, in the neutral atomic state, possess a strong affinity for an electron, 
tending to attract an extra electron into its planetary configuration, thus 
becoming a singly charged negative ion. Referring to Table 1, it is 
apparent that the addition of one electron to a halogen atom produces an 
outer closed structure identical with that of the succeeding rare gas. It 
is now possible to evaluate quantitatively the magnitude of this electron 
affinity by the ingenious method of vy. Angerer and Miiller,?! who have 
determined the photoelectric absorption of an alkali-halide vapor which 
at high temperature is dissociated into negative halide ions and positive 
alkali ions. 

The alkali-halide crystal is a configuration consisting of these negative 
halide ions and positive alkali ions generally arranged in a regular cubic 
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system as ilustrated in Fig. 5. A closer representation of the actual 
packing is shown in Fig. 6 for NaBr where the various electronic orbits are 
schematically indicated. The valence electron of each sodium atom ha, 
been literally squeezed off into a bromine atom by the close packin : 
X-ray crystal analysis merely shows the geometrical form of the eh 
structure; it does not distinguish between an atpmic latticelike argon and 
the assumed ionic lattice.* Some evidence for the latter is obtained 
spectroscopically from an investigation of the residual rays or metallic 


Fig. 5.—ScHEMATIC REPRESENTATION OF THE ELEMENTARY CELL OF A REGULAR 
cuBic. NovTE THAT THE BLACK SPHERES ALONE FORM THE ELEMENTARY CELL OF A 


FACE-CENTERED CUBIC. 


reflection of the salt in the infrared.?? A satisfactory proof, however, of 
the ionic character is found in the following discussion. 

The K* ion and the Cl- ion resemble argon except for a small differ- 
ence in size (Kt is slightly smaller and Cl- larger?*). Hence it should be 
possible to extend the data on argon to the KCl crystal, consideration 
being given to the additional Coulomb or inverse square forces arising 
from the alternative arrangement of positive and negative ions. Similar 
data on neon should be applicable to the crystal Nal’. Spectroscopic 
evidence again shows that the calcium atom, with its two valence elec- 
trons removed, and the sulfur atom which, by virtue of its electron 
affinity, has captured two electrons, have an electronic structure identical, 
except for size, with that of argon. That is Catt, A and S~, and for the 


* See qualifying statement later. 
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same reason Mg++, Ne, and O- are similar. Hence data on the rare 
gases A and Ne should lead to predictions relative to the crystal structure 
of CaS and MgO which form a rock-salt type of crystal. Table 4 gives 
the lattice space 5o, the distance between two ions of the same type, as 
observed and as computed by Lennard-Jones” from rare gas data. All 
these values have been decreased by about 1 per cent. to apply at 0° 


Fic. 6.—THE SPECTROSCOPIST’S CONCEPTION OF A NABR CRYSTAL BELONGING 
TO THE REGULAR CUBIC SYSTEM. ‘THE ELLIPSES REPRESENT ELECTRON ORBITS CHAR- 
ACTERISTIC OF THE VARIOUS ATOMS. THE Nat IONS ARE SOMEWHAT SMALLER THAN 
THE BR- Ions. 


absolute for reasons which will presently appear. The correction factor 
is obtained from the linear coefficient of expansion. 


Tas Le 4.—Lattice Spacing, Observed and Computed from Data on Rare Gas 
ea ena aE NAME REIS EEE Sua Se ue ee 


Crystal Observed Computed 
FOC renbnentia src thcnem dxenett cece Ri eee ene ee 6.19 A 6.16 A 
CaS owas am eta F254 5 wcrc eee eee 5.63 5.58 
Na. Bis easter sone ieee shepsiecyeckinusicl teppei ele ee 4.57 4.54 
MgO... s su Sccuksnibs shes So. 95 cae ae 4.14 4.22 
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When the law of force between any pair of ions in a crystal is known it 
is merely a somewhat tedious problem of geometry to compute the poten- 
tial energy of the crystal. This involves e?, the lattice space 5 and certain 
constants which depend upon the crystal system. For example the 
coulomb force contributes the amount —a/é, where a = 13.94 e?, to 
the potential energy ¢ of a single elementary cell of the NaCl type as 
illustrated in Fig. 5. In addition we have the contribution made by the 
complicated attractive and repulsive forces characteristic of a rare-gas 
crystal. We shall as an approximation group these together as a single 
term and represent the total energy of a single cell in the crystal by Eq. (1): 


e=—F+be-? (1) 


where the only empirical constant is c = 1.725-10°. The constant b 
is expressible in terms of a, c, and the grating space, and so may 
be eliminated.* 

If we compress a crystal, work must be done against the electrostatic 
forces. All the ions are crowded more closely together, that is, 6 in Eq. (1) 
decreases. To simplify the conditions we shall assume the experiments 
are carried out at 0° absolute; hence, we do not need to consider terms 
which otherwise contribute to the kinetic energy of the atoms and 
specific heat. All the work of compression is utilized in increasing the 
potential energy, and we have the general thermodynamic relation*™4 


dé + 3p5? = 0 (2) 
where p is the applied pressure. Compressibility is defined by the formula 
eh Last ag 

ee 60° dp 


where 6 is the lattice space at zero pressure (or one atmosphere since 
very high pressures are required to produce an appreciable alteration in 6). 
From Eqs. (1), (2) and (3) one obtains for the compressibility xo at 
p = 0 the following expression: 
9653 
Kise aes Seay (4) 
a(— — c) 

It may be further shown that the pressure coefficient of compressibility 

Wo is expressed by Eq. (5). 
2 ay) 
jo = (08) a= 8) 

T 
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* Many different functions have been proposed for the second term. Some of 
these are discussed by Born?? who is responsible for the general theory and applica- 
tions of lattice energy computations. Slater? uses a Taylor series expansion and 
is able to evaluate the electronic charge from compressibility data, obtaining 
5.1-10-19 e. s. u. in good agreement with Millikan’s value 4.774:107". 
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The fourth column of Table 5 lists Slater’s measurements™ of the 
compressibilities for several halides having the lattice spacing shown in 
column 2. The third column gives the values computed by Eq. (4). 
The observed and computed data are in excellent agreement. The fifth 
column gives the pressure coefficients of compressibility computed by Eq. 
(5) using computed values of xo, and the sixth column, Slater’s measure- 
ments. The agreement is qualitatively good. This is therefore an 
example where the theory of atomic structure extended to crystal 
formation leads to a more satisfactory understanding of certain 
phenomena of an engineering character. 


TABLE 5.—Lattice Energies, Compressibilities and Pressure Coefficients 
of Compressibility of the Alkali Halides 


| co 102 | —yo:10% | U in Kg Cal/Mol 
Crystal | Pas | | 

| 0) Sr | Ota as ea tee eee 

| | | | 
Lif... dh 3.94-1- faints 6. Veri2 2a. one | 231 
LiCl Greece Pin Me tec 8 peer 15 20 200 | 205 | 189 
LiBr.. | 5.43 | 3.3 | 3.2 19 24 189 | 191 | 180 
NECls eer 5554) 8.6 oe ee 22 186 | 181 | 178 
NaBeorstr is: esiecr onl mae ee Ae get 25 177 | 169 | 169 
KF.. 528s Ws. Laat? tye ty 20 | 194 | 196 | 182 
KOI Se ee Meas ) C00) 426k BS oe oo 27 168 | 165 | 164 
KBr. | 6.47 | 5.4 Pp B.80 10-34 Be) eae ee ere 
Ric made eeste | 6.96.) 6.7 |X7.0 4 44 39 151 | 143 | 148 
REBrAOee O74 |= 61 16S 39 | 35 156 | 150 | 152 
Rel See | 7.20 } \7.Se | 26 Wh 49 OL aS ee | 147 

| | | | 


By use of Eq. (1) we may compute the total potential energy of the 
elementary cell or the work U = —g necessary to completely vaporize it, 
that is, to remove the various ions to infinity. Instead of expressing the 
quantity in ergs per unit cell we shall use the more customary chemical 
notation, kg cal per gram mol. There are 6.060 - 1023 molecules in a mol 
and four molecules per cell in the simple cubic crystal. Using these data 
and the mechanical equivalent of heat, Eq. (1) may be expressed as follows: 

U = 1.150: 10-1 — =) kg cal/mol (6) 
Values computed in this manner are tabulated in the seventh column of 
Table 5. It is of interest that while the equilibrium of the crystal 
depends on the mutual balancing of the ordinary Coulomb force and the 
special forces arising from the finite size of the ions, the energy of the con- 
figuration arises mainly in the Coulomb field. The exponential term in 


Eq. (1) is merely of a corrective nature, being always less than 10 per 
cent. of the first term. 
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‘The work required to destroy the crystal has not been measured directly 
but it may be obtained through an ingenious cyclic process, first 
employed by Born, involving thermochemical and atomic constants. 
Starting with a gram mol of sodium chloride crystal, for example, we do 
the work Qyaci, the heat of formation as measured by the chemist, and 
_ obtain a gram atom of solid sodium and one-half gram mol of chlorine 
_ gas. The solid sodium is then sublimed requiring the work Sy,, the 
latent heat of sublimation. The diatomic chlorine is converted to mona- 
tomic chlorine by the work Dq representing the heat of dissociation. We 
now have a gram atom of sodium vapor and a gram atom of monatomic 
chlorine gas. Every sodium atom is then ionized by removing the 
valence electron thus doing the work Jyx,. We obtain 6.060-10?% electrons 
which are allowed to unite with the corresponding number of chlorine 
atoms. In this process the work Hq is done by the system. The 
final product is a gram atom of negative chlorine atoms. By definition, 
therefore, the total work expended is equal to U as follows: 


U = Qnaci + Sna + Jna + Da — En (7) 


All of these quantities are known from direct experiment. In the eighth 
column of Table 5 are listed the experimental values of U obtained in this 
manner as summarized in an extensive paper by Grimm and Herzfeld.*® 
In the last column are Slater’s estimates which were derived from com- 
pressibility data by a procedure considerably different from that 
described above. 

It is possible to evaluate U the work required to destroy a KCl crystal 
through the consideration solely of physical data on the rare gas argon. 
Thus Lennard-Jones’ empirically derived force function for argon leads to 
U = 179 kg cal/mol for KCl and the data on neon predict U = 239 kg 
eal/molfor NaF. Furthermore the argon data indicate a compressibility 
for KCl of ko = 3-10-12 which is in qualitative agreement with experiment. 


Lattice STRUCTURE OF METALS 


Lattice energy and compressibility computations of the type des- 
cribed have been extended with success to other forms of crystal, such as 
the ZnS and CaF; structures where the positive metal ion carries a double 
charge. The calcium atoms in CaF, Fig. 7, form a face-centered cube. 
This is precisely the structure of metallic calcium. Since there is not 
sufficient room in the calcium crystal for the free play of both valence 
electrons, it appears logical to assume that these might replace the spaces 
occupied by the fluorine atoms in CaF’. Hence Ca, and presumably Ba 
and Sr, metal crystals might be expected to form a CaF, type of lattice 
structure made up of doubly charged metal ions and electrons. There is 
also the possibility of another arrangement consisting of singly charged 
calcium atoms and electrons in a regular cubic formation like NaCl. The 
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metals Cu, Ag, and Au also crystallize in the face-centered cubic system 
so that a lattice of the NaCl type with Cu* and electrons is geomet- 
rically possible. 

A great deal of effort has been expended in attempts to establish a 
satisfactory theory of ionic lattice structure in metal crystals by extending 
the general conceptions employed above in the consideration of polar 
crystal formation.2°28 While these developments have not been crowned 
with success, there are enough qualitative agreements between the 
theoretical and observed data to involve a serious consideration as to 


ia 


Fia. 7.—ScHEMATIC REPRESENTATION OF THE ELEMENTARY CELL OF THE CaF, 
CRYSTAL. 


whether they may be merely numerical coincidences. Arguments of a 
thermodynamic nature,?” which have been advanced against the theory, 
appear faulty; in fact, the same reasoning is applicable to the structure 
of a crystal such as NaCl. On the other hand the alkali metals which 
crystallize in the body-centered cubic system present a puzzle. There 
is no way by which alkali ions and electrons may be geometrically arranged 
with a symmetrical elementary cell conforming to the observed structure 
of the metal, and yet the assumption of an ion-electron lattice yields 
certain correct numerical relationships. Thomson?* has proposed a 
larger unit cell which partially overcomes this objection but which appears 
rather artificial. 

The work U required to destroy a gram mol of metal crystal consisting 
of singly charged metal ions and electrons, at 0° absolute, that is, the work 
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necessary for the removal to infinity of all the ions and electrons is given 
by the relation 
Ui =J i+ S (8) 


where S is the heat of sublimation and J, the work required to ionize 
6.060-10?* metal vapor atoms, 7. e., the ionization potential for the neutral 
atom referred to a gram atom. If the metalsion occurs in the crystal 
doubly charged we have 
; U2 =JSitdJe+8 eo (9) 


where J2 represents the work necessary to remove the second valence 
electron from the atom after the first has been removed, 7. e., the second 
ionization potential. The quantities on the right-hand side of Eqs. (8) 
and (9) are, in general, known from spectroscopic, critical potential and 
thermochemical data. Table 6 gives the lattice space, corrected for 0° 
absolute, as measured by z-ray data or density determinations, for 
several elements belonging to the face-centered cubical system. ‘This is 
also the side of the unit cell of the regular cubic which is geometrically 
possible for the alternate arrangement of singly charged ions and electrons. 
The fifth column gives the value of the lattice energy U determined 
through the use of Eq. (8). 


TaBLE 6.—Jon-electron Lattice of NaCl Type 


| U Kg Cal/Mol —xo- 1012 
Metal 50 Ji- Ss — - - 

Observed | Computed) Observed?*} Computed 
eter oe.) B29 AAMC" 875 252 269 66 ied 
NPE So. < | 4406 174.0 | 65 239 243 .90 1.5 
PSU sos 4.05 212.2 | 84 296 243 iy) 1.5 
CE eee 5.52 140.4 | 38 178 186 £8 | 93.0 
SOTO ca a 6.04 130.8 38 169 172 7.8 | 4.4 
13) saerce aac 6.15 119). 7 | 37 \ = ily/ 169 4.7 


The work U may be computed by Eq. (6) if we assume that the 
forces existing in an ion-electron lattice are identical to those in an ion-ion 
lattice. As an approximation for U this may be sufficient since, as pointed 
out earlier, the main contribution to the energy arises in the Coulomb 
forces. The sixth column of Table 6, therefore, shows the energy values 
computed with the same constants employed for the alkali-halides. The 
agreement between the computed and observed data is, except for Au, 
almost within the accuracy with which the heats of sublimation are 
known. The observed compressibility and that computed by Eq. (4) 
show agreement merely in order of magnitude. The theoretical values of 
U for Ca, Sr and Ba appear somewhat less consistent when a CaF; type 


of ion-electron crystal is assumed. 
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It is possibly more logical to employ some a priori reasonable function 
containing a single empirical constant for the energy of the unit cell of a 
particular metal crystal and evaluate this constant by use of the com- 
pressibility coefficient xo. The astonishing and important feature of the 
lattice theory as applied to the alkali-halogen crystals was that a single 
empirical constant in a simple function sufficed for all the salts. When 
this procedure is extended to metals we find a different constant for each 
metal of the same assumed crystal structure. However it is of interest 
to see whether the compressibility data are consistent with the observed 
lattice energies. We shall try two different relations for the energy; 
Eq. (1), which was so successful for the halides, and Eq. (10) which 
has been more generally employed by Born,?? Fajans, Weigle and 
many others: , 

a 


g= er (1) 
a b 
Ci Be oles (10) 


where a = 13.94e? for the NaCl structure and a = 46.93e? for the CaF» 
structure. The single empirical constant in each of these equations is ¢ 
and n, respectively, since the constant b may be expressed in terms of a 
andcoraandn. ‘The results for five metals are summarized in Table 7. 


TasBLe 7.—Ion-electron Lattices 


—xo* 1012 | 


| | NaCl Type of Crystal 
| 


Metal Bridgman’? | | By Eq. (1) | By Eq. (10) |}\U=4i+ 
: ; | S 
a } U | +5 U | (obs) 
Cn, 66 |2.55-108| 287 So 1 a S82 252 
Ag.. 90 | 2.60 257 FNS OLE e Be ai as9 
Ate nares | .53 | 4.04 | 262 | 15.4 | 267 296 
Ca CEI Sees | 180. “} 6.30 Aer hairs 
Berner tel 7.8 11,18 |} 1162 be os coe 
| CaF, T C (U=i+ 
| al’, Type of ye pees Je 
| we = - : 
Ca. Oierate 6.8710" 5780) fb Aa s63ebue437 451 272.6 
Siaratny: haf Fc 5.68 4s2 | 2.4 379 | 422 253.3 
| | | 


The agreement between computed and observed values of U for Ca 
and Sr argues for an NaCl structure in which the ions carry a single 
charge. However, especially with Cu, Ag and Au, discrepancies by 
either formula occur which cannot be attributed to an error in the heat of 
sublimation S. It is doubtful if so large an error could have been intro- 
duced in converting Bridgman’s compressibilities to 0° abs. Admitting 
the general hypothesis, the basic trouble would appear to be in the 
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empirically selected formulas (1) and (10). Evidently these are far too 
simple relations for ion-electron lattices. A general expression must be 
able to account for the fact that Ag and Au, with almost exactly the same 
‘grating space, have compressibilities in the ratio 9:5 and lattice energies 
in the ratio 4:5. Bridgman®® has considered the subject in some detail 
but so far without definite conclusions as to the actual existence of the 
ion-electron lattices. 


PHOTOELECTRIC AND OTHER PHENOMENA 


If metal crystals represent an ion-electron lattice there should be some 
relation between the characteristics of the lattice and the photoelectric or 
thermionic properties of the metal. By means of some rather question- 
able assumptions Weigle*® has computed the thermionic work function of 
the alkalies in terms of the lattice energy = J + S, thereby obtaining 
excellent agreement with experiment. Possibly a more logical procedure, 
however, is that adopted in his second paper*’ on calcium in which the 
potential is computed at the point occupied by a given ion or electron 
due to all the other ions and electrons. Dr. Ruark and the writer have 
made a calculation, similar in principle, for the NaCl lattice, following 
the general mathematical procedure of Madelung.*?. We shall consider 
the lattice as made up of point charges so that only the inverse square 
law of force is effective. The work required to remove either a single 
positive or negative ion is equal to the computed potential times the 
electronic charge, provided we neglect the distortion of the crystal at the 
surface and that arising in the removal of an elementary charge. ‘This 
work depends only slightly upon the depth from which the charge is 
removed, as follows: 

Removal of electron or ion from crystal surface (plane 0) = 3.364e759 
ergs = 4.82-1077/6p volts. 

Removal of electron or ion from plane 1 = 3.498¢?/é9 ergs 
<= §.00-10~7 - /5y volts. 

Removal of electron or ion from planes 2, 3, etc. = 3.497e?/6, ergs 
= 5.00-10—7/6, volts. 

Hence for copper, for which 5) = 3.59-10-8 cm., we find that the work 
required to remove either an ion or an electron from an underlying layer 
in the simple cubic lattice corresponds to 13.9 volts, while the photo- 
electric threshold is only 4.1 volts. However, on the basis of any theory 
of the structure of metals, it is not always necessary that the photo- 
electron be the original valence electron as is ordinarily assumed. In this 
particular case for example it requires much less work to remove an 
electron from the copper ion than to remove either the ion itself or the 
valence electron forming the lattice. Let us consider the following cyclic 
process. We shall first pull out the Cut ion requiring 13.9 volts then 
ionize the vapor ion by removing its most loosely bound electron. The 
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transition Cut —> Cutt requires 21 volts as estimated by Grimm and 
Herzfeld?® from thermochemical data. As an independent process, we 
shall photoelectrically eject the same electron from the Cut ion in the 
crystal requiring the work L and then remove the Cutt ion from the 
crystal by the expenditure of the work 2-13.9 = 27.8 volts. The final 
result is the same in either case so that 13.9 + 21 = L + 27.8 or L, the 
computed photoelectric threshold, is 7.1 volts, considerably less than the 
work required to eject the valence electron from the crystal but still 
larger than the experimental value. These computations might be 
refined by correcting for the size of the ions, assumed as point charges 
and for the distortion of the surface’ and interior of the crystal, but the 
outlook is not very promising in view of the mathematical complexity. 

Confirmatory evidence sometimes advanced for the ionic character of 
the halogen-alkali salts is presented by the type of diffraction pattern 
obtained, for example, in the Debye-Sherrer or Hull powder analysis 
method. Thus while in KI or KBr the alkaliatoms and the halogen atoms 
lie on two interlocked face-centered cubes with the formation of a simple 
cubic, the diffracting powers of the two atoms differ so much that the 
observed pattern is characteristic of a face-centered cubic system. On 
the other hand the diffracting powers of the two types of atom in KCl are 
so nearly identical that even with greatly prolonged exposure no lines due 
to incomplete interference are observable; the pattern is strictly that of a 
simple cubic.* From this the inference may be drawn that in the KCl 
crystal each atom possesses the same number of electrons, 18, and hence 
occurs as an ion. In this conclusion we neglect consideration of the fact 
that the electrons are more closely bound in K+ than in Cl-and hence 
might scatter differently. 

A similar type of argument has been proposed against the ion-electron 
lattice structure of metals.*4 In the diffraction pattern of lithium no 
evidence is found for an electron lattice, whereas there are available for 
scattering only twice as many electrons in the lithium ions as in the rest of 
the structure. It should be emphasized, however, that the interpretation 
of experiments on x-ray scattering as related to electron grouping is at 
present highly speculative.*® 

Possibly the ion-electron lattice idea may be preserved by considering 
the electrons in rapid oscillation about their equilibrium positions. 
Under such conditions, as with a rigid lattice, they would not contribute 
angular momentum to the structure. Many properties of the metal, 
therefore, should be characteristic of the ions and might be predicted 
from spectroscopic data, as has been illustrated by the magnetic behavior 
of the rare-earth ions in aqueous solution. For example, were this 
conception correct, all the solid metals of Group 1 should be diamagnetic 
and those of Group 1 either diamagnetic or showing paramagnetism 
amounting to 7 Weiss magnetons depending upon their ionic structure. 
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Cu, Ag and Au are definitely diamagnetic but certain of the alkalies 
appear to be paramagnetic. 

It may be shown from classical electrodynamics that if a magnetized 
iron needle or cylinder is suddenly demagnetized, the loss of magnetic 
moment should produce a mechanical moment on the system resulting in 
a slight tendency for the needle to spin about gts axis (Hinstein-deHaas 
effect**). Conversely, the spinning of an iron rod about its axis produces 
a magnetic moment (Barnett effect®?). Extensive experiments, devel- 
oped from these two opposite points of view, have proved that the ratio 
of magnetic to mechanical moment is exactly two, 7. e., 4 = gj; where g = 
2. If we may apply spectroscopic reasoning*® to solid iron we may con- 
clude that each iron atom is in an S state since the S terms have a g value 
of 2. Hund’s theory’ shows that the only normal S term for iron occurs in 
the three-fold ion Fet** for which the basic level is §S._ All the magneto- 
mechanical effects observed in iron, therefore, could be interpreted if we 
assume that the body-centered cubic structure of iron represented a 
lattice of the three-fold ions. Curiously enough this is the only structure 
which, from a purely geometrical standpoint, will satisfactorily take care 
of the remaining electrons. The lattice is geometrically complete if the 
equilibrium positions of the electrons occur at the center of each edge and 
each face of the elementary cube. In a somewhat similar manner the 
magneto-mechanical properties of cobalt and nickel may be correlated. 


/ 


It must be admitted that up to the present moment the theory of 
atomic structure has contributed little of a definite nature to our knowl- 
edge of the solid state.*® We have confined ourselves to a very superficial 
consideration of but two general types of phenomena, paramagnetism and 
crystal structure, hoping that some opening would appear for the power- 
ful entering wedge of spectroscopy. The consideration of the vast 
accumulation of data on thermal and electrical conductivity, specific 
heats, thermoelectric and many other physical phenomena does not appear 
capable of yielding immediate results of a more definite character. 

One source of trouble lies in the paucity of experimental data in almost 
every channel along which the theoretical developments have seemed 
promising. We should have information concerning the works of ioniza- 
tion from the outer levels of atoms in metallic and salt crystals, that is, 
measurements of the softest x-ray limits. Many of these absorption 
limits are within reach of the vacuum grating and fluorite spectrograph 
and might be located by direct determination of relative absorption of 
reflection coefficients. Further data are desirable on refractive indices or 
solids and solutions, especially in the ultraviolet and across absorption 
bands. ‘The woeful deficiency of experimental material is well illustrated 
in the subject of molecular refraction and ionic deformability, a field 
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which offers great promise for extending the conceptions of spectroscopy 
to the solid state.4° Thus from data on line emission of the vapor 
one may compute the molecular refraction of the various ions forming a 
salt and from this predict the location of the ultraviolet absorption bands 
effective in dispersion. These bands forall of the alkali halides lie between 
600 and 2000 A. Not a single experimental measurement has ever been 
made either in absorption or refraction on these materials in this 
spectral range. 

It is important that x-ray scattering experiments be developed at 
least to a stage where one may definitely conclude whether or not an atom 
exists as an ion in the metal. The observations on the photoelectric limit 
of metals are hopelessly discordant and almost no reliable data for the 
magneton numbers of the solid elements are available. 

Possibly the most easily secured immediate results could be obtained 
from a systematic investigation of the absorption of aqueous solutions of 
ionized salts especially to the limit of the fluorite spectrograph. In an 
aqueous solution of KI, for example, the absorption by the potassium ions 
should lie in the far ultraviolet but that due to the iodine ions should be 
readily observable. All the halogen‘! salts in solution show a sharp 
absorption band in the near ultraviolet with the indication of another 
band closer to the limit of the quartz spectrograph. My colleague, Dr. W. 
R. Brode, finds that the first band is probably due to absorption by a trace 
of free halogen modified by the presence of the water. The band of 
higher frequency is undoubtedly related to the absorption by the most 
loosely bound electrons in the halogen ion, and to the absorption of the 
gaseous lon.?!_ Investigation of the shift of such bands in the salt vapor, 
in aqueous solution and in the salt crystal is of great importance. 

The only serious difficulty in extending the conceptions of spectros- 
copy to the determination of energy levels of the atom in the liquid and 
solid states lies in the astonishingly large variation of the ‘‘softest”’ 
absorption limits with the temperature. It is not clear why an absorp- 
tion band or the sensitivity band for photoelectric conduction? may 
shift toward the ultraviolet by an amount corresponding to nearly a 
volt on lowering the temperature to a few degrees absolute. 

In spite of the difficulties enumerated one should recall that the 
development of the modern theory of atomic structure and spectros- 
copy has extended over a period of less than 15 years. The advances 
made in spectroscopy during the past two years have exceeded those in 
all preceding history. Our present knowledge of the solid state corre- 
sponds in many respects to the chaos in spectroscopy in 1912 before the 
introduction of the Bohr hypothesis. Undoubtedly, the next two 
decades will witness just as rapid development in the extension or adapta- 
tion of these ideas to the solid state. With this development will come 
applications of practical value to the metallurgist. 
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Hardness of Copper, and Meyer’s Analysis 


By Samuren L. Hoyr* anp T. R. ScumrmErnorN, f Scupnucrapy, N. Y. 


(New York Meeting, February, 1926) 


Tue hardness of annealed copper has been given in the literature and is 
easily obtained by any of the standard methods of hardness testing. It 
is not our intention to correct published values or to add to them, but to 
describe tests of two bars of annealed electrolytic copper in which the 
methods of Meyer’s analysis were employed. 


Mbryer’s ANALYSIS OF BALL INDENTATION TzEsT 


The ball indentation test is probably the most valuable hardness test 
we now have but, as it is carried out in the Brinell or Rockwell test, the 
result may be seriously in error without the operator suspecting such to 
be the case. This condition results from the isolated and uncontrolled 
nature of the measurement. The accuracy depends on the accuracy of 
the equipment and the care and skill used in the operations; there is 
nothing in the impression diameter, which is all that is measured, to 
indicate the presence of error. Meyer’s analysis supplies a control of the 
measurements that goes far toward eliminating unsuspected errors. 

The principles of this work may be obtained from elsewhere.! As this 
subject has not received the attention of this Institute, it may be well to 
summarize the more important points as follows. 

The chief difference between the usual ball indentation hardness test 
and Meyer’s test is the use of a number of loads, instead of one, covering 
the range from small to large loads. The reason for this may not be 
obvious; the resistance to penetration may, and generally does, vary with 
the penetration of the ball; consequently a single determination can give 
only the resistance at that particular load. At some other load, the 
resistance may be quite different. Forexample, a test on annealed copper 
at 250 kg. gave a resistance to penetration of 39.5 kg. per sq. mm., while 
a similar test at 3000 kg. gave a resistance of 56.8 kg. per sq. mm. For 
the purpose of finding some figure that might be used to represent the 
hardness of the sample of copper, there is no reason for selecting one of 
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these figures in preference to the other. Both are correct, only one applies 
at low loads and the other at high loads. 

How little one might know of the hardness of a metal from one obser- 
vation is shown by the difference in these figures for annealed copper. 
The reason for this difference is to be found in the work hardening effect 
as the ball penetrates the sample. If all metals behaved alike in this 
respect, the problem of hardness testing would be much simplified, but, 
as Meyer has shown, the resistance of metals varies considerably with the 
load. The annealed metals of the ductile type show the greatest varia- 
tion, while the plastic metals, and metals that have been considerably 
worked, show the least variation. 

Meyer has also shown that the loads and the impression diameters 
bear a fixed relationship to each other. This is true irrespective of 
any variation in the resistance to penetration. This relationship will 
be discussed presently; it gives a control of the hardness determinations 
and supplies a means of checking their accuracy that cannot, from the 
nature of the situation, be secured with a single determination. Conse- 
quently, Meyer’s analysis has the advantages of furnishing additional 
information and supplying an accurate control that do not come with the 
usual methods of carrying out the ball-hardness test. 

The ball used in these tests is usually the standard Brinell ball, 10 mm. 
in diameter. If for some reason it is desired to use a larger or smaller 
ball, it is well to use one that, with the load in question, will have the 
same relationship between the load and the square of the ball diameter 
as is used with the 10 mm. ball. The loads range from 250, 500, to 3000 
kg., and more. The number of loads selected for a given test would 
depend on the accuracy desired. Two determinations are sufficient 
theoretically but the accuracy will be increased by using four or even 
five loads. 

The time of loading in the Brinell test is 30 see. while no definite time 
is specified for the Rockwell test. Thirty seconds is not sufficient to 
allow the load to establish statie equilibrium with the metal; in other 
words, the ball is usually still penetrating the sample at the end of the 
time interval. We have not found that any serious error (i. e. serious 
from the standpoint of the present state of the art of hardness testing) 
is introduced by neglecting the small change in the diameter of the 
impression that comes after the 30 sec. interval. The magnitude of this 
change for annealed copper at a load of 500 kg. is shown in Fig. 1. The 
data for this curve were obtained with a standard Brinell machine. 
The Brinell hardness number would drop 1.5 points by allowing the 
load to remain on for 1 hr. instead of 30 sec. Guillery has reported a 
variation in the hardness number of soft steel from 159 to 171 and of 
hard steel, from 212.5 to 227, because of neglect of the time factor.2. It 
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may be permissible to neglect this factor, but by so doing we are bound to 
introduce an error. With annealed copper, 0.1 mm. at 500 kg. corre- 
sponds to about 35 kg. 

The principal factors that influence the time of loading factor are the 
rate at which the load is applied, the character of the metal surface, and 
the condition of the surface. Thus Hankins has shown recently that the 
presence or absence of a lubricant on the ball and sample will lead to 
variable results.* However, the necessity of eliminating the effect of the 
time factor depends on the requirements of-the test; in the work described 
here, it has been eliminated and we believe that the results represent true 
equilibrium between the ball and the sample. The time required for this 
varies with the sample and the load, but for copper it is necessary to 
allow the load to act for at least 1 hr., while most of our determinations 
were made with a longer time of loading. 
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Fig. 1.—EFrectT OF TIME OF LOADING ON IMPRESSION DIAMETER FOR ANNEALED 
COPPER, USING A 500-KG. LOAD WITH A 10-MM. BALL. 


The procedure thus far in Meyer’s analysis has given a series of load- 
diameter determinations; in the present case, impression diameters at 
the loads 500, 1000, 2000, and 3000 kg. Meyer has shown that the rela- 
tionship between the load and the diameter can be expressed by the 
equation 

P = ad" (1) 
where P is the load, d is the diameter, and a and n are constants. This 
relation is purely empirical, it having no known theoretical basis. It 
may be rewritten 
log P = log a,+ nx log d (2) 

This being an exponential relationship, we should get a straight line 
by plotting the loads and diameters on log-log paper, and, in case the 
results are not in error, the points always fall on a straight line. It has 
been our practice o do this for all of our determinations; the reasons for 
doing so have been twofold. 

First, an inspection of the formula will show that the constants may 
be obtained graphically, with great ease and accuracy, from the log-log 
plot. The constant a is the load corresponding to an impression diameter 
of 1 mm., while the constant nis the slope of the line. Sucha plot is given 
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in Fig. 4. Knowing the two constants is equivalent to knowing the whole 
course of the hardness curve, a curve from which the resistance to pene- 
tration at any load can be calculated. In this way, we can compare the 
hardness of two metals on a known and well-defined basis, or the hardness 
of a given metal in different conditions of heat or mechanical treatment. 
Such a comparison is not possible on the basis of any other ball indenta- 
tion test that expresses the hardness as a single figure. 

’ Second, it is only if the determinations are not in error that they will 
come on a straight line. If the time of loading has not been sufficiently 
long, for example, to eliminate the time factor, the impression diameter 


Fig. 2.—Microstructure or Lorl. X 100. 


will be too small and, when plotted against the corresponding load, the 
point will be off. An error in loading will also give an incorrect diameter. 
Such errors may be readily detected and therefore eliminated by applying 
the methods of Meyer’s analysis; and a check or control of hardness 
testing is obtained that is quite lacking with the ordinary methods. 

We have referred to the variation in the resistance to penetration as 
the ball is forced into the sample. The initial resistance may be assumed 
to be given (perhaps arbitrarily) by the constant a as being the resistance 
at a load that produces very little deformation. The increase in this 
resistance as a result of the deformation during the test is evaluated by 
the constant n. Thus if n is equal to 2.0, the load varies as the square 
of the diameter; or, in other words, as the projected area of the impression. 
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The unit resistance to penetration does not vary in this case, no matter 
how deep the impression may be earried. If n is greater than 2.0, the 
load increases more rapidly than the projected area of the impression. 
This signifies that the resistance to penetration increases with the load. 
The constant 7 is, then, a numerical expression of the hardening effect 
that occurs, or which may occur, in the ballyindentation test. These 
two factors a and n vary indiscriminately among the metals and must be 
known before the true hardness relationships of the metals will be under- 
stood. The lack of this knowledge has undoubtedly been responsible for 
much of the confusion and uncertainty that has always surrounded the 
ball test for hardness. 


Fig. 3.—CoPrEer OXIDE IN Lot 2. X 600. 


Knowing the true manner in which the resistance to penetration 
varies in the ball test, it is natural to expect that the hardness number, 
selected to express the resistance, should vary accordingly. Meyer 
has shown that the Brinell number does not do so and that it is better 
to use the true mean pressure between the ball and sample. This is 
obtained by dividing the load by the projected area of the impression, 
This gives a number that remains constant when 7 is 2.0 and increases in 
accordance with the increased resistance to penetration when n is greater 
than 2.0. When we examine the Brinell number we find that even 
though the resistance to penetration remains constant for all loads, the 
Brinell number varies with the load. On the other hand, even though 
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the resistance inéreases considerably (as with copper) the Brinell number 
remains essentially constant over quite a range of loads. Obviously the 
true resistance to penetration, and hence the hardness, is not given by 
the Brinell number because the Brinell number depends partly on the 
geometry of spherical surfaces. This artificial character of the Brinell 
number introduces a variable error in hardness testing. For many pur- 
poses, considering the present state of the art, this error does no harm, 
but we feel it is desirable at least to appreciate the true character of the 
two tests (Brinell and Meyer) and be prepared to utilize the advantages 
of each. 

Kurth followed the change in the constants a and n on a bar of 
annealed copper as it was stretched in tension up to the breaking point.* 


Load in Kilograms 


2 & 4 5.618910 
Diameter in Millimeters 


Fig. 4.—Loa-LoG PLOT OF MOST PROBABLE VALUES OF LOTS 1 AND 2 OF ANNEALED 
ELECTROLYTIC COPPER. 


At various points, the bar was removed from the testing machine and a 
series of load-diameter relationships determined, from which the constants 
were obtained. In this way, he found that a increased somewhat as the 
hardness does in cold rolling and that n decreased from its high initial 
value to 2.0, at the breaking point, which corresponded to a 40 per cent. 
elongation. This is apparently the minimum value to which this con- 
stant can fall, at least with the common or ductile metals. The signifi- 
cance of this fact is, as we interpret it, somewhat as follows: At the outset, 
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the annealed copper is potentially capable of being hardened, or strength- 
ened, on being deformed. Consequently the first elongations harden 
the metal, which fact is reflected by the increase in a. Accompanying 
this change is a drop in the hardening ability of the metal, which is 
reflected in the decrease of n. This procedure continues up to the 
breaking point. 

On analyzing this behavior in detail, we can imagine the elongation to 
be divided into unit steps, each step occurring over a small portion of the 
length of the bar. A small deformation of-one of these units results in a 
decreased cross-section and consequent increase in unit stress. But such 
a deformation is accompanied by an increase in the resistance to defor- 
mation and, in spite of the increase in the unit stress, deformation is 
automatically transferred to neighboring portions of the bar. These, 
in turn, become deformed and strengthened and they pass the deforma- 
tion on to other sections. Each deformation results in an increased a 
and decreased n until some section of the bar loses its ability to become 
further strengthened by deformation (n= 2). Then the increase in unit 
stress is no longer accompanied by an increase in resistance; necking 
starts and fracture occurs at that point. 

Metals with this characteristic are able to deform considerably before 
rupture occurs and they are classified as ductile, and the constant n 
becomes the numerical expression of the ductility. The deformation is 
general in that it extends over the entire length of the bar. From the 
work of Kirth, we know that fracture occurs as soon as n drops to 2.0, 
which is in good agreement with the loss in hardening power at this point. 

After having set up this picture of the elongation of the ductile metal, 
we decided to test it out as follows. If a metal with a high initial n value 
deforms generally, 7. e., with a considerable decrease in the average or 
general diameter, then a metal that has been cold worked and had its n 
value reduced to about 2.0 should break with correspondingly less general 
deformation. Our test of the point was to be the general reduction in 
diameter; this was chosen in preference to the elongation to avoid the 
error due to the deformation at the necked portion. For the test we 
selected two samples of copper wire, one in the annealed condition and 
one after cold drawing to give a 19 per cent. reduction. The former 
was 0.030 in. in diameter and the latter (a section of the former wire that 
had been drawn) was 0.027 in. in diameter. Both wires were broken in 
tension and their average, or general, diameters again measured. The 
annealed wire was found to be 0.0264 in. and the cold-drawn wire 0.0267 
in. in diameter. The latter wire had almost lost its ability to elongate 
and its ductility would be said to be low. It is interesting to note that 
wire drawing should have little effect on the reduction in area in the tensile 
test for the metal is always in the same condition at the point of fracture 
(n = 2.0) whether the wire initially were annealed or cold drawn, 
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A verification of our own work is given by the published data covering 
the variation of the per cent. elongation in the tensile test during wire 
drawing. The fall is very rapid with the first reductions and agrees well 
with the change in n over this range. This is one of the most striking 
changes produced by wire drawing but is readily to be accounted for by 
the reasoning suggested by a study of Meyer’s constants. On the other 
hand, this drop in ductility has no effect on the plasticity or its ability to 
flow under pressure. The metal simply is not hardened materially by 
such deformation. 

After considering the results of the investigation reported we shall 
give another application of Meyer’s analysis, by which results on the 
effect of cold rolling on the hardness of a metal, such as those of Rawdon 
and Mutchler, can be verified and be placed on a sound basis. 


HARDNESS OF ANNEALED COPPER 


Having indicated the line of attack employed in this study, we may 
turn to the data obtained. Our results agree well with Norbury’s® and 
the results of both series agree well with the early work of Meyer and 
Kirth. That is, while copper is a soft metal with an a value of between 
15 and 22, it hardens considerably on being deformed, with an n value of 
around 2.4 Our work differs from that of Norbury in that he used a 30 
sec. loading, while we used not less than 1 hr., or sufficient time to give 
static equilibrium. Norbury has shown that the time of loading may 
have a marked effect on the constant n° and we wished to eliminate this 
effect entirely. 

Norbury paid particular attention to the effect of annealing on the 
constants a and n and found that a certain hardness figure—log a + n— 
remained constant for the different annealing treatments. If this figure 
is examined, it will be seen that it is equal to log P when log dis unity. In 
other words, his figure remains constant for all annealing treatments 
when the determination is made at an impression diameter of 10 mm., 
or the load required to produce an impression of 10 mm. remains constant. 

While the figure mentioned remains constant in Norbury’s investiga- 
tion, such a figure does not remain constant in the early work of Meyer 
and Kiirth nor in our own work. This shows that it does not remain 
constant under all conditions. On the other hand there seems to be 
good reason for believing that there is some impression diameter, real or 
fictitious, at which the hardness remains constant, or nearly so, for dif- 
ferent conditions of heat and mechanical treatment. This hardness 
would be the hardness that a metal approaches as a limit when work 
hardened, or its ultimate hardness. It is the hardness at the opposite 
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_end of the hardness curve from the hardness at a, when the constant a 
is determined for the dead soft annealed metal. This is but another 
reflection of the variability of the hardness of metals and indicates the 


necessity of measuring the property under known and_ well 
defined conditions. 


Copper Usep ¥ 


As material for this study, we selected two bars of hot-rolled electro- 
lytic copper, one from each of two sources. Supposedly, these repre- 
sented the standard electrolytic copper on the market in this country of 
the grade used in the electrical industry. They are designated here as 1 
and 2. The results of the spectrographic analysis are given in Table 1. 


TaBLE 1.—Spectrographic Analysis of Lots 1 and 2 


Element Lot 1 Lot 2 
INGE, RR GS. Ca ea or ee Nil Nil 
JNINVUTETE RUTTER, Gos Sie ee RTs Ia ange ROR evi me Trace Trace 
"QTE OVTEWASCISNE “gS Soci a ae a Nil Nil 
SCO S 6 «eo ae tee ete, eee Faint trace Faint trace 
TIROTD so uc B Rese cache: Gap ea ec Ege ahr Ore RENE, ie ga argent ae Present Present 
“TPTER oc So Bos aon BUS On et a eae ee ee ee Trace Nil 
(Callens Go, ek ee et ale re ae ae Trace Trace 
TLOSG ERD gre AR Fo ee ae fee eae Nil Nil 
SUINEGIES 1» ye cet RN aes al RS na ae ire ae tata Nil Nil 


The results of the ordinary chemical analysis are given in Table 2. 


TaBLeE 2.—Chemical Analysis of Lots 1 and 2 

Element Lot 1 Lot 2 
La, oat Gr TES aor en 0.0018 % 0.0025 % 
INGE. 05 6 aaNet ro ne IE VST. © 0) ESR een cae Deere Nil Nil 
TET» a uce & Cagrora ieee sae o eel ee ee Nil Nil 
ANS. os ost bteelabe ob ROSE Cet oe eee Traces Traces 
TP nooo oikb ete Rate cate bt Regs ici pees ean Traces Traces 
CMO 5 do.as SERB EA gece oe Lae -CaEIC ee ioe ae EE OR 0.1388 % 0.216% 
CiriS\s ene bie Tee aS ied eaten epi cnare 0.007 % 0.01% 


One-half of each bar was annealed at the metallurgical laboratory 
of the Testing Laboratory and the other half at the wire plant, along with 
other commercial work. The annealing temperature was 600°C., 
while the bars required 14 hr. to come up to temperature and were held 
at temperature for 114 hr. After this, the bars were quenched in water. 
A water-sealed and ahinically heated Kenworthy furnace was used in 
this work. The two lots were examined under the microscope, as a 
matter of routine. They were found to be normal, except that Lot 2 
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seemed to have considerable copper oxide. The chemical analysis shows 
that there is not enough present to hurt the copper. Fig. 2 shows the 
structure of Lot 1, and may be taken as representative of Lot 2 as well, 
which is not reproduced here, as the grain size was about the same as shown. 
Fig. 3 represents the unetched micro-section of Lot 2, polished to bring 
out the oxide. Lot 1 showed less oxide than is represented in Fig. 3. 


HarpDNESS MEASUREMENTS 


Instead of the usual Brinell machine, we used a 10-ton Olsen testing 
machine for applying the loads; with this it is a simple matter to apply 
and maintain constant for any length of time any load up to 9000 kg. 
A special holder, designed by T. 8. Fuller of this laboratory, was used to 
hold the ball and sample. The balls were of the kind generally used in 
ball testing, of 10 mm. diameter. The impression diameters were 
measured with a comparator and are believed to be accurate to 0.01 mm. 
Impressions were made at four places, about 114 in. apart, and at the 
loads 500, 1000, 2000, and 3000 kg. . The data obtained are given in 
Table 3. 

In each case the load-diameter values were plotted on log-log paper 
and found to satisfy the straight-line requirement with reasonable 
accuracy. From these lines, the constants a and n were determined 
graphically. In all respects, the two lots of copper differed in hardness 
values and, as will be shown later, these differences were not due to 
variations in the experimental procedure. No consistent differences were 
found that could be ascribed to a difference in the annealing treatment 
used. The variations shown in Table 3 must, then, be due to variations 
in the resistance to penetration at the various points selected for the 
impressions and to the experimental error of the observations. In this 
state, the data do not give a precise evaluation of the difference in hard- 
ness between the two lots. 


Most ProspasLe VALUES 


The impression diameters agree among themselves fairly well, so 
that an average diameter should be very close to the true diameter in 
any case. Even so, there are a few exceptional values that seem to fall 
outside of the experimental error and, even though they are not in them- 
selves in error, they should be eliminated from a figure that is to repre- 
sent the particular lot of copper. Consequently we have plotted the 
values on probability paper; because of the general consistency of the 
data, the points fell on a straight line with a small slope. 

On first plotting the impression diameters on the probability paper, 
both lots of copper were combined. These points gave two lines, instead 
of one, with a vertical break at the 50 per cent. point. All the measure- 
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TABLE 3.—Impression Diameters of Annealed Copper 


Impression *500 Kg. | *1000 Kg. | 1500 Kg. | 2000 Kg. | 3000 Kg. a n 
= — — — > — a nie aon —_ | ==2.-= = = ! oe = | = = | = —— _ 
Lot 1, Annealed by Factory 
“A 3.73 | (4.95 GYGD PIE TAS 2150, 1199509 
B 3.74 | 4.99 | 600M ia Ue U8 20s 7 O87 
C (3.70) 5.00 | 5.91 6.62 7.95 21.8 2.39 
D 3.76 (5.01) | 6.66 7.91 2050 2.40 
Av. 3.74 4.99 | 6.63 eon PW 2.39 
Lot 1, Annealed at Testing Laboratory 
A 3.83 4.98 6.59 7.96 20.5 2.41 
B (3270) 4.95 5.92 6.67 7.94 22.0 2.36 
C SjarAl 4.97 6.65 Tf cay 21.8 2.30 
D 3.65 4.96 6.62 7.93 21.4 2.38 
Av. 3. t2 4.96 6.64 7.91 21.4 2.38 
M. P 3.72 4.975 6.63 7.93 21.2 2.38 
Lot 2, Annealed by Factory 
A 3.95 5.24 7.02 8.22 io 2.45 
B 3.95 5225 6.95 8.18 16.5 2.47 
Cc (3.95) | T(5.24) 6.19 6.96 8.20 16.5 2.46 
D 3.98 5.20 6.92 8.05 59 2.48 
PANS 3.96 5.23 6.96 8.16 16.6 2.46 
Lot 2, Annealed at Testing Laboratory 
A 3.92 5.21 6.97 8.23 Nf re 2.44 
B 3.93 5.16 6.93 8.20 If 06) 2.43 
C (3.96) 5.27 6.18 6.95 8.22 16.5 2.45 
D 3.97 5.18 6.93 8.13 15.0 2.52 
Ay. 3.94 5.20 6.94 8.19 16.6 2.46 
MeeP: 3.95 5.21 6.95 8.20 UG». ff 2.46 


*The numbers in parentheses were obtained from the log-log plot. The impres- 
sion diameters are all in millimeters. Av., these are average values for each bar. 
M. P., these are the most probable values for each lot. 

+ The load was 1090 kg., impression was 5.45 mm. 


ments from one lot were below 50 per cent. and the others above 50 per 
cent. This showed that the two lots would have to be considered sepa- 
rately. It seems probable, however, that the use of a large number of lots 
would give values around some most probable value and that by following 
up this line of attack, one would be able to arrive at the true effects of the 
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common constituents of copper and the annealing treatments to which 
they are subjected. This should give better values than those obtained 
from a comparatively few observations on graded series in which the 
constituent in question is allowed to vary over the range being studied. 
In the present case, there is no necessity of separating the two bars of one 
lot and the values given may be taken as closely representative of these 
two materials. 

The most probable values of the impression diameters for the loads 
used are plotted on log-log paper in Fig. 4. These two curves may be 
taken as typical of such plots and they show that Meyer’s relationship 
between the load and the impression diameter holds over this range. 
We have carried the loads much higher, even up to 9000 kg., and found 
the relationship to hold up to approximately the load required to impress 
the ball up to its full diameter. The lower limit to which this relation- 
ship holds is not known with precision. 


SUMMARY OF HARDNESS DATA 


The hardness of these two lots has also been determined by the Brinell 
hardness testing machine (using one of the hydraulic type) the Rockwell 
hardness tester, and the scleroscope. These results are given in Table 4. 
The Brinell hardness number, as usually determined, represents one iso- 
lated determination. If a number of checks are made, an error is intro- 
duced as the result of variations in the hardness from place to place on 
the bar. In the work described here, we are able to arrive at a better 
figure for the Brinell hardness by using the impression diameter at 500 
kg. on the log-log lot. This value depends not alone on the single deter- 
mination at 500 kg. but on the other determinations with which it must be 
consistent. The Brinell numbers obtained by using the impression 
diameters from the plots in Fig. 4 are included in the table. ' These 
figures indicate that the copper of Lot 1 is harder than the copper of Lot 2. 
An inspection of the log-log plots shows that at some higher load, the 
impression diameters of the two lots will be equal, 7. e., at the point of 
intersection. In this case, the intersection comes at a purely fictitious 
load for the load would he above that required to cause the ball to pene- 
trate to its full diameter. However, we are inclined to believe that even 
such a fictitious intersection has a certain significance for it shows that 
one metal hardens at a more rapid rate than the other. In the Brinell 
test, the deformations may not be severe enough to cause the initially 
softer metal to overtake the harder metal, but as long as that is its tend- — 
ency, some other mode of deformation may indicate that the supposedly 
softer metal is actually harder, or else that the two metals are equally 
hard. These points may well be borne in mind when considering the 
results of the common hardness tests. 
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TABLE 4.—Hardness of Annealed Copper 


Brinell Hardness Number 4 Rockwell 
Lot a | n : | s ces Hardness 
2 umber 
1 21 2.39 44.4 43 .6-44.9 8 Pai 
2 18 2.42 39.1 40 .2-42 4 7 25 
5 a ea a a ee a ee 


Note.—The Brinell hardness number was determined with a 500-kg. load and a 
10-mm. ball. The figures in 1 correspond to the most probable values for an indefinite 
time of loading, and those in 2 were obtained with a Brinell machine with a 30 sec. 
loading. The scleroscope number was obtained with the universal hammer. The 
Rockwell numbers were obtained with the }¢-in. ball and 100-kg. load, on the B 
scale. The pointer was allowed to come to apparent rest before the load was released. 


The a and n values of this table give the same information as has just 
been considered. The hardness curve of Lot 1 starts off at a higher point 
than that of Lot 2, as is shown by the greater a value. However, its slope 
is less, so that the two curves will intersect. A comparison of these two 
metals as to hardness will depend on the load used to measure the prop- 
erty. If the n values were the same, the comparison would be inde- 
pendent of the load and the readings at 500 kg. would be strictly accurate. 


Meyer’s ANALYSIS AND COLD-ROLLED COPPER 


Rawdon and Mutchler recently reported on the variation in hardness 
due to cold rolling.” They stated that the hardness was shown to 
decrease as soon as the reduction was carried above about 50 per cent. 
The methods of Meyer’s analysis offer a control of determinations of this 
kind that seem to be capable of differentiating between true and false 
conclusions regarding the hardness of the samples drawn from the data 
obtained from the tests. 

Kiirth has shown’ that the constant drops from above 2.4 to 2.0 in 
the tensile test. We have shown that n remains constant at 2.0 if the 
deformations are carried above that reported by Kurth, of 40 per cent. 
elongation. There is no evidence of which we are aware to indicate 
that n does not remain constant over the higher reductions. In other 
words, we are dealing with a constant n over those reductions that are 
supposed to produce softening. Such being the case, a softening would 
have to be caused by a decrease in a. This suggests the desirability of 
determining this constant, for it is the only known factor that could be 
responsible for such a softening, as long as n remains constant. From 
the theoretical mathematical point of view, a decrease in n below 2.0 
would lead to the same results when the hardness determinations are 
made at impression diameters greater than that which corresponds to a. 


7 Rawdon and Mutchler: Trans. (1924) 70, 342. 
8 Kirth: Zeit. Ver. Deut. Ing. (1908) 52, 1560. 
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But we have no evidence that such occurs and an assumption that it 
does would be extremely improbable. 

A typical example of a treatment that lowers the a of cold-worked 
metals is the annealing used to soften the metal. The constant a falls 
from around 80 to around 20. The n value rises from 2.0 to that of 
annealed copper, so that the softening is due to the decrease of a. Had 
Rawdon and Mutchler determined these constants and found them to 
vary as just suggested, the effect would be at once accounted for as the 
result of an annealing effect that had unknowingly occurred during the 
operations. 

Another check that could be used would come from plotting a series 
of load-diameter determinations on log-log paper. If the conditions 
of the test were such that accurate and reliable readings could not be 
obtained, an indication of such a condition would probably appear. We 
are referring particularly to the circumstance that the sample being tested 
may be too thin. While we have not thoroughly tested the point, for it 
has not arisen seriously in our own work, the following may throw some 
light on to the question. 

In one test we used a strip of cold-rolled copper 0.099 in. thick. This 
was selected because previous tests had indicated that a sample of this 
thickness would be too thin for reliable readings, and we wished to bring 
out the effect of the thickness of the sample clearly. As usual, a series of 
impression diameters with a 10-mm. ball was determined for a number of 
loads and the results plotted on log-log paper. The points held fairly 
well to a straight line up to 3000 kg. although the impressions came 
through to the underside. Higher loads came off the line and the test 
was palpably improper. The a value was slightly low at 75, but gave no 
strong indication that the readings were in error. The n value was 1.935, 
or well below the constant value of 2.0 which had been obtained for cold- 
rolled copper. This could be due only to excessively large diameters at 
the higher loads, for the line started at the proper point. The diameters 
being too large, the hardness numbers determined from them must be too 
small. We assume this to be the so-called “anvil effect.”’ 

The same point was also tested with the Rockwell tester with thin 
strips, when the same behavior was observed. The ball, on being loaded, 
forces the metal to flow up around itself and the strip actually comes up 
off the support. The impression diameter is too large and, as a basis of a 
hardness test, has a purely illusory value. The beginning of this anvil 
effect is evidenced by a small drop in the hardness number and, on samples 
that are only slightly too thin for reliable tests, may be difficult to detect. 
One determination seems to be quite unreliable for use in discriminating 
between a true and a false hardness number, in fact the hardness at real 
low loads may not be in error. It was only by determining the whole 
course of the hardness curve that a positive clue was found and that came 
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from an » value known to be in error. From our own work we believe 
that the anvil effect is responsible for an apparent softening of cold-rolled 
strips and that the point at which it makes its appearance will depend 
on the thickness of the strip, the ball diameter, and the load used in 
the hardness test. 

The conclusion to be drawn so far is that such a softening as was 
reported by Rawdon and Mutchler has been neither proved nor disproved. 
The evidence they present fails to show that such an effect is probable 
but, by the same token, the evidence of other workers (including our own) 
also fails to prove that such an effect is impossible. We believe, however, 
that the preponderance of the evidence points to some condition during 
rolling or in the procedure used to test the hardness of the strips, as being 
responsible for the abnormal values. The manner in which the methods 
of Meyer’s analysis may be utilized to indicate the source of the trouble or 
else to place the results on an uncontrovertible basis have been given. 


DISCUSSION 


C. 8. WiTHERELL, New York, N. Y. (written discussion).—Referring 
to the equation P = ad” that the authors quote from Meyer’s work: 
While it is true, as the authors state, that this relationship is purely empir- 
ical nevertheless even an empirical equation should be rational in certain 
respects. Many engineers who have developed empirical equations for 
approximately showing physical relationships have failed to investigate 
the applicability of their equations over extended ranges. 

Let us call p the bearing strength of the metal expressed in kg. per 
circular mm. of horizontal area of dent; then can be derived from Meyer’s 


equation p = s = ad"*. It can be seen that this latter equation would 


give the initial bearing strength (7. e., when P is infinitesimal) a value of 
zero, and in the other direction an ultimate value of infinity, when n is 
greater than 2. 

It is quite obvious that whatever the load may be there must be a 
surface to support it and also the ratio of the area of the supporting 
surface to the load must be a definite value. 

Imagine the load to be gradually applied, the authors have already 
pointed out that the bearing strength increases due to the hardening 
effect of the penetrating ball, hence the initial bearing strength must be 
that of the metal before such hardening took place. Irrespective of the 
shape and size of the loading surface the bearing strength can not exceed 
that of fully hardened metal. It is therefore evident that the graph show- 
ing the true relationship between applied load (abscissas) and bearing 
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strength (ordinates) is a curve that approaches a horizontal asymptote 
whose ordinate is the bearing strength of the fully hardened metal. 

Of several plausible asymptotic curves the hyperbola is the simplest 
and lends itself to easy computation. The hyperbolic equation fitting 


our case may be written p = M — P+A wherein M = the ordinate of 


the asymptote (which is horizontal), C and A are equational constants. 
This equation is also purely empirical and its acceptance would naturally 
depend upon how closely it gives values approximating the truth over an 
extended range. It is to be noted that the hyperbola expressed by the 
equation can be passed through three given points. 

It can be derived from the before-mentioned hyperbolic equation that 


ce: ‘ es 
the initial bearing strength po = M — ie 
Referring to the accompanying graph (Fig. 5) the solid-line curve is 


: C : : 
that of equation p = M — Peed passed through the three given points 


60, 
ais, i Ba eo Fa oe —+ + =-3 


Bearing Strength of Metal p 


0 f a eee | fay | 
0 {000 2000 3000 4000 5000 6000 7000 8000 9000 10000 
Load P, kilograms 


ia. 5.—GraAPH SHOWING RELATION BETWEEN APPLIED LOAD AND BEARING 
STRENGTH OF METAL (EXPRESSED IN KG. PER CIRCULAR MM. OF HORIZONTAL AREA OF 
DENT). 


p’, p’', p'". The dotted branches are of the curve p = ad"-? passed 
through any two of the given points and assuming that the third point 
fits, po is the initial value of p. The horizontal broken line is 
the asymptote. 
The slope of the tangent at po is a measure of the initial rate of harden- 
6p C 
5P = A} (at P = 0). 
By using the “M. P.” values given by the authors in their Table 3 the 
values given in the following table were computed: 


ing. It can be determined by the equation Hp = 


Ls ee oe, Ae Ie 8. 
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P ; ; Lor 1 Lor 2 
Rie ON Ne os a ms Lohan we 36.131 32.046 
P 
P =p Pie rakees SUMMA eIe 40.403 36.840 
Ie 
P = a» NR Af et). ne ae 45.499 41.406 
Asymptotic ordinate M..................0---. y- 59.345 49.916 
Hquational constant: C...... 2... 2... sca ceciee.. 51463. 24371. 
Peauational constant A... 25... . onc bas occmewnee 1716.9 863.8 
Initial bearing strength m............+..>......8% 29.371 Pile iO2, 
Initial rate of hardening Hy............... Bogue es 0.0175 0.0327 


It is assumed that the information desired is the hardness of the metal 
before additional deformation takes place and apparently the po value 
given by the hyperbolic equation is a fairly close approximation thereto. 
I tried other plausible asymptotic equations and found the po value to 
seldom vary more than 1.5. The M value is not so dependable as a meas- 
ure of the ultimate hardness although it may be of relative significance in 
comparing similarly prepared specimens. Naturally the way to deter- 
mine the ultimate hardness is to specially harden a specimen for that 
purpose. Of greater significance is the value Ho. 

Referring to the authors’ Fig. 3, microphotograph showing the copper 
oxide in Lot 2, on account of the excessive amount of oxide shown I would 
prophesy that Lot 2 would need more frequent annealing than Lot 1 for 
its proper working. The calculated initial rate of hardening Hp is nearly 
twice as much for Lot 2 as for Lot 1 which I interpret indicates the same 
thing. 

If an asymptotic assumption be used for calculation the initial 
hardness and the initial rate of hardening then the three loads P’, P’’, P'”, 
should be chosen so as to give minimum errors as follows: P’ should be as 
low as possible consistent with producing a dent that can be accurately 
measured (say 1 to 2mm. diameter). P’”’ should be as large as possible 
without giving a dent whose diameter is more than 0.7 diameter of ball; 
a greater dent-diameter would introduce excessive wedging effect on the 
steep surface of the ball. P’’ should be chosen say 14 or }¢ way from P’ 
Gel sallage 

By choosing three points on the authors’ log-log plot of P = ad”, e. g. 
P = 500, 1000 and 2000, and determining the corresponding MW, C and A 

PUP eo as 
values, then superimposing a log-log plot of d = 4 MP +A) —C (de- 


y 


P C ; ‘ 
rived from ates MWh Pn) upon the authors’ plot there will be found 


a very close match of the curves between the points P = 200 and P = 
3000; outside of those points the two curves perceptibly diverge, the lower 
branch of the new curve bends to the left and the upper to the right, the 
slope of both branches gradually approach 2. 


VOL. LXXIII.—43. 
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The authors have shown that the log-log plot is an excellent means of 
determining the dependability of the results obtained with the commonly 
used loads, but their equation fails to give the hardness of the 
unaltered metal. 

I would like to ask the authors why the ball is generally used 
in preference to the conical point. I can understand why the 90° point 
recommended by Ludwik is not satisfactory due to the point being easily 
upset or shattered and also due to the excessive lateral flow of the metal 
under test produced by the wedge-effect of the entering point. What I 
have in mind is a very obtuse point, say 150°, which would obviate these 
difficulties and even permit making the loading-point of some extremely 
hard material such as fused corundum (synthetic ruby or sapphire). The 
fact that the dent produced by a conical point remains constantly of the 
same geometric shape and that the ratio between the average-depth of 
indentation and dent-diameter remains constant commends it over the 
spherical surface. 

8S. L. Hoyt anp T. R. SCHERMERHORN (written reply to discussion).— 
The main part of Mr. Witherell’s discussion relates to the utilization of 
mathematical analysis to secure information from experimental data. At 
the outset, it is suggested that we have failed to extend our own analytical 
work over sufficiently extended ranges and that we have therefore failed 
to secure all of the information which is contained in our data. While we 
agree most heartily with the general position of Mr. Witherell as to the 
use of mathematics for these purposes, we can not concur in his treatment 
of the data submitted in the paper. 

First of all, the exponential relation of Meyer has been found to fit the 
experimental data with great exactness over the range of loads correspond- 
ing to impression diameters of 1 mm. and 10 mm. for a 10-mm. ball. If 
any other relation or equation is proposed for use, the first requirement 
which it must meet is that it fit the data with equal accuracy. This point 
seems to be quite completely neglected in Mr. Witherell’s treatment. 

To treat this in more detail, let us first take the lower portion of his 
plot in which the exponential and hyperbolic relationships are both plot- 
ted. The former is known to hold down to a load of about 20 kg. or an 
impression of 1mm. This would be to the load of 20 kg. per circular mm. 
on the plot. From this it is at once obvious that the hyperbolic relation 
does not hold here and therefore that the initial bearing strength p, of 
Mr. Witherell is seriously in error. For example, from the hyperbolic 
plot the impression at a load of 20 kg. per circular mm. would be 
vanishingly small, but it is actually about 1 mm. 

To turn now to the course of the relation at higher loads, we would 
point out that the relation P = ad” holds up to an impression diameter of 
10 mm. which comes at a load of about 5000 kg. The divergence of the 
hyperbola from the exponential curve shows that Mr. Witherell’s rela- 
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tion does not hold at these high loads. The extension of any relationship 
above the point at which the ball sinks to its full diameter, gives purely 
fictitious values. A discussion of this point, as well as the bearing strength 
of cold rolled copper, is given in our current Institute of Metals paper and 
we would refer those interested to that place to avoid repetition. 

Mr. Witherell and others have raised the point of measuring the 
hardness of the unaltered metal. We feel that that is arather paradoxical 
question, or that the use of the test for such a purpose violates the funda- 
mental principle of the ball hardness indentation test which is designed to 
measure what may be termed the “‘plastic’”’ hardness of metals. If one 
wishes to measure the ‘‘elastic”’ hardness, the logical method is the class- 
ical test of Auerbach. This would avoid the questionable procedure of 
extrapolating beyond the limits of the experimental data. 

A reply to the suggestion of using a cone instead of a ball for 
_ an indenter has been given in the oral reply. As to the wedging effect in 
impressions above 0.7 of the ball diameter, we would point out that our 
procedure of allowing the load to remain on until static equilibrium is 
reached eliminates it and that we get correct impression diameters up to 
about 10 mm. with a 10-mm. ball. 

While we are unable to concur in Mr. Witherell’s proposed treatment 
of our data, and for the reasons stated above, we feel that the effort to 
extract full information from experimental data by the methods of 
mathematical analysis is always to be attempted. 

S. L. Horr (in reply to C. 8. Witherell’s question re conical point).— 
The main consideration here is that the ball is actually used in hardness 
testing. Consequently, it is very interesting to investigate the conditions 
during ball hardness testing. If the cone test were as universally 
employed as the ball test, undoubtedly more attention would be paid to it. 
But there is another consideration, which is that the resistance to penetra- 
tion in the case of the cone remains constant for different loads; it does not 
depend upon the depth of penetration. 

It is well known that annealed copper hardens on being deformed; 
in other words, a test should be so devised as to bring out this work hard- 
ening, and if the cone test fails to reveal it, that simply indicates that the 
cone test automatically eliminates one of the constants or one of the vari- 
ables from the test. On that account the ball test is capable of bringing 
out more information regarding the resistance to penetration of annealed 
copper than the cone test. Therefore, for both practical and theoretical 
reasons, it is well to investigate the ball test in preference to the cone test. 


GC. 8. WirnereLi.—Do you think that would be true if the cone were 
blunt, say, 150° angle? 


S. L. Hoyr.—Meyer tested that point out very carefully, as you will 
see in his original paper in 1908. In that work, as I remember it, he used 
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cones of different angles, and the striking feature of that particular part 
of his investigation was that the resistance remains constant in spite of the 
increased deformation produced. 

CG. R. Haywarp, Cambridge, Mass.—It is well known that one of the 
criticisms of the Brinell hardness test is that the material gradually grows 
harder as the ball penetrates the specimen, and there has been considerable 
interest in developing a method which would overcome that objection. 
There are many who believe that the Rockwell machine is greatly superior 
to the Brinell machine on that account. 

It seems to me that Mr. Witherell’s point anent the authors’ formula 
is very well taken, that the assumption of no resistance at the start is 
purely an assumption, and that if we are developing a mathematical form- 
ula we certainly should take cognizance of the extreme ends of the curve. 
For practical work, no doubt the method proposed by the authors is 
wholly satisfactory for anything within the accuracy of ordinary testing. 

W. H. Bassett, Waterbury, Conn.—The Brinell method of hardness 
testing is very important, and this method of checking up the accuracy 
of the hardness tests is undoubtedly of value. 

C. H. Davis, Waterbury, Conn.—Probably all who have made tests 
with the Rockwell and Brinell machines have noted that an error, due to 
the length of time in testing, is liable to creep in because of the fact that 
in most laboratories there is considerable vibration. That is particularly 
noticeable with the Rockwell machine, where the load is applied and 
remains suspended on the lever after the approximate hardness is reached. 
If the sample has a hardness of approximately 90, the dial pointer comes 
to rest very quickly and thereafter moves slightly. With soft metal 
like copper, the dial makes perhaps 1!9 revolutions, and comes to rest 
slowly, and the longer the load is left on, the farther the pointer goes on 
the dial, indicating continued depression. If you tap the bench with the 
finger, the dial continues to move, showing increased loading, not in actual 
weights, but due to vibration either of the building or of working parts in 
the building. In laboratory practice it is well to mount the machine upon 
a rubber cushion. It would seem inadvisable to stop the test at an early 
point; that is, within a few seconds after the load has been applied. 

An A. 8. T. M. paper published in 19179 showed that there was 
no increase in the Brinell hardness of soft brass after even 5 min. loading. 

8. L. Hoyr.—Our work was done on an Olson testing machine, using a 
special holder for the specimen and ball. As far as we were able to detect, 
this vibration effect, which is so pronounced with the Rockwell machine, 
was quite absent. The load was allowed to remain on for more than 1 hr. ; 
as a matter of fact, we frequently left the load on for 6 to 8 hr., or even 
more, sometimes overnight, with the idea of getting true static equilib- 
rium between the load on the ball and on the sample. We feelthat there is 


* Testing of Sheet Brass (1917) XVII, Part IT, 
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no error due to vibration or other sources there, such as the condition of 
the surface, and so on. 

We also found, with the Rockwell machine, that vibrations do play an 
appreciable role. If you tap your finger on it, the pointer moves around, 
and the checks which we were able to get with the Rockwell machine were 
very, very poor, as compared with the checks fhat we were able to get 


‘with the Olson machine, using the 10-mm. ball on the larger-size samples. 


So that for a method of testing or investigatin the property of hardness, it 
is our opinion that a machine of the Olson type should be used, and that 
the Rockwell machine or the ordinary Brinell machine would be quite 
incapable of giving you the results which you want. 


C. H. Davis.—Does not the part that the specimen rests upon have a 
great deal to do with it? 


8. L. Hoyr.—Yes, I think so. In our work, the sample rested on steel. 


C. 8. WirnerELL.—In the Olson testing machine you have a very 
heavy base which probably absorbs the vibration before it can be trans- 
mitted to the surface of the ball, a thing which you do not have in the 
Rockwell machine. . 


S. L. Hoyr.—We are also presenting a paper before the British 
Institute of Metals on ‘‘The Hardness of Cold Rolled Copper,” which 
carries this idea over into that field. In that paper we report on the vari- 
ation in the hardness over the cross-section of a rolled bar of copper, using 
the Rockwell machine. The Rockwell hardness number, we will say, 
averaged about 38, for the conditions used, and if we were able to get 
checks within plus or minus 5 points with the Rockwell, we considered we 
were pretty well off. In other words, there was considerable variation in 
the results. 

Speaking now of the impression diameter, we would not be satisfied 
with results that vary more than 0.02 or 0.03 mm. That is, the accuracy 
which you are able to obtain with the methods discussed here is of a differ- 
ent order of magnitude as compared with the accuracy obtained with the 
Brinell or Rockwell. 

I believe that Meyer’s method of analysis is not applicable to ordinary 
hardness testing and we do not use it. But in the case of the work which 
Rawdon and Mutchler reported here 2 years ago, in which the effect of 
rolling upon the hardness was discussed, I believe the methods of Meyer’s 
analysis are indispensible. The ordinary hardness test seems to be quite 
incapable of giving a satisfactory answer to the question involved, and 
the use of the Meyer’s analysis in that case would either place the results 
of Rawdon and Mutchler on an uncontrovertible basis or else would indi- 
cate the source of the error which may be involved in their work. The 
method of Meyer’s analysis I think gives us a tool which is far superior to 
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the ordinary methods of hardness testing in case the property itself is 
under investigation. 

Meyer’s relation is a purely empirical relation; it has no theoretical 
basis. It is stated in our paper as an exponential relation. It could be 
stated as any other mathematical relation which would fit the experi- 
mental data. The application of this equation does not go much below 1 
mm. in diameter (it was carried down to some 0.9 mm.). What may 
happen below 1 mm., I do not believe has ever been brought out. 

As for the upper portion of the curve, we can say, on the basis of our 
own work, that it holds for annealed copper up to practically 10 mm. in 
diameter, also on annealed steel, and we presume on other material. It 
holds up a load which is sufficient to impress the ball up to its full diam- 
eter. Any loads above that have a purely fictitious meaning. I am 
not clear in my own mind how much value a mathematical analysis would 
have in case the loads are carried above that point. 


CONDUCTIVITY AND DUCTILITY OF COPPER 679 


The Effect of Lead and Tin with Oxygen on the Conductivity 
and Ductility of Copper 


By Norman B. Piuuine,* Bayonne, N. J., ann Grorce P. HALLIWELL, t East 
PITTsBuRGH, Pa. 


(New York Meeting, February, 1926) 


The effects of lead and tin up to maximum contents of about 0.1 per cent. each, 
in the presence of oxygen between 0.04 and 0.30 per cent., have been studied. Tin is 
retained efficiently in the oxidized condition, whereas lead is not. An approximate 
relation, between the lead-oxygen and tin-oxygen contents is deduced which, if 
observed, permits the presence of these elements without detrimental effect. Excess 
of lead beyond this limit affects ductility and rolling properties adversely and an 
excess of tin correspondingly diminishes the conductivity. It is shown that copper 
carrying a combined lead and tin content of several hundredths per cent., yet fully 
equal in quality to electrolytic wirebar, may be produced under commercial conditions. 


TIN is not normally found in more than bare traces in current grades 
of American electrolytic copper, and lead is rarely found to more than a 
few thousandths per cent. In the electrolytic refining of copper these 
metals do not present great difficulty in separation and their presence in 
any considerable amount in copper that has been refined by this method 
need not be tolerated. On the other hand, the effect of these elements is 
not entirely academic, as a considerable tonnage of scrap copper liberally 
contaminated with them has been reclaimed by the fire-refining process 
into metal with a residual lead and tin content of several hundredths per 
cent., yet having excellent working properties and fully equal in quality 
to current grades of electrolytic wirebar. Such copper has been found 
entirely suitable for use in the manufacture of electrical apparatus. 

In the absence of oxygen, tin is known to depress the conductivity 
rapidly, and lead to impair ductility and the rolling properties, yet the 
effects of these metals on commercial grades of copper—+. e., copper 
containing from 0.03 to 0.10 per cent. of oxygen—apparently has not 
received systematic attention. Occasional reference is made to the fact 
that in the presence of oxygen lead may be tolerated, yet Addicks says,’ 
in regard to overpoling: ‘“‘The unstable condition can be controlled by 
adding certain substances, notably lead, in small quantities, but as mere 


*The International Nickel Co. 
+ Research Dept., Westinghouse Elec. & Mfg. Co. 
1 L. Addicks: “Copper Refining,” 132. McGraw-Hill Book Co., Inc., New York. 


1921. 


It is the purpose of this paper to present some : ) 
Solow the ner nnctons Flee. & Mig. Co., showing the effects 


and copper containing relatively small amounts of lead and tin, in wire. 


Appitrons oF Leap axp Try 


Im carrying ewt the firs¢ phase of this program a 30,000-Ib. heat of 
cupper im precess ef refining was used During the poling period the 
bath comstittnted a source of copper of which the oxygen content gradually 
diminished, lead and tm remaining af a minimum. After 115 hr. of 
peling, the precess was interrupted for aheut 10 min., eight 15-Ib. ladles 
wene withdrawn im suecession and to them certain additions of lead and 
tim were made. These additions had previously been Prepared as single 
pieees ef the metals- they were Isshed with copper wire to an iron rod, 
plunged te the bottom of the ladle and stirred briskly for 2 moment. The 
indie was them poured into a copper mold giving an ingot 2 by 2 by 8 im., 


wemhing 2@ Ib. The series Was composed thus- 
lL inget. ne additions 
> ingets, 3 different lead additions 
3 ingots, 3 diferent tin additions 
I meget, lead and tn addition 


sume varindiem im the weizht ef metal scooped up im the ladle was to 
be expected but the lead and th contents were determined by analysis. 


— 


Lwe ether similar series of Ingets with lesser oxygen contents were 
taiem, ene adier 2 hr poling, and the third when the heat had been 


breughe te pitel and Was ready te pour. A lst of these Ingots, together 
with metallic additions analyses and average test results is given in 


ESS ff 
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Disposition of Ingots 


The ingots were sawed in two and a central slice 14 in. thick cut from 
the center. One-half of each ingot was hot-rolled to 0.15 in. thiek and, 
after annealing, was cold-rolled to 0.078 in. thick, a reduction of about 50 
per cent. Lengths suitable for tensile test , »(2-in. gage length) were 
annealed in nitrogen for 1 hr. at 400° C., a temperature at which a high 
degree of ductility is normally developed in copper of moderate oxygen 
content. Ductility was measured as reduction of width at fracture, 
for reasons which have been discussed elsewhere.2. From the other half of 
the ingot, millings were cut from the entire cross-section for chemical 
analysis. From the central slice a section for microscopic examination 
was cut, and a portion for conductivity measurement forged and cold 
drawn to 0.040-in. diameter wire. The resistivity at 20° C. was meas- 
ured (Kelvin bridge) following annealing at 375° C. 


Rolling Properties 

Workability was qualitatively noted by observing the perfection of an 
initially smooth edge on the ingot, after it had been hot-rolled and cold- 
rolled to the finished size. The known effect of oxygen? in progressively 
impairing the cold-rolling properties up to a limit of workability at about 
the eutectic concentration was observed. Lead and tin in the more 
highly oxidized coppers (above 0.1 per cent. oxygen) affected the rolling 
properties, both hot and cold, to no perceptible degree. At 0.04 per 
cent. oxygen, tin was found to have no effect, whereas lead in amounts 
greater than the oxygen content promoted a very slight roughening or 
checking of the edge during cold-rolling. 


Effect of Lead and Tin on Conductivity and Tensile Properties 


Detailed results of tensile and other tests are given in Table 1. In 
general, lead and tin up to 0.1 per cent. by analysis induce relatively 
minor effects on the several properties measured; in contrast, oxygen 
has a dominating influence such that, owing to unavoidable varia- 
tions in oxygen content between the several ingots of a group, 
rather more attention has had to be given to the effects of oxygen than 
its triteness would at first seem to warrant. In order to isolate the 
effects of lead and tin from variations due to oxygen, the data of Table 1 
have been recalculated, based on the indicated effect of oxygen for 
minimum amounts of other metals (Figs. 1, 4, 7), making due allowance 
for departures in oxygen content from three constant values of 0.04, 
0.10 and 0.30 per cent. respectively. For example, the ductility of tests 


2 Pilling and Halliwell: Proc. A. S. T. M.; preprint, 1925. : 
3 Hanson, Marryat and Ford: Jnl. Inst. Met. (1923) 30, 197; I. Johnson: Metal 
Industry (1925) 27, 205. 
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from ingot 22 has been decreased by 0.2 owing to an oxygen content 
0.009 per cent. below the standard value. These form the basis of Figs. 
2,3, 5, 6, 8 and 9. 


Per os Oxygen 
Fic. 1.—EFFEcT OF OXYGEN ON CONDUCTIVITY OF COPPER. 
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Fig. 2.—EFrEct OF LEAD ON CON- Fig. 3.—EFFECT OF TIN ON CON- 
DUCTIVITY OF COPPER. DUCTIVITY OF COPPER. 
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Fic. 4.—EFrEect OF OXYGEN ON DUCTILITY OF COPPER. 


Effect of Oxygen 
The effect of oxygen in the presence of lead and tin on conductivity, 
ductility and tensile strength 1s shown in Figs. 1, 4 and 7. In these 
curves the added metals are identified and the amount roughly indicated 
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by the notational scheme used. Oxygen decreases both conductivity 
and ductility, the effect of each 0.1 per cent. oxygen being to lower the 
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TILITY OF COPPER. TILITY OF COPPER. 
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Fig. 7.—EFFECT OF OXYGEN ON TENSILE STRENGTH OF COPPER. 
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Fic. 9.—EFFECT OF TIN ON TEN- 
SILE STRENGTH OF COPPER. 
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Fic. 8.—EFFECT OF LEAD ON TENSILE 
STRENGTH OF COPPER. 
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former by 2.3 per cent., the latter by 9 per cent. of the maximum values. 
This quite overshadows any additional effect of either lead or tin. Ten- 


sile strength rises with increase of oxygen. 
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Lffect of Lead 


Lead is practically without effect on conductivity even in the presence 
of little oxygen. The effect on tensile strength is uncertain, but at any 


Bn ~ 


Fig. 10.—Oxyqgun APPROXIMATELY 0.04 PER CENT Nor prcurep 
Ps, 0.019; Sy, 0.016; (b) Ps, 0.018; Sn, 0.056. (c) Pp, 0.020; SN, 0.080. wes i 
0.021; Sn, 0.133. (e) Pa, 0.044: Sw, 0.016. (f) Ps, 0,057; Sw, 0.016. : 
event small. On the other hand, a definite increase in ductility is indi- 
cated when lead is added to an oxygen content of 0.1 per cent. or over. 
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With oxygen as low as 0.04, lead clearly diminishes the ductility. The 
presence of about 0.06 per cent. tin does not interfere with the effect. of 
lead on low-oxygen copper; that is, strength and conductivity are unaf- 
fected, while ductility is reduced in accordance with the lead content, 


Effect of Tin * 


The conductivity of high-oxygen copper is unaffected by tin up to 
0.10 per cent. yet with oxygen at 0.04, tin beyond 0.06 causes a steady 
decrease in conductivity. This apparently means that not until this 
point is reached is tin present in metallic form to dissolve with the copper 
as a very dilute bronze, thus depressing the conductivity. Tensile 
strength is only slightly affected although a steady increase in strength 
with 0.04 per cent. oxygen may be noted. Amounts of tin even sufficient 
to decrease the conductivity are without effect on the ductility. 


g h 
Fig. 10 (CONTINUED.)—OXYGEN APPROXIMATELY 0.04 PER cENT. NovT ETCHED. 
X 100. (g) Ps, 0.114; Sn, 0.016. (h) Ps, 0.053; Sn, 0.071. 


In general, lead tends to reduce ductility, tin to reduce conductivity, 
but both of these tendencies are cancelled by oxygen in sufficient amount. 
Since one part oxygen by weight combines with 3.7 parts of tin to form 
SnO, it appears from the break in the conductivity curve at 0.06 per cent. 
tin that actually about 1.4 times the theoretically required oxygen content 
is needed to keep tin completely in the oxidized form, and that for similar 
reasons based on the subnormal ductility beyond 0.04 per cent. lead, 
this metal requires about 11 times the theoretical amount of oxygen. 
Although this estimate is only approximate, it is clear that tin is held in 
the oxidized form efficiently, whereas lead is not. The actual maximum 
tolerance might be expressed as a lead content equal to the oxygen con- 
tent, or a tin content twice the oxygen content. Conservative practice 
would suggest a liberal factor of safety. 

In all of the higher oxygen ingots, of groups 1 and 2, the margin of 
excess oxygen as thus defined is distinct. 
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Microstructure 


It is evident from an inspection of the microstructures given in Fig. 
10 that both lead and tin form oxide constituents which do not form a 


Fie. 11.—Oxyenn APPROXIMATELY 0.1 PER CENT, Nor ETCHED. Ge 
Ps, 10.016; SN, 0.012. (6) Ps, 0.017; Sn, 0.057. (c) Ps, 0.022; Sn, 0.101. (d) a 
0-020; Sw, 0.101.  (¢) Ps, 0.044; Sw, 0.018. (f) Ps, 0.067; Sn, 0.015. ; 


eutectic with copper. In the presence of 0.03 to 0.05 per cent. oxygen 
an increase in the tin content from 0.016 to 0.056 per cent. resulted a 
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the complete elimination of the oxide eutectic as a structural element, 
and still larger amounts of tin gave a greater dispersion to these oxide 
particles. Lead, on the other hand, while less powerful in destroying 
the eutectic, finally dispersed it completely; the oxide particles, although 
scattered, have coarsened, in contrast to the opposite effect of tin. 
With larger contents of oxygen (Figs. 11 and 12) these effects are far less 
clearly shown, yet a suggestion of the lead effect remains as the rather 
consistent occurrence of coarse oxide particles immediately enveloping 
the dendritic copper crystals in the more highly leaded ingots. The 
reduction in amount of eutectic is difficult to trace. 

These effects are best seen in unworked ingot sections and are very 
largely lost when the metal is rolled, with the attendant mechanical 


Fic. 11 (coONTINUED).—OXYGEN APPROXIMATELY 0.1 PER CENT. Nor ETCHED. 
< 100. (g) Ps, 0.110; SN, 0.015. (h) Ps, 0.044; Sn, 0.053. 


dispersal of the eutectic. Ingot 32 with a tin content sufficient to depress 
the conductivity appreciably showed no coring after etching. 


RESIDUAL LEAD AND TIN 


A careful distinction should be made between the effects of lead and 
tin added to copper of a given oxygen content, and residual amounts of 
these metals present in copper as it is brought to pitch in the furnace. 
To be of value, a close comparison of the effects of the presence of lead 
and tin in high-grade copper should preferably be made only with full- 
sized bars produced by large-scale operations, in order to minimize 
interference with the delicate conditions affecting the “pitch” of the 
heat. In order to approximate this, two groups of 225-lb. wirebars were 
chosen for test. The first group was composed of three electrolytic 
bars selected as representative from large stocks of a well known brand; 
it may be assumed that these bars, proved free from lead and tin, are 
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fair samples of current electrolytic grade. For comparison, the second 
group was composed of six wirebars fire-refined from high-grade scrap 
copper containing solder. These bars were taken from a 25-ton heat 
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Fie. 12.—OxyGEN appRoxIMATELY 0.38 PER ceENT. Nor Eercun if 

Pp, 0.016; Sv, 0.008. (b) Pp, 0.020; Sy, 0.033. (c) Px, 0.017; Sx, 0.067, “a ae 
0.019; Sn, 0.106. (e) Px, 0.045; Sx,'0.009. (7) Ps, 0.054; Sw. 0.009.  - 
refined and brought to pitch under commercial conditions with a total 


residual lead plus tin content of about 0.03 per cent. Judged by the 
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data developed in the first section of this paper, the oxygen content of 
the bars of this group afforded a factor of safety of about 3. All these 
bars hot-rolled and cold-rolled excellently. 

All were rolled full size to strip 0.078 in. thick, the final cold reduction 
being 47 per cent. The final anneal was 1 hr. at 600° C. in nitrogen, 
and was under laboratory control. Conductivity was measured with wire 
drawn from a portion of hot-rolled bar to 0.040-in. diameter and annealed 
at 425° C. for 10 min. Chemical analyses were made on full section mill- 
ings from hot mill crops. ; 

The full experimental data are given in Table 2. Since the bars of 
each group ran rather consistently to type, it is convenient to compare 
the averages struck from each. 


Fig. 12. (CONTINUED).—OXYGEN APPROXIMATELY 0.3 PER CENT. Nor BTCHED. 
< 100. (g) Ps, 0.093; Sn, 0.010. (h) Px, 0.059; Sn, 0.026. 


TaBLeE 3.—Average Data 


si | Tensile | Red. Elong. | Grain 

G | ee | Cond. Strength, Width, Per Cent. | Size, 

Teeg er | Oo | pb! sn | Fe Cent.| Lb./In.2 | Per Cent. Piven Mm. 
———— et pele : 

Electrolytic....... 99.940.073 nil nil 100-1 32,500 PA ey || 49.3 038 

ead-tin 0.0.56. 99.92.0.0650.0100.018 100.9 — 32,500 27.2 50.3 | 0,027 


Although the electrolytic bars averaged higher in copper content, the 
lead-tin bars are, by a small but consistent margin, both more ductile and 
of higher conductivity. The better ductility of the lead-tin bars is only 
partly accounted for by their lower oxygen content and may be largely 
due to their finer grain size,* a feature which has been rather consistently 
noted. The conductivity difference is more striking in that the average 
electrolytic value is below the lowest lead-tin, and is too great to be 


4 Pilling and Halliwell: Op. cit. 
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accounted for by the difference in oxygen content. The lower strength of 
the copper in these two groups, as compared with the tests in Table 1, is 
fully accounted for by the difference in annealing temperature. 

It is clear, therefore, that residual lead and tin may be present to a 
total of a few hundredths per cent. in wirebar copper without loss of either 
ductility or conductivity. 


CONCLUSIONS 


1. Tin and lead may be present in copper of commercial purity with- 
out loss of either ductility or conductivity provided the sum of the lead 
and half the tin contents does not exceed the oxygen content. This 
may be regarded as the maximum tolerance, not to be approached in 
conservative practice. 

2. When the above condition is observed, the tensile and electrical 
properties of copper containing lead and tin are directly related to the total 
oxygen content. 

3. When the above condition as to oxygen content is not observed, an 
excess of tin depresses the conductivity and is without effect on the 
ductility; an excess of lead reduces the ductility without appreciable 
effect on the conductivity, and impairs the cold-rolling properties. 

4. A careful comparison of wirebars produced under commercial 
conditions has shown that copper containing residual lead and tin up to 
0.03 per cent. totalis fully the equal, both as to conductivity and ductility, 
of average grade electrolytic wirebars. 


ACKNOWLEDGMENT 


Acknowledgment is made of the helpful cooperation of Mr. H. F. 
Seifert in permitting use of the reverberatory refining furnace, of Mr. 
C. R. Stevens in supervising the rolling of the ingots, and to Mr. 8S. M. 
Kintner, Manager, Research Dept., of the Westinghouse Co., for per- 
mission to publish these results. 


DISCUSSION 


5. Skowronskt, Perth Amboy, N. J.—It must be rather startling to the 
copper refiner to find that lead does not have much effect upon the rolling 
quality of the copper, and the conclusions of Messrs. Pilling and Halliwell 
must be carefully interpreted in order to avoid any misconception. 

In the rolling of copper into sheets, starting with the usual copper 
cake, or wedge bar, lead is a very deleterious element, and there is positive 
evidence that copper containing as low as 0.0075 per cent. of lead will fail 
on rolling, the copper being hot short giving serrated edges to the copper 
sheet. This with the normal amount of oxygen to be found in refined 
copper 0.03 to 0.04 per cent. 
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The manner in which the copper is rolled whether in closed or open 
passes undoubtedly has an influence on the amount of lead which may be 
allowed in the copper, and under the authors’ condition, a much higher 
lead content is permissible. 

The authors are correct when they state that lead has no effect upon 
the electrical conductivity of copper. Experinventally it has been found 
that copper containing as much as 0.5 per cent. of lead has the 
same conductivity as the original copper without the addition of lead. 

In fact lead will increase the conductivity of copper, where the 
decrease in conductivity is due to the presence of arsenic. For example 
copper containing 0.0104 per cent. of arsenic with a conductivity of 97.3 
can have its conductivity increased to 100.2 per cent. by the addition of 
0.12 per cent. of lead. 


W. H. Basserr, Waterbury, Conn.—The reason why we advocate a 
lead limit of 0.005 per cent. is because when cake copper is hot-rolled to 
sheets, edge cracks begin to be noticed with lead at 0.005 per cent., and 
with more lead, the cracks become worse. 

It makes much difference whether one is rolling copper or just 
“playing” with it. If one is willing to put it through the rolls, back and 
forth, almost an unlimited number of times, to reduce it a certain amount, 
more lead can be tolerated than if it is pinched to the full capacity of the 
rolls. The modern practice of rolling copper is to squeeze as much as the 
rolls will stand. Certainly copper, if it is well refined, will not stand a 
lead impurity. Tin does not affect to any extent the ductility of copper. 
Copper can be rolled with tin in it up to 2 per cent.—I am now speaking of 
hot-rolling. Using care, copper can be cold-rolled with lead in it up-to 1 
per cent. In cold-rolled copper small amounts of lead do not seriously 
impair the ductility. 

The authors quote Mr. Addicks in regard to overpoling: ‘The 
unstable condition can be controlled by adding certain substances, nota- 
bly lead, in small quantities, but as mere traces of lead make copper brit- 
tle, the cure is worse than the disease.” Overpoled copper usually 
contains oxygen in considerable amounts. The authors have not taken 
into consideration the sulfur that is contained in overpoled copper. 

Of course, the relative amounts of oxygen and lead present must be 
taken into consideration. There is no doubt that tin oxide can occur in 
copper if it contains considerable oxygen. We have found that when this 
condition exists, solution of the copper in nitric acid leaves grains of tin 
oxide, beside the usual precipitate of metastannic acid. 

The other impurities in the copper were not taken into consideration 
by the authors. The samples should have been subjected to complete 
analysis. In considering grain size, the question of the effect of impurities 
other than lead and tin were not taken into consideration. Of course, tin 
raises the annealing temperature of copper, and to make a proper com- 
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parison the material should have been annealed to the same grain size 
instead of the same temperature. The conductivity in Table 3 of average 
data shows electrolytic copper to have a conductivity of 100.1, and cop- 
per containing the lead and tin to have a conductivity of 100.9. An elec- 
trolytie copper may contain silver, which would have little effect 
on conductivity, but would have a very decided effect on annealing tem- 
perature and grain size. It may contain nickel, which will decrease the 
conductivity more than either tin or lead, lead having practically no 
effect and tin having but small effect. It may contain arsenic, which 
would not make very much difference to grain size, in the small amounts 
which could be present and have the conductivity given. We really do 
not know what there was in the electrolytic copper to reduce its conduct- 
ivity, and the copper which contained lead and tin may have been of very 
high purity, except for the lead and tin. 

The refining which this copper has received may have removed some 
of the impurities which the electrolytic copper originally contained. 

Of course, we cannot agree with the authors’ conclusion: “Tin and lead 
may be present in copper of commercial purity, without loss of either 
ductility or conductivity provided the sum of lead and half the tin con- 
tents does not exceed the oxygen contents. ‘This may be regarded as 
the maximum tolerance, not to be approached in conservative practice.”’ 

Suppose in commercial copper we have 0.02 per cent. of oxygen 
present, and then we might have lead under those conditions present as 
0.015 per cent., and tin as 0.010 per cent. The tin would not affect the 
ductility, and the lead would be extremely disastrous in hot-rolling. Of 
course, there is a relation between the amount of lead that copper will 
carry, and oxygen, but copper which is proper for use in the arts, must 
have low oxygen. Oxygen approaching 0.1 per cent., has a considerable 
effect on the ductility of copper. Formerly, this might have been toler- 
ated in copper sheets for roofing, where the copper was not mechanically 
worked to any extent, but if the oxygen approaches 0.1 per cent., the 
ductility of copper, and its fatigue resistance, we believe, is reduced con- 
siderably. Under modern conditions, in the use of copper, those points 
must be observed. 

In the third paragraph the authors say that lead reduces the ductility, 
without appreciable effect on conductivity, and impairs cold-rolling 
properties. It impairs hot-rolling properties, but once the copper is 
broken down, you can cold-roll it practically as much as if there were not 
any lead present. 

So I think that while this paper is a good exposition of the fact of the 
counteracting effect of oxygen on the influence of lead in copper, particul- 
arly in the hot-working of copper, it would lead to many wrong conclus- 
ions if we took it without some further consideration of the matters which 
I have just talked about. 
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C.S. WirHerety, New York, N. Y.—I would like to ask the authors, 
when they speak of percentage of oxygen in copper, whether they fay 
to the total oxygen or what is nowadays, I think, called optical oxygen, 
which means that oxygen which can be accounted for by the oxygen con- 
stituent visible under the microscope, whether a suboxide or a eutectic 
composed of suboxide with copper? r 


N. B. Pirtinc.—The oxygen given is that which was determined by 
direct chemical analysis. , 


C.S. WirHERELL.—After the oxidizable impurities have been satisfied, 
to the extent possible, then any more oxygen present must be there com- 
bined with copper and be visible under the microscope as the oxygen con- 
stituent. It is obvious that impurities are much less harmful if in the 
form of oxides and merely held in suspension than if they were in the ele- 
mental state alloyed with the copper. To insure this condition enough 
oxygen-constituent (considered to be suboxide of copper) must be present; 
however, as is well known, too much oxygen-constituent must be avoided, 
whether the impurities be present or not. There is a rather delicate 
balance, hence it is probably more important to have some criterion of 
that oxygen appearing in combination with copper than to know the total 
oxygen present. There is no better criterion than that indicated by the 
microscope, which not only shows to what extent the copper oxide has 
been formed but also how segregated and whether or not the impurities 
which form solid oxides have, to a large extent, been put into 
that condition. 


F. R. Pyne, Perth Amboy, N. J.—Weight must be given, as Mr. 
Bassett has said, to the other traces of impurities in the copper. In some 
of these papers, that has too frequently not been given sufficient weight. 


C. R. Haywarp, Cambridge, Mass.—I wish to object, on theoretical 
grounds at least, to any statement that the presence of any impurity does 
not affect the conductivity of copper. For practical purposes, we may 
put up with small quantities of various impurities, but I feel sure that the 
copper metallurgists should not rest satisfied until they have produced 
the purest possible copper, as free as possible from impurities, either 
dissolved or free, and also as free as possible from voids. When such a 
copper is produced, it will have properties far superior in many respects 
to the best commercial grades today. 

The recently published tests on a single peretal of copper, that have 
been made in the laboratories of the General Electric Co., have been 
extremely interesting, and show some of the intrinsic sitio OHHER of pure 
copper. How nearly we can ever approach to those properties, at least, 
so far as conductivity is concerned, it is impossible to say, but we have 
been too much accustomed to consider copper containing oxygen, even 
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though quite free from other impurities, as the best copper that can be 
produced. 

Even these small traces of oxygen, admitting perhaps that it is 
difficult to measure their effect as far as conductivity is concerned, must 
have some effect on conductivity, and several times today it has been 
pointed out that traces of one thing or another undoubtedly lower the 
conductivity of the copper and affect its resistance to fatigue failure and 
its behavior in working. 

We also forget that there is often a change in the composition of 
copper, as it flows from the furnace to the mold and during setting. 
Most of our practical copper metallurgists minimize the absorption of 
oxygen during this period but I have made tests which show that the 
absorption is considerable, and I feel confident that it has a bad effect 
upon the final properties of the copper as the fabricator has to receive it. 

I merely wish to make a plea for a continued effort toward getting, 
shall I say, a chemically pure copper; and when that day comes, we will, 
I believe, look back upon our present complacency with shame. 


W. C. Smiru, Baltimore, Md.—The question was asked whether the 
oxygen had been determined microscopically, optically or chemically. 
With lead and tin present, the microscopic oxygen is not much good ; 
in fact, 1t Is very erroneous. 


C. R. Stevens, East Pittsburgh, Pa.—I would regret very much to 
have the impression created that the authors desire to go on record as 
stating that lead and tin as impurities in copper are of no consequence or 
significance. They have proved in their paper that small quantities of 
lead and of tin with proportionate amounts of oxygen have no detri- 
mental effects whatsoever on the ductility and the conductivity of 
commercially pure copper. 

Ten years ago, 1 was confronted with the problem of using copper 
from which lead and tin could not be entirely eliminated. The copper to 
which reference is made is wirebars made from refined copper scrap con- 
taining small quantities of soldered leads, connectors, ete. Practical 
mill-working of the copper, based on fore-knowledge of its content, 
demonstrated that it possessed slightly greater ductility and conductivity 
than the average American electrolytic wirebar stock. The results 
obtained in the mill prompted us to make a thorough research test to 
determine the limits to which lead or tin or both could be present without 
detrimental results of copper. The paper presented by Dr. Pilling and 
Mr. Halliwell gives the results obtained in detail. 

I attribute the successful working of lead- and tin-bearing copper to 
our refining and manufacturing processes. In our refining process, we 
oxidize the copper quite extensively, skim off the slag very carefully, cover 
the charge well, and reduce to the proper pitch. The oxidizing section of 
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the refining process is carried beyond the stage of the disappearance of 
metallic lead which is determined by the disappearance of the lead line 
in the spectroscope. The elimination of lead is substantiated by chemical 
analysis made at the time. In the hot-rolling process, our equipment 
is such that the metal is worked on all four sides at once, thus giving 
equal distribution of pressure throughout the bar. This hot-rolling 
treatment builds up a grain structure at the beginning that is an insurance 
against edge fractures. 

The wirebars we make from refined copper scrap have an extremely 
fine “‘set.”” The wrinkles are very small and indicate the absence of 
insoluble gases. The ‘‘set”’ surface has been milled from hundreds of 
bars and no cavities have been found. 

The statement that lead present in copper is detrimental to making 
sheets does not necessarily prove that lead in very small quantities is the 
cause of cracked edges. Our research work and practical experience have 
demonstrated otherwise. We have made exhaustive comparative tests 
for edgewise ductility performance and have found that lead-and tin- 
bearing copper up to 0.03 per cent. of lead and tin showed a lower per- 
centage for breakage loss than average electrolytic copper. 

The ductility requirements for copper to bend edgewise around a pin 
are very high. As an example of the requirements, let me illustrate 
a standard operation in coil forming: Copper strap 0.045 by 0.625 in. 1s 
bent around a pin of 14 in. diameter to an angle of 180°. The extreme 
outside edge stretches nearly 95 per cent. Of course, the compressive 
stresses acting on the inside edge compensate to some extent for the 
great elongation of the outer edge. 

Another feature peculiar to refined copper bearing 0.03 per cent. lead 
and tin or less is the remarkable freedom of the metal from slivers and 
other surface defects. This feature is of great value when applied to the 
manufacture of large cross-section shapes such as rounds, squares, rec- 
tangles, wedges, etc. In closing, allow me to say that in 10 years’ 
experience of manufacturing copper, during which period approximately 
60,000,000 Ib. of scrap copper has been refined, we have found the metal 
to be second to none for those qualities of prime importance to the elec- 
trical industry, viz., ductility and conductivity. 


N. B. Pruuine (reply to discussion).—Both Mr. Bassett and Mr. 
Skowronski have stressed the importance of lead on the ability of 
copper to hot roll without cracking. As they have suggested, the lead 
tolerance in rolling sheet from cakes may possibly be lower than in rolling 
narrower sections from wirebar where a considerable side support is given 
during the reduction. They are probably right in their contention that 
with heavy mill reductions lead, when present in amount sufficient to 
cause damage, has its principal effect in the hot- rather than the cold- 
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rolling properties. Our data on extremely high lead contents in experi- 
mental ingots do not afford a clear answer to this point. 

As to the critical relation between the oxygen and the combined lead 
and tin contents, which forms one of the principal conclusions of the 
paper, Mr. Bassett does not seem inclined to agree, yet in the example 
which he cites as disproof, one finds reference only to hot-rolling quality 
and not to either cold-ductility or conductivity, regarding which the point 
in question is framed. We would also call attention to the fact that Con- 
clusion 1, to which he objects, contains two sentences, only the first of 
which he has considered. We of course do not know and have not 
attempted to determine to what extent this critical ratio changes as the 
oxygen content is varied, but consideration of Ingot 27 in Table 1 would 
suggest that a considerable increase in the oxygen content from 0.04 to 
0.15 per cent. does not diminish it to any great extent. We may therefore 
assume no important change in the range 0.02 to 0.06 per cent. oxygen. 
Although Mr. Bassett speaks of an oxygen: lead ratio of 4 to 1 and Mr. 
Skowronski implies that 5 to 1 is not enough, we have seen many wirebars 
of the lead-tin type of Table 3 in which (assuming that the small tin con- 
tent accounts for a fraction of the oxygen content in accordance with 
Conclusion 1) the oxygen: lead ratio is about 3 to 1, hot rolled and cold 
rolled on a commercial scale to thin strap sizes with much success. Over 
50,000,000 lb. of copper of this type has been successfully worked by the 
Westinghouse company. 

The quotation from Mr. Addicks regarding the evil effects of lead in 
copper, while made by us only to indicate the divergence of opinion 
indicated in the literature, we feel is distinctly misleading in the cate- 
gorical and unqualified form in which it originally occurred. 

Both Mr. Bassett and Mr. Pyne suggest that the two grades of copper 
compared in Table 2 may have differed in important respects as to the 
content of minor impurities other than the six for which analysis was 
made. We would not suspect great divergence in composition as the 
fire-refined heats were worked up initially from electrolytic scrap reverts, 
but admit the pertinence of the question. Mr. Bassett has agreed to 
make a careful analytical comparison between representative bars of these 
two groups, and the results he obtains from material now in his hands will 
be of value. 

In principle, at least, we find no difficulty in agreeing with the remarks 
of Mr. Witherell regarding the importance of the form in which impurities 
are present, whether oxidized and precipitated, or in the reduced con- 
dition. This point received some attention in the paper by way of 
micrographs showing the oxide structures encountered; yet we have had 
some trouble in identifying with any certainty the minute quantities of 
these present in impure low-oxygen copper, not to speak of the difficulty 
of attempting a quantitative estimate of them. 


DISCUSSION 699 


It is perhaps only fair to state that our intention in presenting this 
paper was not to suggest any relaxation from the present standards of 
purity of refined copper, but by calling attention to the highly successful 
industrial use, in an application in which the physical and electrical 
requirements are severe, of copper containing an element commonly 
regarded as detrimental, to indicate what seems to be a lag between the 
literature of the art and its practice. 


W.H. Bassert (written discussion).—Samples of wire bar copper from 
Grades A and B, Table 2,° were handed me by Messrs. Pilling and Halli- 
well for complete analysis in order, if possible, to obtain further informa- 
tion as to the reason for the difference in conductivity between these two 
grades. The result of this analysis follows: 


TBYSHE NYG = Sid SRS ay eens epaulets 7 | 3 
IBHRIVTIC Ls 5. ake React ee Ie ne ae Lead-tin Beebe Re 
OGROTE ET YIU Vers aa aC y eine Bits a dels tae a sles eo vs se pas a oS Nie 
Cit) CPN a etn ee = Oi he ane aan akira 99.901 |} 99.942 
0 care SE IR ree oe Md ee yh et sas ie eT, 0.034 .0026 
ITS DOIOE «ho Aas GO BCL Bee CE ICI er 0006 .0009 
PATAELITAOT Ve pee cena ono aves, s 12 Sees charera recive. «A .0013 .OO11 
TEC lace chs key SNS Re tees ce eS eR ec le aan .0093 . 0004 
LST PR eet I Mp as. tae aes Roda Biota ee ae ehiewee .0163 .0000 
LE ROR TES chang, Se Rk a a RCO A aC ee ae Ree dae 0051 | .0020 
PNET Clee Reena eae eco te T ee Wen Ee SheMet Yara Me goace wiaeas tase bee .0039 | 0016 
Seri UT ee eee eee ce bao te ish auosils Bivens .0005 .0006 
RNR WANT NIT. oe 5 io de SERA Aare eee Ok Gan ee exec Sin ee eae .0007 .0007 
SISTED MER Rer Reet Capt ocs eects cre isre els, aie a cians bas . 00003 .00005 
YLT C ej ayrales PhO Chico tO a Dice Oe TCR MERON ON HORE ea aE 0019 0000 
SUITE. 2 ad hoe ee are Ae On One ae 0022 .0031 
Osc 1G ME ee Set etre cadence] yiele says yes Sve .060 .062 


The composition gives no evident indication as to the reason for the 
high conductivity of the lead-tin copper as compared with the B. E. R. 
electrolytic sample. It is well known that lead and tin in small amounts 
have but little effect on conductivity, but with lead, tin, iron, nickel and 
zine all higher in the lead-tin samples it is very difficult to understand 
why the conductivity should also be higher. Oxygen does not affect 
conductivity very rapidly and the oxygen in the electrolytic sample is 
only slightly above that in the lead-tin sample. 

The heating, rolling and drawing of the wire, and also the annealing 
of these samples, was done at the same time and under exactly the same 
conditions. The microstructure is very similar. 


5 See Table 2, page 689. 
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Exudations on Copper Castings 


By W. H. Basserr* anp J. C. Brapuey,t WATERBURY, CONN. 


(New York Meeting, February, 1926) 


Beads of metal frequently appear at the ends of cast-copper wire bars and on the sides 
of wedge cakes near the top. These are richer in cuprous-oxide than the rest of the casting. 
A micrographical study of these exudations has been made. Ti is suggested that the 
material is forced through the surface while the copper is solidifying. If not eliminated in 
process of manufacture, it shows on the finished polished sheet copper in patches differing 
in color from the main body of the sheet. 


Figures 1 to 4 show the copper exudations, at different magnifica- 
tions, as they appear on the ends of cast wire bars, and on the sides, usu- 
ally near the top, of wedge cakes. Sometimes the exudations are in fine 
“‘drops;” at other times, large masses of the material are found. 

Microscopic examination of the copper exudation indicates that it is 
high in oxide and of eutectic proportions. Because of the difficulty 
of securing a suitable sample, the protuberances have not been analyzed 
chemically; but the spectroscope shows no indication that there are any 
more metallic impurities present than in the balance of the copper. The 
lowest copper plus silver content of the coppers studied for this paper was 
99.914 per cent.; the highest, 99.966 per cent.; so the oxygen content of 
the whole casting would be well under 0.07 per cent. 


STRUCTURE OF PROTUBERANCES 


The segregation of oxide between grains in the interior of the cast 
bar, not far from the “set,” is shown in Figs. 5 and 6. In general, the 
amount of cuprous oxide begins to increase at a point about 0.01 in. 
below the normal surface of the casting, 7. e., the base of the drop; but it 
does not attain maximum concentration in the main body of the metal. 

Vertical sections, Figs. 7 to 12, show that there is a definite line of 
large cuprous-oxide globules at the base of the drops. Horizontal 
sections at this place show that these large globules lie in a thin billowy 


* Technical Superintendent and Metallurgist, The American Brass Co. 
+ The American Brass Co. 
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Fig. 3.—~xX 5. 


Fiqa. 5. OXIDE SEGREGATION 
BETWEEN GRAINS OF COPPER CASTING; 
SECTION PARALLEL TO SET. *« Tae 


Fic. 4.—X 20. 


EXUDATIONS AS THEY APPEAR ON COPPER CASTINGS. 


Fig. 6.—OXIDE SEGREGATION 
BETWEEN GRAINS OF COPPER CASTING, 
SECTION PERPENDICULAR TO SET. 
Saioe 
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sheet, one globule deep, across the whole basal portion. This phenom- 
enon is brought out more distinetly by the single narrow band, free from 
cuprous oxide, lying adjacent. Beyond this clear narrow band the entire 
body of the drops is made up of a rich mixture of cuprous oxide in copper, 
broken only by distinct lines of oxide globules resembling those of the 
crystal boundaries within the casting proper. These division lines 
oceur only in the larger drops and suggest that the metal forming the 
drops flowed from more than one outlet and joined in a common mass. 
Half of such a drop is shown in Fig. 10; another part, in Fig. 9. Where 
the drops are attached to the surface of the main body of the copper, the 
cuprous oxide globules are elongated in a direction nearly normal to the 
surface. Elongation of the cuprous oxide is also noticeable in the metal 


‘ 


Fig. 19.—X 75. Fia. 20.—xX 75. 
HoRrIZONTAL SECTIONS THROUGH EXUDATIONS ON COPPER CASTINGS. 


underneath the drops. There appear to be no definite craters or channels 
from which the high cuprous oxide material exudes, but there is at least 
a well-defined structure to show general movement, or increase in oxide 
toward the drop. Figs. 18 to 20 show horizontal sections. 


MercHANISM OF EXUDATION 


Pure copper solidifies at 1083° C.; the eutectic material, carrying 0.39 
per cent. oxygen, remains liquid until the temperature goes down to 
1065° C.' As the copper of highest purity crystallizes, a gradual rise 
of oxygen-rich mother liquor occurs in the mold, as evidenced by the 
concentration of cuprous oxide being greater near the top of the casting 
and in the set than in any other part. It is such material as this of eutec- 
tic proportions that constitutes the protuberances. At first, while most 


‘Heyn: Equilibrium Diagram. Z. Anorg. Chem. (1904) 39, 1. 
Desch: Metallography. (1913), 205. 
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of the copper is molten, the hydrostatic pressure makes the solid envelope 
of the casting hug the mold. Soon contraction, the result of cooling, 
leaves a space between the mold and the copper; into this is foreed some 
of the copper-cuprous oxide eutectic, which has been entrapped between 
crystals of purer copper, forming the exudations at the sides near the top 
of the cake or bar. ¥ 


Errect or Exupations oN Routep Coprer 


When wedge cakes and other shapes are so rolled that the surfaces 
carrying exudations correspond with the finished surfaces of the sheet 
metal, these high oxide areas will sometimes appear in patches differing 


Fig. 21.—BROWN STAIN ON POLISHED SHEET RESULTING FROM EXUDATIONS ON COPPER 
CASTINGS; HEAT TINTED. X l. 


in color from the rest of the sheet. If the metal is highly polished and 
held in the proper light, these spots look brown in contrast with the 
clean copper. The spots vary in shape; some are streaked, some form in 
a lacey pattern, others look like leopard spots. The spots change shape on 
polishing deeply. The shape depends on the way the protuberances 
occur in casting and on the direction in which the metal is rolled. Fig. 
21 illustrates these spots, the sample having been prepared by heating, 
to bring out the color contrast. 

If in process of manufacture the surface is heavily ‘‘scalec ,” or sealped 


so the protuberances are removed, the brown stains do not appear. 
VOL, LXXIII.—45. 
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DISCUSSION 
F. R. Pyne, Perth Amboy, N. J.—Exudations are always on the ends 


of the wire bars or on the upper part of the cake. That is where the mold 
is thinnest, and the copper gets its first cooling. 


Mr. Bassett’s analysis—that the copper oxide released by the release 
of pressure through the shrinkage of the solid metal in the mold—is 
probably correct. It is very difficult to prevent exudation, except by 
using very thick molds and keeping them hot. Exudation occurs in the 
early part of the casting more than later when the mold is hot. 


H. A. Suaw, Seymour, Conn.—Is it not a poor condition in the mold 
that is largely responsible for the formation of exudations? 


C. 8S. WirHERELL, New York, N. Y.—It is very pronounced on the 
broad flat ends of blunt-end wire bars. It is the end of the bar that 
draws away from the mold very quickly, and at that time it is Just below 
the freezing temperature of copper and since the bar is shrinking it is 
understandable that any liquid constituent would squirt out through 
whatever surface pores it may find. 

I do not know what we can do about it, except to regulate the temper- 
ature of the molds, and we have so many other things to regulate in cast- 
ing wire bars that I do not think we want to load any others on ourselves. 
However, if the molds are properly proportioned for uniform cooling and 
are at the right temperature for pouring, the trouble seems to disappear. 


W. H. Basserr.—In making polished copper there are so-called ghost 
marks, lace patterns, etc., on the surface of the copper which are caused 
by a slight difference in color between the pure copper and the copper 
oxide eutectic. Such pattern is observed where these exudations are 
rolled in. 


C.S. WiTHerReLL.—It seems to me that the value of such rolled copper 
would be sufficient to warrant the expense of scalping the copper before 
rolling it. It isa very simple means of removal. On all other copper you 
would not care whether the markings were there or not. 


H. A. Suaw.—lIt is customary on certain kinds of copper to scalp 
to the extent of 5 per cent. on the surface, and even that does not take it 
out on both surfaces on the wedge cake. 


C. 8. Wiraerety.—That would be about 14 in. (1¢ in. per side) on a 
5 or 6-in. cake. 


H. A. SHaw.—That is after it is rolled. 


C. 8. WiTHERELL.—That is about 1¢ in. 
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Microscopic Structure of Copper 


By H. B. Putstrer, CLeveLanp, OxI0 


(New York Meeting, February, 1926) 


Tue following report on the structure of copper is the result of work 
done in the laboratory of the Rome Wire Co. early in 1925. Previous 
work had indicated to the author that excellent results might be expected 
if a suitable technique in surfacing and etching could be developed. 
The resources of the Rome Wire Co. enabled this metal to be studied more 
intensively than previously, although none of the materials were investi- 
gated exhaustively. The material presented is hardly more than a pre- 
liminary summary of the most obvious character of the metal; a much 
longer research would have been necessary to solve many of the pressing 
problems connected with the casting and working of copper. 

The Rome Wire Co. has generously released the paper; to Dr. E. H. 
Darby, technical supervisor of the company, are due particular thanks 
for his appreciation of the importance of metallographic study of copper 
and for his effective support in the prosecution of the work and in making 


its publication possible. 
DENDRITES, CELLS AND GRANULES 


The microscope reveals at least three orders of structural units in 
copper, as in other metals. The largest structural units are the dendrites 
—spine-shaped crystals building up the masses of metal when it solidifies 
from a melt or is crystallized from solutions by chemicals or electricity. 
The nucleus cells, commonly called “grains,” are the largest and most 
conspicuous units of recrystallized solid metal; the limitations of their 
growth usually confine their sizes to microscopic proportions, although in 
‘single crystals” they may become as large as the piece of metal itself. 
The granules are the microscopic fine-structural blocks or laminations 
that build up the nucleus cells; they are revealed when metal is etched 
with suitable chemicals. The granules are commonly visible at 500 
diameters magnification and are plainly visible at 1000 diameters; magni- 
fication of the granular surfaces up to 6000 to 9000 diameters shows no 
finer units, not because of lack of optical resolution but because the 
chemical attack has left an unfeatured smooth surface. 
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Dendrites 


The dimensions of dendritic units vary enormously; in small and 
quickly chilled ingots they may be of truly microscopic size, in large 
masses of metal, which necessarily cool slowly, they may be inches or 
several feet long. Fig. 1 shows a cross-section through a copper wire bar 
at one-half actual size. After sawing, filing, and smoothing on emery 
paper, the specimen was immersed in acidified ferric chloride solution for 
about an hour. Besides disclosing the dendritic units in the usual manner 
of a luster-etched surface, the print indicates the zonal distribution of the 
erystal growth as well as the interlocking of branched dendrites. 


tg, 1.—SECTION THROUGH COPPER WIRE BAR, ONE-HALF NATURAL SIZE} ETCHED 
WITH ACID FERRIC CHLORIDE. SHOWS ZONAL DISTRIBUTION OF PRIMARY DENDRITES, 
GROWTH OF SPINES, AND INTERLACINGS. 


Dendrites are formed by the shooting out of spines and branches, the 
parts of which may or may not meet again; if parts of the same crystal 
meet a suture results, otherwise a branch from some other unit fills in 
the space. Solid un-indented units, sutured units, and thickly interlaced 
units may appear on the same section, depending on the factors of the 
solidification. The suture lines in dendrites only partition one dendritic 
unit and do not correspond to the boundary zones of cells in recrystallized 
metal. A suture line may end abruptly, as it started by a partitioning of 
the growth of one crystal. An alternative interpretation of the origin of 
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suture lines is that atomic arrangement may have started in the melt 
previous to the beginning of rigid spines and that similarly oriented 
growths from neighboring nuclei met at the sutures. Impurities are 
trapped at suture lines, as at dendritic borders. 


Pegg 
COM ASE 
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Fic. 2.—SuTURE LINES IN A CORNER DENDRITE OF A WIRE BAR; ETCHED WITH 
AMMONIACAL PEROXIDE. VUGS, IMPURITIES AND STRUCTURAL DISCONTINUITY MARK 
BOUNDARIES BETWEEN JOINED BRANCHES OF A DENDRITE. X 125. 


In Fig. 2 are shown the customary suture lines in the corner dendrites 
of a copper wire bar; because of the lack of strong luster etching and the 
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absence of very pronounced borders, one is not certain whether all the 
parts belong to one dendrite or to several. Several blunt ends and 
continuous metal from one division to another indicate that most of 
the lines may be partitions in the same crystal instead of borders between 
dendrites. The vugs, rows of globules, and inclusions along the division 


Iie. 3.—SuTURE LINES IN A DENDRITH; ETCHED WITH AMMONIACAL PEROXIDE. X 700, 


lines are not as pronounced as may be found in wire-bar sections ; this 
print likewise does not show metal as clean and massive as it frequently 
occurs and is always desired in wire bars. 

A more intimate view of suture lines is given in Fig. 3, where the fine- 
ness of the division lines, the quality of the light reflection, and the regu- 
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larity of the granulations distinguish the large unit from its neighbor at one 
side. A clearer view of the granulations that control the direction and 
intensity of the light reflection is seen in Fig. 4 which is at 1200 diameters 
magnification. The laminations of this print are the “etch figures” 
Sometimes repressed by metallographers; they are not as easily brought 
out as cell borders and are obliterated by a litéle repolishing. Ordinarily 


Fia. 4.— ULTIMATE GRANULES OR LAMINATIONS IN CAST COPPER; ETCHED WITH 
AMMONIACAL PEROXIDE AND NITRIC ACID. REFLECTIONS FROM FACETS OF LAMINA- 
TIONS DEFINE THE COLOR OF A NUCLEUS CELL, AS REFLECTION VARIES FROM FULL TO 
ALMOST NIL, COLOR CHANGES FROM WHITE TO BLACK. XX 1200. 


their appearance is not desired because they subordinate the prominence 
of grain borders and inclusions. 

Another print to demonstrate the difference between sutures and 
dendrite borders is Fig. 5, at 1500 diameters, where a suture line, some- 
what resembling a twinning division, crosses at one side of the print and a 
quite different and well-filled crystal border separates a dark dendrite 
from its light-colored neighbor. 
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: Nucleus Cells 

The grains or, as the author prefers to call them, “nucleus cells” 
of recrystallized metal will be seen in many of the later prints. They 
have an important effect. on the hardness and workability of the metal, 


F ia. 0.—TYPICAL SUTURE LINE AND TYPICAL CELL BOUNDARY; ETCHED WITH 
AMMONIACAL PEROXIDE AND NITRIC ACID, DeEnpRITIC BORDERS MARK ABRUPT DIS- 


CONTINUITES BETWEEN DIFFERENTLY COLORED CRYSTALS; § 
o} s UTURE LINE 
TWINNING LINES. X 1500. ; me ate 


but no studies on their origin or growth can be included at this time. 
One of the important structural observations that is inevitably made is 
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that the boundaries between nucleus cells are extraordinarily fine and 
give a much better contact between adjacent units than do even suture 
lines. Impurities crystallize along suture lines and frequently greatly 
intensify their demarkation; recrystallized metal is not divided with 
reference to previous units, so that bunches or rows of impurities may 
appear at any place within a nucleus cell. Single-crystal stock is not any 
purer than the metal in which the huge nucleus cell grew; the ultimate 
granulations of single crystals are interrupted by nodules of oxide, slag, 
sulfides, or whatever impurities were présent in its multi-cell stage or were 
entangled when the metal crystallized from the melt. 

When recrystallized, or nucleus cell, stock is cold worked or slipped, 
each shear plane marks a displacement somewhat similar to the border 
between neighboring nucleus cells. For this reason, cold-worked stock 
is difficult to etch for a strong delineation of grain borders; in the case of 
heavily deformed metal, it may be quite impossible to differentiate 
borders from slip markings. It is naturally more difficult to get good 
prints of heavily cold-worked stock than moderately worked stock, prints 
of which are shown. 


Granules 


The etch figures, or ultimate granules, of copper show with startling 
clearness when a chemically smoothed surface is etched with concen- 
trated nitric acid. Fig. 4 was produced by merely dipping a suitable 
surface in concentrated nitric acid and rinsing as quickly as possible. 

Little attention appears to have been given these granulations in 
copper or in other metals. While always conforming to the crystallo- 
graphic habitat of the metal, the granules may have shapes dependent on 
the etching medium used. Rinne,' having studied the solution of 
salt crystals in different media and having found different forms for 
different solvents, says: ‘“‘The particular form of a crystal constitutes 
a morphological symbol of the equilibrium of the balanced force fields 
that arise between its own substance and the materials around.” The 
markings on copper conform to the isometric system. The constants 
determining the size of the laminations, or the distance between strata, 
or the sizes of cubic figures are at present unknown. The author has 
held that the granules are determined by some physical constant and have 
more significance than merely the progressive outline of the solution face. 

Some support for the conception that the ultimate granules are actual 
physical subdivisions comes from the observation that the offsets in 
worked or slipped stock are of the same order of magnitude as the gran- 
ules; this topic offers a promising field for further investigation. From 
all the prints of etched metals that the author has seen, and especially 


1 Frederick Bone dosaieik and the Fine erractare of Matter 4 E. P. Dutton 
& Co., New York, N. Y., 1924 
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from those at from 1200 to 9000 diameters magnification, there is no 


hint of any more minute texture or smaller order of crystalline units. 
This, of course, means that the chemicals used for etching have too gross 


Fig. 6.—Snur surracr or A COPPER 


R WIRE BAR; ETCHED WITH AMMONIACAL PEROX- 
IDE. Epex (BLack) or 


PRINT IS AT SURFACE OF BA ao Oe 


an effect to disclose any demar 


kation even if it should exist. The subject 
of the effect of etching reagen 


ts is very fascinating. 
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F ‘a ») ‘ a 
TEXTURE OF Cast, WORKED, AND ANNEALED CopPER 
Cast Copper 


In continuing the study of copper further than to become acquainted 
with the three basic structural units—dendrites, cells; and granules—one 
promptly finds other important featuress The oxygen eutectic is 
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Fig. 7.—OxYGEN EUTECTIC DARK IN LOWER PORTION OF WIRE BAR; ETCHED WITH 
AMMONIACAL PEROXIDE. Bar HAS AN UNUSUALLY HIGH OXYGEN CONTENT. XX 100. 


usually prominent in cast metal and its alteration product—oxide 
granules—can be found in practically all worked metal. 

Cast copper commonly contains an amount of oxygen sufficient to 
make the cuprous oxide-copper eutectic noticeable as a structural com- 
ponent. It will be recalled that the eutectic is generally assumed as 
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consisting of 96.5 per cent. copper and 3.5 per cent. cuprous oxide, 
and that it freezes at 1063°, which is 20° below the freezing point of 
pure copper. If the eutectic is present in considerable amounts, 


itaivee 8.—LONGITUDINAL SECTION THROUGH SMALL INGOT AFTER COLD-ROLLING: 
ETCHED WITH AMMONIACAL PEROXIDE. PRINT SHOWS ELONGATED DENDRITES AND 


RDO la BANDINGS (DARK). SER NEXT FIGURE FOR DETAIL IN THE BANDINGS 


it may be visible to the naked eye in polished sections. The eutec- 
tic frequently covers the surface of ingots to a varying depth, not 
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infrequently extending down 1¢ in. Fig. 6, which is at 50 diameters 
magnification, shows a characteristic section through a thick layer of 
eutectic on the set surface of a wire bar. The entire surface consists of 
eutectic, which is gradually replaced by dendrites of massive copper 
until, at a depth of about 1s in., a uniform admixture of eutectic and 
copper is found, which may persist throughotit the bar. Fig. 7, at 100 


Fic. 9.—NEW EQUI-AXED CRYSTALS IN BANDINGS OF Fic. 8; ETCHED Wit AMMO- 
NIACAL PEROXIDE. ‘THIS GROWTH OF NEW CRYSTALS IS ONE CAUSE FOR SOFTENING OF 


OVERWORKED METAL. XX 1500. 


diameters, was taken from deep in the corner of a wire bar and shows the 
texture of a rather high-oxygen metal. 

Although cuprous oxide is a brittle mineral, it does not follow that 
copper is necessarily ruined by the presence of a considerable amount of 
eutectic. Surely cuprous oxide cannot Improve the plasticity of copper, 
but that it is ruinous is not substantiated by the practical work in the 
drawing mills and by the fact that abundance of oxide may be found in 
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fine wires that have drawn satisfactorily. Many ferrous materials 
containing several per cent. of the extremely brittle carbide of iron are 


Fie. 10.—Hor-Rottmp copprrR ROD; 
ETCHED FOR STRONG DELINEATION OF CELL B 
Rows OF IMPURITIES cRoss CELLS. Sur 
REPOLISHED AGAIN FOR COMPLETE ELIMINA 


ETCHED WITH AMMONIACAL PEROXIDE. 
ORDERS, REPOLISHED TO AVOID COLORING. 
FACE SHOULD HAVE BEEN ETCHED AND 
TION OF SCRATCHES. XX 100. 


satisfactorily worked at temperatur 


es when they are relatively less 
plastic than cold copper. 
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Cast Copper, Worked 


Cast copper that has been cold worked has its dendrites elongated 
and its ultimate particles slipped to correspond to the change in shape of 
the specimen. Fig. 8 indicates the elongation of dendrites in a small 
specimen after cold rolling. This specimen probably had about 75 per 
cent. reduction and, besides the elongation of the dendrites, shows 
transverse bands that etched more deeply than the major part of the 
metal. With higher magnification the nature of the transverse zones 


Fic. 11.._Hot-RoLLED COPPER ROD; ETCHED WITH AMMONIACAL PEROXIDE AND 
NITRIC ACID. SURFACE WAS FIRST ETCHED FOR CELL DEMARKATION, THEN LUSTER- 


ETCHED TO GIVE CELL CONTRAST. x 500. 


becomes clear; the bandings are spotted with nests of new and minute 
cells of recrystallized metal. These are the new equi-axed grains in 
haphazard orientation ; Fig. 9 shows some of them at 1500 diameters 
magnification. The laminations of the new and well-defined units 
have no relation to the uniform slopes of the granules of the 


elongated dendrites. 
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This demonstration of the new units in cold-worked copper that has 
not been reheated probably explains the softening of the metal by too 
drastic cold working. The weakening and loss of cohesion by cold work- 
ing may be complicated by another occurrence which, it is believed, can 


Fig. 12.—Co.p-prawn COPPER TROLLEY WIRE; ETCHED WITH AMMONIACAL 
PEROXIDE AND NITRIC ACID, CURVED CELL BORDERS AND NUMEROUS GRANULE 
OFFSETS AS WELL AS ELONGATION OF UNITS ARE EVIDENCE OF COLD-WORKING ALL 
MATERIAL IS CRYSTALLINE. XX 1500. 
be seen but which cannot be substantiated with prints—that is, a trans- 
verse fissuring of the heavily slipped grains. 


Recrystallized Copper 


Copper that has been hot rolled or cold worked and reheated shows 
a complete transformation with full development of equi-axed nucleus 
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cells. It is not difficult to so work and partly anneal copper that both 
the previous dendrites and the new units may be in about equal evidence; 
material of that sort, however, is not commonly produced. In worked 
and recrystallized stock, the impurities previously existing at suture lines 
of the borders of dendrites may appear in lines without reference to the 
new grains. In Fig. 10, which is at 100 diameters, can be seen several 
rows of imperfections that have no obvious relation to the new grains. 


SS 
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Fic. 13.—CoLp-DRAWN COPPER WIRE, 0.184-IN. DIAMETER} BTCHED WITH 
AMMONIACAL PEROXIDE AND NITRIC ACID. LONGITUDINAL SECTION SHOWING SLIPPED 


AND ELONGATED CELLS. > 1500. 


The surface of this section was repolished nearly smooth, leaving the cell 
boundaries clear and showing but slight differentiation in the luster of 
the grains. 

Fig. 11, at 500 diameters magnification, shows a surface of recrystal- 
lized copper etched for full luster effect. The cell borders are sharp 
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and straight and a full development of the cell granules gives a strong 
contrast from unit to unit. 


Recrystallized and Worked Metal 


The development of a suitable surfacing and etching technique has 
made possible the taking of pictures at about 1500 diameters magnifica- 
tion that show in considerable detail the slip structure of cold-worked 
copper. Longitudinal sections through worked metal indicate that the 
jagged offsets which result from slip are of the same order of magnitude 


Fig. 14.—Co.p-prawn coprrr WIRE, 0.051-1n. DIAMETER; ETCHED WITH AMMO- 


ara PEROXIDE, LoneirupInaL SECTION SHOWING SLIPPED AND ELONGATED CELLS 


as the ultimate granules of annealed stock. One is led to the inference 
that the ultimate granules are a structural reality and not the etch figures 
of a continuous but diminishing crystal. 

A longitudinal section of a heavy cold-drawn wire, at 1500 diameters 
magnification, is shown in Fig. 12. The curved and serrated cell borders 
and the occasional transverse offsets instantly distinguish the worked 
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from the annealed stock. A comparison of the slip blocks of this 4-in. 
wire with those of wires 0.184 in. and 0.051 in. in diameter can be made 
by inspecting Figs. 13 and 14. The average cell size diminishes greatly 
with the decrease in wire diameter, but in each instance the slip blocks are 


Fig. 15.—CoLD-DRAWN COPPER WIRE, 0.184-IN. DIAMETER; ETCHED WITH aaa 
PEROXIDE AND NITRIC ACID. END VIEW OF UNITS SHOWN TING! Sem K 


apparently close to aio in. thick, when measured normal to the 
bedding plane. 
Transverse § 
tively, are seen in Figs. 15 and 16; 
diameters magnification and plainly 


ections through the 0.184-in. and 0.051-in. wires, respec- 
These prints are also at 1500 
disclose the smaller cell units in 
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the smaller wire. In these transverse sections, the units with lamina- 
tions at a slight angle with the plane of the section have etched out white. 

None of the prints show wire or sheet that has received anywhere near 
the extreme amount of cold working. However, the prints do show that 
at this degree of working the metal is practically all crystalline and does 
not appear to contain appreciably more disorganized material than 
annealed stock. However hazy and indistinct the units may appear 
under the lower powers of the microscope or when the cell surfaces are not 


+ ny a] r A0OPPR 7 5 
ii 1G, 16.—CoLD-DRAW N COPPER WIRE, 0.051-IN. DIAMETER; ETCHED WITH AMMO- 
NIACAL PEROXIDE AND NITRIC ACID. END VIEW OF UNITS SHOWN IN Fic. 14. X 1500 


all in the same optical plane, there is no question about the sharpness 
and regularity of the crystal parts. 


OXYGEN IN CopPER 


The oxygen eutectic so commonly present in copper has a beautifully 
reticulated texture under the higher powers of the microscope. Fig, 17 
which is at 1000 diameters magnification, indicates the striated and none 
comb varieties that evidently depend on the rods of oxide being normal 
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Fig, 18.—CoprER-cupRous OXIDE EUTECTIC WITH spots o 
ETCHED WITH AMMONIACAL PEROXIDE, 


F MASSIVE COPPER; 
30 min. X 1000. 


SPECIMEN was REHEATED TO 800° CG. ror 
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or parallel to the surface for each respective outline. Unit boundaries 


and spines of massive copper frequently interrupt the continuity of 
otherwise massive eutectic. 
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Fig. 19.—CoprER-CUPROUS OXIDE EUTECTIC AFTER HOT-WORKING; ETCHED WITH 
AMMONIACAL PEROXIDE. X 1000. 


There is no evidence at hand to demonstrate conclusively the coales- 
cence of either oxide or copper component on a simple reheating of eutec- 
tiferous metal. Fig. 18 is of reheated stock and at 1000 diameters 
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Kutectiferous metal that has been hot-worked has new nucleus cells 
formed that erystallize without particular reference to the former eutectic 
masses. Fig. 19 demonstrates the latter point. This print, at 1000 
diameters magnification, shows clearly the borders of previous eutectic 
masses and also shows how the new units include massive and eutectic 
copper promiscuously. ¥ 


Fig. 21.—EpDGE OF AN ANNEALED COPPER WIRE, 0.048-IN. DIAMETER, SHOWING 
OXIDE GRANULES FROM SET SURFACE OF WIRE BAR; ETCHED WITH AMMONIACAL PER- 
OXIDE. OXIDE DROPLETS OCCUR SPARINGLY IN MOST OTHER SECTIONS OF WIRE. 


x 700. 


Metal that has been cold-worked and then reheated recrystallizes the 
same as hot-worked metal. Fig. 20 is from eutectiferous stock treated in 
the latter manner; again the previous eutectic borders are plain and the 
new cell boundaries cut through the eutectic fringes haphazardly. 
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The persistence of the eutectic, or set, surface of a wire bar through 
all the steps of hot rolling and cold drawing when metal is made into fine 
wires is one of the remarkable facts that only the microscope can detect. 
It has not been possible to study thoroughly the behavior of the set sur- 
face during wire-drawing operations, although it has been observed that 
the set section of the wire is frequently roughened and might be expected 
to be harder and flake more than other sides of the reduced wire-bar 
surface. Fig. 21, at 700 diameters magnification, shows the set edge of a 


Fig. 22,—CoLp-DRAWN COPPER WIRE, 0.124-IN. DIAMETER, ETCHED wiTH 50-50 
NITRIC ACID}; LONGITUDINAL SECTION. X 500. 


wire 0.048 in. in diameter; the edge of the wire is roughened and this 
entire area is peppered with droplets of oxide from the original set surface 
of the wire bar. In a wire of this size, one or more sectors will contain 
oxide from the set surface of the wire bar, while most of the remainder of 
the periphery of the wire will be smooth and with few oxide spots. Under 
1000 diameters and greater magnifications, the crystallites of cuprous 
oxide in wire appear like brilliant rubies set in a copper matrix. 
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EtcHInc REAGENTS FOR COPPER 


Ferric Chloride 


Ferric chloride solution acidified with hydrochloric acid attacks 
copper slowly and reveals the large dendritic units in a satisfactory way. 
¥ 


Fic. 23.—HotT-ROLLED COPPER BAR; ETCHED WITH AMMONIACAL PEROXIDE. SLIGHTLY 
REPOLISHED TO GIVE SMOOTH CELL SURFACES. SoU: 


Fig. 1 was etched with ferric chloride and demonstrates how useful the 
reagent can be. For the finer structures, however, it is preferable to use 
some other reagent than ferric chloride because of its promiscuous attack 
and lack of selective erosion of the fine-structure. 


NITRIC ACID. Crus A 


of the cell with 
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Nitric Acid 


Nitric acid in 50 per cent. solution does not dissolve copper so rapidly 
but that a good deal of texture can be revealed by its judicious use. 
Fig. 22, at 500 diameters magnification, is a longitudinal section through 
a cold-drawn wire; the texture of the metal comes out in passable form 
but the surface is marred by etch pits. The excessive solution of some 


Fig. 24.—Hot-Rottep copper ROD; ETCHED WITH AMMONIACAL PEROXIDE AND 


RE HIGHLY COLORED BY ATTACK ON ULTIMATE LAMINATIONS OF 
CELLS. XX 1200. 


parts of the structure, giving 
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reagent. ‘There is a great di 
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ount that nitric acid is not an acceptable 
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Ammoniacal Peroxide 


If a little concentrated (at least 3 per cent.) hydrogen peroxide is 
poured into a small beaker of concentrated ammonia solution, there is 
produced a reagent that etches copper in a truly remarkable way—the 
surface is dissolved fairly uniformly and regularly, cell boundaries come 


s 
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; ETCHE iv SROXIDE AND 
Fig. 25.—Hot-ROLLED COPPER BAR; ETCHED WITH AMMONIACAL PEROXID 
NITRIC Acip. X 1500. 


out strongly and pitting is largely eliminated. The best results do not 

come with a timid use of the reagent but by rapidly agitating the speci- 

men, held with tongs, in the ammonia while peroxide is added at intervals 
? 
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or let dribble to effervesce vigorously. The outer layers of flowed metal 
should be entirely dissolved away; a little rubbing on heaped tripoli on 
chamois by hand will help in giving relief to the cells and not make 
scratches that cannot be wholly eliminated by a final etching. Fig. 23, 
at 500 diameters, shows the effect of the peroxide etch and repolish on 
hot-rolled copper rod. Cell boundaries and twinnings are boldly etched 
and the surfaces of the cells are sufficiently colored and in relief without 


Fie. 26.—CoLp-pRAWN COPPER WIRE, 0.074-IN. DIAMETER; ETCHED WITH AMMONIACAL 
PEROXIDE AND NITRIC ACID} LONGITUDINAL SECTION. xX 1500. 


prominent attack on the ultimate granules or throwing any parts out of 
focus. It will be noticed that pitting is very moderate. 

A considerable variety of effects can be produced by manipulation 
of the etching and repolishing. A longer attack with dilute solu- 
tions will luster etch, or color, the cells differentially according to the 
reflection from the granules. For the most contrasting coloring, the 
repolish should be minimized after the cells have been strongly delineated. 
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For uniform reflection from smoothed surfaces, the last treatment should 
be the repolish. Most of the structures represented in this paper were 
first outlined by the ammoniacal peroxide attack. 


Fig. 27.—CoLpD-DRAWN COPPER WIRE, 0.074-IN. DIAMETER; BpCaaD with euMC. 
NIACAL PEROXIDE AND NITRIC ACID. ‘TRANSVERSE SECTION AT COPPER ELECTROPLATED 
SURFACE OF WIRE} LARGER DIVISION OF PRINT IS WIRE SECTION. XX 1500. 


Concentrated Nitric Acid 


A section of copper smoothed and etched with ammoniacal peroxide 
to develop cell boundaries can be momentarily dipped in concentrated 
nitric acid and rinsed as quickly as possible, if it is desired to bring out the 
ultimate granules or laminations most prominently. , The offsets of slip 
structure respond strikingly to this treatment. Fig. 24 Is a section 
through hot-rolled copper rod at 1200 diameters magnification, as seen 
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after the double treatment. Deep-seated pitting results if an attempt 
is made to erode a surface chemically for cell boundaries with nitric acid 
instead of the ammoniacal peroxide, but a brief immersion in the concen- 
trated acid discloses the fine structure. Figs. 4, 5, 11, 12, 13 to 16, and 
25 to 27 show results obtained by the double treatment. 


MercHANICS OF SURFACING COPPER 


The prints shown have been photographed from surfaces prepared 
by a method that departs radically from the academic practice. The 
rapidly rotating disk covered with a yielding fabric and the use of a thin 
suspension of polishing medium have been dispensed with. The work 
can be done more quickly and easily, flatter surfaces can be obtained, 
and less metal is dragged to cover deep scratches if mechanical smooth- 
ing is subordinated to chemical attack. Large surfaces unquestionably 
require considerable time for cutting, filing, and smoothing, but those no 
larger than 1 in. square should be prepared ready for photographing 
in a few minutes. Small specimens, like wire sections, can be embedded 
in a fusible alloy, so that twenty or forty pieces can be prepared as one 
specimen and almost as quickly after the placket is cast. 

Flat surfaces give superior optical results. A surface filed flat with 
a fine file can be perceptibly rounded by a few seconds contact with a 
fabric on a high-speed disk. Either the reflection of light or the contact 
with a steel rule quickly discloses a crowned surface. Files of varying 
coarseness are convenient for making flat surfaces, while with a metal as 
soft and yielding as copper it is well to finish with a broad fine file, over 
the wetted surface of which the specimen is carefully dragged in one 
direction only. A filed surface can quickly be made smooth enough for 
the first etching by a little rubbing on a well-used emery paper spread on 
plate glass. 

The surface can be also be smoothed by rubbing on the French emery 
papers Nos. 00, 000, or 0000 before the first etching or at any time 
subsequently. Wavy contours that result from the filing or too deep an 
etch are remedied by the use of the fine emery papers. The papers are 
only suitable for final stages of smoothing after they have had rough 
particles eliminated by use. The specimen is firmly held and pressed on 
the paper as it is rubbed to and fro; neither edge of the specimen should 
be given undue pressure so as to cause a rounding of the face. 

The mechanical smoothing can be continued by rubbing on stiff 
tripoli heaped on a chamois skin stretched over a board impregnated with 
paraffin, ‘Tripoli that has remained suspended for six 1-min. intervals in 
a 2-liter jar is settled in a wide-mouthed bottle, nearly all the super- 
natant clear water is poured off, and the stiff sediment is used on the 
wetted chamois. When rubbing on the heaped tripoli, a layer of abra- 
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sive is always maintained over the skin so as to avoid scratches. The 
tripoli treatment is especially efficacious for repolishing after etching. 

To etch the mechanically smoothed surface, the specimen is held 
with the tongs just below the surface of some strong ammonia in a beaker 
and rapidly lowered and raised as the strongest peroxide is added in 
little dribbles or allowed to drop in continuédusly for about a minute. 
The chemical attack obviously takes place during the effervescence of 
the solution. : ; 

The repolishing of the etched specimen is done by grasping the piece 
firmly and rubbing to and fro on a pile of the tripoli, which gradually 
flattens out under the firm pressure that should be maintained. The 
tripoli becomes greatly blackened by the metal debris. A strong delinea- 
tion of the structure requires that the etching and repolishing shall remove 
all of the mechanically flowed and smeared outer layers of the surface. 
This surface flowage was caused by the sawing and filing rather than 
by the rubbing on tripoli, for after the structure is well developed it is 
not damaged by the tripoli repolish so but that it reappears brightly 
after a little more etchng. Depending on the work in hand, the specimen 
may be etched and repolished until the contours are pleasing or bound- 
aries and granules are as striking as desired. 

This general method of finishing specimens has been described and the 
results on several metals illustrated elsewhere.? In the case of copper, 
ammoniacal peroxide does the etching work to perfection, for it rapidly 
dissolves the scratched and flowed outer layers of metal to disclose 
boundaries, slip offsets and the homogeneity of the grains without making 
deep pits or ruining the optical plane of the surface. Proper repolishing 
will leave the nucleus cells plane and sharply outlined by grain borders, 
or a last dip in concentrated nitric acid will give each cell a chiseled 
surface by the development of the etch granules. 

Fig. 25 was prepared according to the method just described. ‘The 
effect of bringing out the granules in each nucleus cell is to give strong 
contrast from cell to cell. The field is fairly large and uniformly in 
focus for a print at 1500 diameters. This method of etching has been 
severely criticised by competent metallographers, who say that detail 
is impossible to obtain. That objection can be answered by counting some 
of the finer lines in one of the cells where the laminations are at a steep 
angle; in one unit nine lines are visible in 14 in., a resolution of 54,000 
lines to the inch. A print made at 2500 diameters gives no finer resolu- 
tion and, because of the increased haziness of the lines and fewer cells, is 


less pleasing. 
Fig. 26 is taken from a longitudinal section through a cold-drawn 


wire magnified to 1500 diameters; it is one of a series of thirty sections 


2H. B. Pulsifer: “Structural Metallography.’’ The Chemical Pub. Co., Easton, 
Pa. 1924. 
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embedded in fusible alloy, all being prepared at the same time. One 
of the slipped units shows six offsets in }g in.—a resolution of 72,000 
lines to the inch. When a section of this sort of stock is etched in nitric 
acid, certain of the units are apparently entirely excavated to give great 
holes and disfigure the picture; the restrained but illuminating effect of 
the peroxide etch is very gratifying. Fig. 27 is a transverse section 
from one of a series of embedded wires. In order that the edges of the 
wires might be observed, the specimens were electroplated with copper 
before mounting. The electroplated edge is at the banded zone of the 
smaller section of the print, the two materials being separated by the 
black line caused by the etching. As the print is at 1500 diameters and 
granular metal is at the very edge of the black line, any vitreous metal on 


fa ; te ; 
the surface of the wire is probably less than 30,000 in. thick. 


For mounting wire sections, it is convenient to place longitudinal 
and transverse pieces in fusible alloy and then file down the placket 
until all wires are well exposed. As fusible alloy containing 50 per cent. 
bismuth melts below the boiling point of water and will cool farther in 
a few seconds after pouring, there is no danger of annealing even the 
most cold-worked stock. It is convenient to bend a short section of wire 
sharply at right angles against a piece of soft wood with pliers and then 
file the outside of the unsqueezed leg to a flat longitudinal surface. 
The area near the bend is not used. Notches are filed in the squeezed 
end of the wire and similar notches in one end of straight sections about 
14 in. long. The notches are to prevent subsequent movement of the 
wire in the mount; they fill with the mounting alloy and hold the wires 
from twisting or pushing back when the placket is filed or rubbed. A row 
of flattened pieces is closely laid on a bit of cardboard and each piece 
held down firmly with a pin pushed through so that its head pinches 
down on the wire. Wires may be laid so closely that only the thickness 
of the pin separates them; slightly wider spacing is recommended so that 
the fusible metal can flow better about each wire. <A hole is made at the 
end of each bent wire so that the straight section of the same size can be 
pushed through. The filed notches in the wires come about 1¢ in. 
above the board. A length of flexible copper strip 14 in. wide is bent about 
the group of wires, held down firmly with tongs, and fusible alloy poured 
to a depth of about 34g in. The cardboard can be moistened and pulled 
away from the pins and straight wires; the pins and wires are then cut 
short against the placket and the whole mount prepared as one speci- 
men. A placket of forty specimens can be finished ready for photo- 
graphing in two hours, or less, without hurrying. 

An etched copper surface tarnishes very rapidly. An etched surface 
can be dried by pressing the rinsed face against a compress of clean but 
long-used cotton or linen. Blowing the surface, or holding in front of a 


is 
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small fan, dispel the last film of moisture quickly. Mounted specimens 
are more inconvenient than single massive ones, because a film of solu- 
tion gets in the crevices and gradually flows out and discolors the sections. 
Immersing in a mixture of equal parts of absolute alcohol and ether, 
before the pressing, will help considerably. If the oil-immersion epee! 
tive is to be used, the cedar oil should be spread over the surface the 
moment the pipekeint is taken away from the current of drying air. ' 

The photomicrographs shown here were made with a Bausch & Lomb 
metallograph. The 2-mm. objective with oil immersion served for the 
higher powers. A Wratten filter, B-58, was used in front of the are and 
commercial-ortho films recorded the image. Magnifications were 
determined with a micrometer scale, the graduations of which were 
measured on the ground glass of the camera. The prints were made on 
the several grades of Nova-Gas photographic paper supplied by Gaevert 
& Co. of New York. 


DISCUSSION 


J. S. Vanicx, Bayonne, N. J. (written discussion)—Some 4 or 5 years 
ago, I was engaged in an attempt to resolve the inner structure or internal 
organization of the metallic grain and found the structural condition 
which Mr. Pulsifer describes here for Cu in iron, copper, brass, lead and 
possibly aluminum. The whole subject might be dismissed by calling 
the structures ‘‘etch figures” and letting it lay there, but one is struck 
with the amazing uniformity and symmetry with which a single grain may 
be resolved into smaller symmetrical units which show what I had called 
a block-plane assembly. This block-plane assembly may again be re- 
solved into unit blocks which I called crystal elements and element planes. 
Fig. 24 of Mr. Pulsifer’s paper illustrates some of these patterns; the first 
in the strikingly uniform frequency of the plane out-crops along the edges 
of the figure and the second in the regular periodicity of the smaller blocks 
into which the surface of such a plane seems to be divisible as is shown in 
the center of Fig. 24. The microscopic subdivision does not end there in 
all cases, but frequently will perform a further resolution of one of these 
blocks again into a finer set of bedding planes and a sequence of smaller 
notches. This usually brings us to the end of the resolving power of the 
microscope and we have gone to less than half of the resolving power of 
the X-ray and made two resolutions. In a hypothetical layout of the 
organization of a grain, I had carried the subdivision four stages further 
which ended the partitioning at the atom and provided for: the atomic 
unit or lattice constant for metals on a single simple lattice; combinations 
of two or more atomic units assembled on a compound lattice, and con- 
version of the latter into a symmetrical crystal form. It did not sub- 
divide the atom, which, as Dr. Foote showed in his lectures, is capable of 
division into’three or four additional energy levels. 
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As I said before, the entire subject may be dismissed as ‘‘etch figure” 
phenomena and it may be admitted that the polyhedral grain which the 
low powers of the microscope reveal, is composed of the planes of atoms 
which the X-ray develops; but the etch-figure study leaves you conscious 
of the existence of these block planes and blocks and finer planes with 
their notches all exhibiting a successively finer subdivision, each sub- 
division possessing an individual periodicity which suggests successive 
stages in the development of that grain. Stead in 1898 revealed 
the block-assembly in silico-ferrite grains in a macroscopic degree, and 
finer subdivisions of such blocks may be resolved into their bedding planes 
by microscopic methods. The striking periodicity of the planes and 
blocks in the etch-figure patterns seems to require the grain-organization 
explanation which Mr. Pulsifer mentions, and which I have elaborated. 
The X-ray picture of a grain places the atoms in planes, in an ideal spac- 
ing too fine to resolve microscopically, but in supporting this grain parti- 
tioning I feel consoled to think that the extremely high resolving power of 
the X-ray was too fine to register these coarser-dimensioned features. 

A patient study of the periodicity of planes and blocks in etching 
figures would doubtless throw more light on stress-flow and stress-distri- 
bution in grains of worked metals, upon solidification phenomena in cast 
metals and upon cleavage, slip, etc., in grains. 


H. B. Puusirer (written reply to discussion).—As Mr. Vanick 
intimates, all metals probably have the fine, block-crystal structure which 
I call the granules. In my test, mentioned in the paper, there are prints 
that indicate the granules of copper, iron, aluminum, tin, lead, bismuth 
and germanium. These units appear to be the finest visible structural 
elements in metals, not because of the lack of resolying power in current 
metallurgical microscopes, but because the etching reagent has not 
differentiated finer divisions. 

The dendritic boundaries of metals are the easiest structural divisions 
to outline because impurities are usually concentrated along them and 
because the granules of neighboring units are differently oriented. The 
nucleus-cell boundaries likewise disclose themselves readily because of 
the different orientations of the granules in each neighboring cell. The 
metal in the zone between two cells also dissolves preferentially before the 
main internal section is appreciably attacked. An etching reagent that 
will uniformly attack and disclose the ranks of the ultimate granules must 
have a selectiveness and delicacy exceeding that demanded of most com- 
mercial etching mediums. It is the fortunate combination of the two 
reagents that has made the delineation of the structure of copper so suc- 
cessful: the peroxide etch dissolves off the outer layers of poorly crystal- 
lized metal and leaves the surfaces of the cells fairly smooth; the nitric 
acid then attacks the surfaces just enough to bring into relief the ranks of 
granules. Nitric acid is a poor reagent for dissolving off the scratched 
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and glassy surfaces of the cells and the perioxide is very poorly selective 
for revealing the ranks of granules. To disclose another and a finer order 
of units in the granules of copper it would appear plausible that some 
other and more delicate reagent would be necessary. Mr. Vanick does 
not state what reagents he uses to reveal the sub-granules. 

Now that we have a slip-interference theofy to account for some of 
the elements of hardness, strength and plasticity in metals previous specu- 
lations become strikingly inadequate and vacuous. There is yet very 
much to be cleared up in regard to the properties of metals. If micro- 
scopical units of different orders of magnitude exist in the nucleus-cells, 
as Mr. Vanick and I are in accord upon, then whatever can be learned 
about the smaller units will have bearing on the mass properties of metals. 
Surprisingly good work is being done with magnifications up to 9000 diam- 
eters and if the technique of surfacing and developing structure can be 
made to keep pace there is a wealth of knowledge to reward the skillful 
and patient metallographer. 


F. W. Harris, Baltimore, Md.—The use of strong etchants in prepar- 
ing copper for the microscope is valuable in some ways and not in others. 
Its chief value is in developing macrostructures and in developing struc- 
tures of extremely cold-worked metal, but for viewing the more delicate 
traceries of fine eutectics and impurities in grain borders, I think a lighter 
and more easily controlled form of etching is advisable. 

The etching which we have developed at Baltimore and which has 
given very good results indeed is a 50-50 mixture of 214 per cent. ammon- 
ium persulfate solution and 50 per cent. ammonium hydroxide solution, 
used as a polish-attack by rubbing the specimen on a white felt cloth or 
leather chamois with finely levigated cream of alumina and applying the 
etching as solution as the specimen is rubbed. 

Mr. Pulsifer states in his paper ‘‘there is no evidence at hand, 
to demonstrate conclusively the coalescence of either oxide or copper 
component on a simple reheating of eutectiferous metal,” and he shows 
Fig. 18 to be of reheated stock of 1000 diameters magnification, which 
offers little support for an opinion that reheating causes coalescence. Our 
experience has been to the contrary. We have very good evidence that 
heating copper at 900° C. will produce coalescence very rapidly. 


H. B. Putstrer (written discussion).—Inspection of a good many 
reheated wire bars, hot-rolled rods and wires drawn from heated and 
annealed copper shows cuprous oxide in units about the size of the parti- 
cles originally present in the eutectic of the ingots. This checks with the 
results of the experiments given in the paper. Of course, this does not 
preclude the possibility of the oxide coalescing under other conditions. 
It will be well worth while, both scientifically and industrially, to know 
just what the conditions are under which the oxide coalesces rapidly. 
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Symposium on Gas in Copper 


[A session of the Institute of Metals held during the February, 1926, meeting of 
the Institute, was devoted to a symposium on “‘gas’”’ in copper. 5. Skowronski, Perth 
Amboy, N. J., was chairman. On the program were papers by T. 8. Fuller; W. H. 
Bassett and J. C. Bradley; Susan B. Leiter, and W. H. Bassett and H. A. Bedworth, 
These papers follow the chairman’s introductory discussion. ] 


S. Skowronsk1, Perth Amboy, N. J.—There are today two groups of 
metallurgists, one group who believe in oxygen-free copper and another 
group who believe that oxygen is absolutely essential in copper; not that 
the two groups disagree, but that a certain grade of work calls for 
oxygen-free copper, while another grade of work does not. 

I can sum up the problem by reading the abstract of an article by 
Frederick Johnson of Great Britain in The Metal Industry of Sept. 4, 1925. 


Few, who have watched the trend of things during the last two decades, can have 
failed to notice the steady growth of opposition to the prevalent use of copper in the 
“tough-pitch’”’ condition, which for many ages enjoyed an unchallenged supremacy. 
Broadly speaking, there are two schools of thought in the metallurgical world, one 
holding the view that copper containing a small proportion of oxygen is an eminently 
suitable material for users, the other expressing its preference, in no hesitating or 
uncertain manner, for copper from which oxygen has been removed by means of a 
deoxidizer. 

In the old days, before the advent of the converter and the electrolytic refining 
process, the copper of commerce was so impure that the presence of oxygen was 
imperative in order to neutralize the influence of impurities which militated against 
the hot-working properties of the metal. For electrical purposes; oxygen must be 
present, because sound bars and billets cannot be produced without it, except at the 
expense of electrical conductivity. For most engineering purposes, however, electro- 
deposited copper may be used either by itself or with the addition of alloying elements, 
e. g., arsenic and nickel, which experience has proved to be beneficial, such copper being 
freed from oxygen by the aid of a deoxidizer, e. g., phosphorus. 

Such material has positive advantages over ‘‘tough-pitch” copper as at present 
produced from refinery furnaces. It has greater toughness and malleability, and is 
immune from the action of reducing gases at high temperatures, the destructive action 
of which, in the case of ‘“‘tough-pitch”’ copper, is well known. 

The reasons why there has been no wholesale replacement of“ tough-pitch” copper 
by deoxidized copper are commercial in nature; copper can be more economically 
melted in large-capacity furnaces which lend themselves to the poling process and are 
not so suitable for control of uniformity of action of deoxidizers as the smaller electric 
or crucible furnaces, whilst they are also more convenient for the production of very 
large castings. Moreover, the equipment of most large copper manufacturing plants 
is designed for casting ‘‘tough-pitch”’ copper in open moulds, e. g., wire bars and cakes, 
and these could not be used for deoxidized copper, which must be cast in vertical 
moulds as in brass-shop practice. Further, there are still certain impure brands and 


classes of copper that can most economically be treated for the production of “tough- 
pitch” copper by the poling process. It is these reasons, all associated with economy 
of production, which justify the continuance of production of ‘tough-pitch” copper. 
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Relative to the amount of oxygen in copper, the article continues: 


Too much insistence cannot be placed on the necessity for obtaining this minimum, 
which should be below 0.05 per cent. Double this amotint is often found, and, in view 
of recent progress in the metallurgy of copper, this should be regarded not only as 
avoidable, but as intolerable, in high-grade metal. 

Impurities such as lead, bismuth, antimony and sulphur necessitate the protective 
influence of oxygen, but such impurities should be in negligible amounts in high-grade 
copper. 
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Embrittlement of Copper by Hot Reducing Gases 


T. 8. Futter, Scuenecrapy,* N. Y. 
(New York Meeting, February, 1926) 


Various phases of the embrittlement of solid copper contain- 
ing oxygen by the action of reducing gases at high temperatures 
are familiar to readers of metallurgical literature through the work of 
many experimenters. 

In 1900, Heyn! recorded observations of copper being heated in 
hydrogen with the development of fine cracks, the result of the formation 
of steam within the metal through the action of hydrogen on the copper 
oxide usually found in copper. 

Archbutt,? in 1905, published the results of experiments, showing 
that all oxygen can be removed from copper by heating to redness, for 
several hours, in hydrogen. Intercrystalline cracks and extreme brittle- 
ness developed. Archbutt attributed the brittleness to the reduction of 
oxides present in the copper. 

Bengough and Hill,* in 1910, encountered the now well-known 
embrittlement at the outset of their investigation and stated in 
their paper: 

It soon became evident that the effect of any heat treatment depended largely 
on the presence or absence of reducing gases in the atmosphere of the furnace, as well 


as on its temperature. Hence it became necessary to adopt a somewhat elaborate 
scheme of heat treatment. 


The authors found embrittlement in separate experiments due to both 
hydrogen and carbon monoxide and concluded that: “The gases ruin the 
alloys after being heated to about 650° C. in their presence.”’ 

Ruder,‘ in 1916, reported the results of a series of experiments made 
by heating commercial and deoxidized copper in hydrogen, carbon 
monoxide, carbon dioxide, and steam. In agreement with other writers, 
he found that copper containing oxygen was made brittle by reducing 
gases, while the deoxidized metal remained unaffected. In the case of 


*Metallurgist, Research Laboratory, General Electric Co. 

1K. Heyn: Zeitschrift des Vereins deutscher Ingenieure (1900) 14, 16. 

°L. Archbutt: Estimation of Oxygen in Copper. The Analyst (1905) 30, 385. 

*G. D. Bengough and B. P. Hill: The Properties and Constitution of Copper 
Arsenic Alloys. Jnl. Inst. Met. (1910) 3, 34. 

*W. HE. Ruder: The Brittleness of Annealed Copper. Trans. Am. Electrochem. 
Soc. (1916) 29, 515. 
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dry hydrogen, no brittleness could be discovered after heating samples 
to 400° C. for 2 hr. After 31 hr. at this temperature, however, a decided 
weakening had occurred. At 500° C. a decided embrittlement had taken 
place after heating for 2 hr. In the case of wet hydrogen, embrittlement 
did not take place until the metal had been heated to 600° C. In the case 
of carbon monoxide, brittleness was not observed until a temperature 
of 850° C. had been reached. 

Pilling,® in 1918, in discussing the mechanism of the action during 
exposure to reducing gases, says: 


If hydrogen is physically soluble in solid copper at high temperatures, this gas 
would penetrate the metal, attack and reduce the grains of Cu.0, with the formation 
of steam. After this reduction, the volume of the copper is but 60 per cent. of the 
volume of the Cu,O from which it was reduced, thus leaving voids marking the site of 
the original oxide granules and approximating 40 per cent. of the space formerly 
occupied by them. 

If steam is physically less soluble in copper than hydrogen, it will accumulate in 
these pockets at a rate faster than it can dissolve in the copper and diffuse away, and 
the net result of the reaction would be the formation of a quantity of steam within 
the voids left by the Cu.0 and at considerable pressure. A rough calculation of the 
magnitude of the pressure possible at 800° C., assuming the steam to be completely 
insoluble in the copper, showed that 8000 to 9000 atmospheres would develop if there 
were no yielding in the copper. 

The rate of diffusion of hydrogen, steam, carbon monoxide and carbon dioxide 
through copper at 700° C. was measured and found to be: 


Gas Dirrusion Rat 
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SCOTT eM eT rel OP Uw Cerri t evr hit iS Soe. Bk ca kM S 65 
GOs HOTEMONO KIC tee eit ne ie ere oe ds canto te Ae kes Preiser ack, om ie 
CATO TEC 101 Caer te eh aN as Cea Ns Beef h oie, ash loushalion ess 0.6 


It will be seen that hydrogen will diffuse into copper approximately 15 times as 
fast as water, formed by the reaction of hydrogen on Cu,O, can diffuse out and, 
similarly, that carbon monoxide diffuses through copper about 25 times faster than 
the carbon dioxide formed when it reduces the cuprous oxide. 

This result seems to confirm the above explanation, that the weakness experienced 
by copper containing disseminated oxide, after exposure to reducing gas at high 
temperatures, is due to the internal fractures produced by the expansive action of a 
gas which is formed by the reduction of each oxide granule at a rate much faster than 
that at which it can dissolve in the copper and diffuse away. 


The work reported by Moore and Beckinsale® agrees with that of other 
investigators and in addition points out that copper containing as little 
as 0.026 per cent. oxygen is seriously embrittled by the hot reducing 
gases. ‘The lower the oxygen content, the higher is the temperature 
required to cause similar injury.” 

5 The Action of Reducing Gases on Hot Solid Copper. Jnl. Franklin Inst. (1918) 


186, 373. 
6 H. Moore and 8S. Beckinsale: The Action of Reducing Gases on Heated Copper. 


Jnl. Inst. Met. (1921) 25, 219. 
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The author,’ in 1922, called attention to the extreme sensitiveness of 
the action of reducing atmospheres on heated copper and concluded 
as follows: 


The desirable mechanical properties of ordinary copper are completely destroyed 
on electrically heating to 800° C. in air for 1 hr. in an iron pipe filled with seas and— 
two substances which are not usually regarded as sources of reducing atmospheres. 

The writer has regarded the small amounts of carbon in the steel and small 
amounts of organic matter present on the sea sand as sources of this reduc- 
ing atmosphere. 

The ductility of the metal is destroyed by intergranular cracks which probably 
result from the formation, accumulation, and subsequent pressure of a gas resulting 
from the reaction of the reducing gas upon the oxide present in the copper. 

Oxygen-free copper is not affected by this treatment. 

If finely divided Al,O; be substituted for the sea sand, and a porcelain, electrolytic 
iron, or copper tube, for the iron Pipe, the ordinary copper may be heated to 800° C., 
without damage. 

Ordinary copper becomes brittle when heated in a steel pipe packed with Al.O;; 
or when heated in a porcelain tube packed with sea sand, unless the sand be first 
heated 4 hr. at 600° C., to remove organic matter. 


The purpose of the present paper is to report several instances of 
copper embrittlement, caused by hot reducing gases, that have come 
under the observation of the author and which may be correctly termed 
“factory troubles.” 


MicROstRUCTURE 


The structure of fully annealed copper that has been heated under 
non-reducing conditions is shown in Fig. 1. The “tight,” sharply 
defined, grain boundaries and square-corner grains of the cubic structure 
are characteristic of copper treated in this way. Fig. 2, on the other 
hand, is typical of copper heated to a high temperature under severely 
reducing conditions. The intergranular cracks and rounded grains are 
in direct contrast to the structure in Fig. 1. In the examples of brittle 
copper cited in this paper embrittlement had progressed to a marked 
degree. No samples showed the ductile structure of Fig. 1; on the other 
hand, none of the conditions described were as severe as those to which 
the sample having the structure shown in Fig. 2 was exposed, so that 
none of the examples showed as badly disintegrated structures. 


Raitt Bonps AND SOLDERING IRONS 


Among the first cases of copper containing oxide being made brittle 
by the action of reducing gases to come to the writer’s attention were 
some rail bonds similar to the one shown in Fig. 3. In the process of 
manufacture, after prepar ing the cable section of the bond, the terminals 


7 7. S. Fuller: The Extreme CaS Be the Acton of athnctian Ar moeptere: 
upon Heated Copper. General Electric Review (1922) 25, 184. 
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were drop-forged on the ends at a red heat. Oil-fired furnaces of the 
muffle type were used for heating, and not infrequently the strands of the 
cable became extremely brittle. Observation showed that if the com- 
bustion of the furnace was so regulated that reducing conditions existed 
in the region occupied by the rail bonds, embrittlement occurred; but that 


Fic. 1.—CoMMERCIAL COPPER, Fig. 2.—CoMMERCIAL COPPER HEATED IN 
ANNEALED. X 75. HYDROGEN 2 HR. AT 850°C. XX 200. 


if oxidizing conditions predominated, no embrittlement took place. The 
remedy for this embrittlement was therefore obvious. 
Another example is the calorized electric soldering copper, or soldering 
iron as it is commonly called, shown in Fig. 3. In the calorizing process, 
the copper is heated in powdered aluminum in a hydrogen atmosphere 
for 2 hr. at a temperature of 800° C.; this produces a diffusion of aluminum 


Fic. 3.—RaAtm BOND AND CALORIZED SOLDERING COPPER. 


into the surface of the copper, forming a coat of aluminum bronze that is 
highly resistant to oxidation at high temperature. The long heating 
at the high temperature in hydrogen produced blisters and cracks which 
were highly undesirable; on the surface of the soldering irons, the difficulty 
was overcome by using copper free from oxide. 
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~ WaTER-COOLED X-RAY ANODE 


Not all cases of copper embrittlement caused by reducing gases are 
as obvious as these just mentioned. The phenomenon was found to be 
the cause of very minute leaks in high-voltage, Coolidge z-ray tubes, the 
successful operation of which depends on maintaining a very high vacuum, 
which of course can be accomplished only by the use of absolutely 
non-porous materials in the construction of the tube. Among the 
parts to be suspected and considered as possible sources of leaks was the 
water-cooled anode, shown in Fig. 4. The anode is made by casting 
copper in vacua against one side of a tungsten disk, and subsequently 
recessing the copper to receive a flat spiral of !¢-in. copper tubing A, 


Fic. 4.—WaATER-COOLED ANODE FOR HIGH-VOLTAGE CoOLIDGE X-RAY TUBE. 


through which water flows when the tube is in operation. The spiral is 
then silver-soldered in place by heating in vacua by means of a high- 
frequency current. 

Microscopic examination of the copper tubing, at the points indicated 
by the arrows, showed the first stages of the characteristic intergranular 
embrittlement caused by reducing gases, resulting in a porosity sufficient 
to ruin the vacuum in the tube. The trouble was caused, during the 
soldering operation, by the reduction of the oxide in the copper by vapors 
from oil or other organic matter remaining on the anode parts after 


machining and was corrected by using tubing made from oxygen- 
free copper. 


TWENTY-KILOWATT TRANSMITTING-TUBE LEADS 


Brittle copper resulting from the action of hot reducing gases on metal 
containing oxide was found to be the cause of the difficulty that developed 
with the flexible leads used in the manufacture of pliotrons of 20-kw. 
capacity. Such a lead is made by silver-soldering a copper cable, made 


T. S. FULLER 749 


of strands of wire 0.0045 in. in diameter, to a tungsten rod. Embrittle- 
ment occurred near the joint indicated by the arrow due to the reduction 
of oxide in the wire by the reducing gases of the flame which came in 
contact with the wire during the soldering operation. The trouble has 
been overcome by first annealing the copper cable, as described by 
Miss Leiter.2 Such an annealing serves to niomrierate the cuprous oxide 
present in such a way that the copper is not embrittled by hot reduc- 
ing gases. 


LEADS FoR 250-watt TRANSMITTING TUBES 


Trouble similar to that just described was found in the leads for 
U. V. 204 vacuum tubes. In the manufacture of these leads, one end of 
the composite copper-nickel-steel wire is electrically welded in an atmos- 
phere of hydrogen to a tungsten wire, and the other end is welded to a 
copper cable. Embrittlement of the cable was noticed near the latter 
joint; it was caused during the welding operation by the reduction of 
cuprous oxide by hydrogen. 


ENAMELED WIRE 


Perhaps one of the most unexpected cases of embrittlement occurred 
in fine copper wire during an enameling process. Wire 0.003 in. in 
diameter is regularly passed through an enamel bath, at the rate of 125 ft. 
per min., and then into a 48-in. furnace held at a temperature of 480° C. 
The wire is ordinarily given five coats of enamel, being passed through 
the furnace after each coat. The reducing conditions, due to the vapor 
of the enamel solvent and the decomposition of the enamel base, that 
prevail in the furnace, produced a brittle wire. Under the microscope, 
a section showed clearly the condition resulting from reducing atmos- 
pheres at high temperatures. The embrittlement in this instance has 
been overcome by removing the reducing atmosphere surrounding the 
wire by drawing air through the furnace. 


FLEXIBLE SHUNTS FOR CONTACTORS 


An additional example involving embrittlement has been found in 
flexible shunts for contactors. The shunts are made of flat, braided 
eable, the individual strands of which consist of copper wires 0.004 in. 
in diameter. During the process of manufacture, the shunts often le in 
the shop for some time, when they become tarnished by atmospheric 
corrosion. It was suggested that after being tarnished the shunts might 
be brightened quickly and efficiently by heating in a hydrogen atmos- 


8 Susan B. Leiter: The Aeagaeee of Chiaaenl Oper on Prevent Embrittles 
ment by Reducing Gases. Issued as Paper No. 1523E, with Minne anp MeErAL- 
Lurey, February, 1926. 
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phere. This was done at different temperatures and for different lengths 
of time, with very unsatisfactory results, because all sets of conditions 
that ‘cleaned up” the surface of the cable produced embrittlement, and 
all sets of conditions that left the wire mechanically strong and ductile 
failed to brighten the surface. An alkali method of cleaning was later 
found to give satisfactory results. 


CONCLUSION 


Realizing that the problems associated with copper embrittlement 
due to hot reducing gases are diverse and that the results cannot always 
be as easily explained as one might suppose, the author has endeavored 
to contribute helpful facts by describing examples of embrittlement that 
have occurred during the manufacture of a variety of devices. The 
subject of embrittlement due to reducing gases must be of interest alike 
to producers and fabricators and must be taken into account by every 
one who has occasion to apply heat to copper. 


DISCUSSION 


H. S. Rawpon, Washington, D. C. (written discussion).—A helpful 
way of looking at this problem, at least from the viewpoint of the struc- 
tural change involved, is to consider it as a specific case of the more 
general problem of intercrystalline brittleness of metals. It is well 
established that the normal fracture of the common metals broken in 
tension at ordinary temperature is transcrystalline in character; at elevated 
temperatures, however, the fracture of the same metals broken in a 
similar manner tends to be intercrystalline. In other words, this char- 
acteristic behavior of metals indicates that the “bond” holding the 
grains together is, at elevated temperatures, weaker than the ‘‘bond”’ 
existing throughout any individual grain and holding it together. The 
temperature which must be employed to develop this structural feature 
varies, of course, with the metal tested. 

It should not be surprising therefore, that, if the intererystalline 
“bond” is still further weakened, the metal will show intererystalline 
brittleness, and that this brittleness may persist in the metal after it has 
been cooled to room temperature depending upon the severity of the 
weakening of the bond. This weakening of the intercrystalline “bond” 
may be brought about in a variety of ways. In the ease of the metal 
under discussion, copper, the pressure resulting from the formation of 
gas throughout the interior is an adequate and sufficient explanation 
of the change which results in the properties of the metal. Further, it 
would seem reasonable to expect, that, for a maximum embrittling effect, 
the chemical constituent (cuprous oxide) which by its reaction with the 
reducing atmosphere in the annealing furnace gives rise to the gases which 
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cause the trouble, should be localized along the grain boundaries and 
disseminated as completely as possible. A given amount of oxide 
distributed in this manner ought to give rise to a much higher degree of 
brittleness than a similar amount occurring in the form of much fewer but 
larger particles. The results presented by Miss Leiter have ably demon- 
strated that this is so. 


Fig. 6.—INTERCRYSTALLINE BRITTLENESS SHOWN BY NICKEL WHEN STRESSED IN 
TENSION AT 900° C. a, EXTERNAL APPEARANCE OF WIRES USED. X65. b, Loner 
TUDINAL SECTION THROUGH THE FRACTURED END. X100 REDUCED To X50. 


During the past few years, considerable attention has been given at 
the Bureau of Standards to the problem of intercrystalline brittleness of 
metals. Reference to a few random examples, illustrating this property 
of metals may be of interest and will serve to illustrate the point that the 
embrittlement of copper is best to be regarded as a specifie case of the 
more general problem. 

The Bureau was asked to explain why a wrought iron bar used as a 
stirring rod in a crucible of molten copper became very brittle. Fig. 5 
gives the data which furnished the answer. A rod of the iron simply 
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immersed in molten copper suffered no deterioration other than the loss 
of a little metal from the surface by solution in the copper. A similar 
rod, stressed by bending, while immersed in the molten copper became 
brittle. As shown in Fig. 5, the molten copper penetrated into the 
interior of the bar along an intererystalline path. The intercrystalline 
‘bond,’ already weakened by the high temperattre, was further weakened 
by the applied stress. This readily made possible the intercrystalline 
attack and penetration of the iron by the molten copper. 

Oxidation at high temperatures, in some metals, shows a tendency, 
at least in the initial stage, to follow an intercrystalline path. This is 
particularly true for nickel. If the strength of intercrystalline “bond” 
is somewhat lowered by applying a tensile stress, to the heated specimen, 


Fic. 7.—LIGHT ALUMINUM ALLOY SHEET SHOWING EMBRITTLEMENT BY INTER- 
CRYSTALLINE CORROSION. X250. ErcHant, 10 PER CENT. SODIUM HYDROXIDE. 
THE MICROGRAPH SHOWS AN ENTIRE SECTION THROUGH THE SHEET. 


the oxidation proceeds readily along an intercrystalline course and the 
metal breaks with the fracture typical of intercrystalline brittleness as is 
shown in Fig. 6. 

Some metals and alloys show, even at ordinary temperatures, a 
tendency toward intercrystalline oxidation (corrosion). Fig. 7 illus- 
trates this in a thin sheet of one of the light aluminum alloys. Instead of 
the atmospheric corrosive attack being distributed fairly uniformly over 
the corroded surface, it was localized and penetrated the interior of the 
sheet along an intercrystalline course. It is evident that the mechanical 
properties of the sheet would be affected much more seriously by this type 
of corrosive attack than by the same degree of corrosion spread uniformly 
over the surface. Actually, a tension test of this material will show that 
the ductility of the sheet is very low indeed, as compared to the same 
material in the uncorroded condition. 


VOL, LXxi11.—48, 
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Although these three examples may seem quite unrelated to one 
another and to the case under discussion, they are alike in that they all 
illustrate a fundamental characteristic of metals, a knowledge of which 
must be assumed in any discussion of any specific case of intererystalline 
brittleness of metals. 


[Norr.—The first two papers on the program of the symposium on “gas” in copper 
were read before the chairman called for discussion. On this account the discussion 
from the floor on Mr, Fuller’s paper is presented on page 772.] 
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Action of Reducing Gases on Heated Copper 


By W. H. Basserr* anp J. C. Brapiry,}| WarerBury, Conn. 
(New York Meeting, February, 1926) 


In considering the effects of reducing gases on hot solid copper the following conclusions 
have been reached. (1) Depth of deoxidation of copper heated in reducing gas is greater 
the smaller the amount of cuprous oxide originally present in the copper, the range studied 
being from 0.015 to 0.136 per cent. oxygen. It is suggested that the reason for this differ- 
ence in depth of deoxidation is that, when the copper is low in cuprous oxide, the reducing 
gas is diluted less by the gas that is formed in the reaction than when the copper is high in 
cuprous oxide; and the greater the concentration of the reducing gas the deeper the deoxida- 
tion. (2) The rate of deoxidation is much more rapid at the beginning of exposure than 
at the end, a condition especially noticeable at temperatures around 900° C.; that is, 
deoxidaiion is retarded as the depth penetrated by the reducing gas increases. (3) Within 
the accuracy of the experiments arsenic in copper up to 0.5 per cent. has no tendency to 
increase or decrease the action of a reducing gas on the cuprous oxide present in the copper. 


In 1912 pieces of 0.365-in. hard copper rod 14 in. long were heated in 
a porcelain tube in an electric furnace, while illuminating gas was passed 
through. An approximate analysis of this gas is: 


Deoxidation Rate,inches per min. 


— 
Q 10 20 30 40 50 60 
Minutes Exposure to Illuminating Gas 


Fig. 1.—EFFECT OF TIME AND TEMPERATURE ON DEOXIDATION RATE OF 0.365-IN. 
COPPER BY ILLUMINATING GAS; COPPER PLUS SILVER, 99.983 PER CENT. 


Hydrogen 38 per cent., carbon monoxide 30 per cent., illuminants 13 
per cent., methane 10 per cent., ethane 3 per cent., carbon dioxide 3 
per cent., nitrogen 2 per cent., oxygen 0.4 per cent. After heating for 
various lengths of time at various temperatures, samples were quenched 


* Technical Superintendent and Metallurgist, The American Brass Co. 
+ The American Brass Co. 
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in water, cut in two, crosswise, polished and etched, and put under the 
microscope. The line of demarkation between the skin of deoxidized 
copper and the unchanged core was easily seen. ‘Two kinds of copper 
were used, one, electrolytic, of high purity, 99.983 per cent. copper plus 
silver; the other, Lake copper, of considerably lower purity, 99.849 per 
cent. copper plus silver. Tables 1 and 2 and Fig. 1 show the data 
obtained. 


Taste 1.—Deoxidation of 0.365-in. Diameter Copper by Illuminating 
Gas 


Time of Exposure to Gas, Minutes 


P : 
Heated ae cehleae 1 3 7 15 30 60 | 120 | 240 
a - | + Silver 
| Depth of Deoxidation, in Inches 

550 | 99.9838 0.000 | 0.002 | 0.012} 0.016 
550 | 99.849 0.000 | 0.000 | 0.004} 0.005 
650 99.983 0.004 | 0.004 | 0.017 | 0.024 

650 | 99.849 0.000 | 0.002 | 0.010 | 0.011 

750 | 99.983 0.008 | 0.018 | 0.025 | 0.035 | 0.069 

750 99.849 0.004 | 0.006 | 0.012 | 0.020 | 0.054 

850 | 99.983 0.010} 0.020 | 0.028 | 0.046 | 0.052 | 0.080 

850 99.849 0.006} 0.012 | 0.028 | 0.0382 | 0.042 | 0.058 

950 99.983) 0.012) 0.024) 0.032 | 0.039 | 0.067 | 0.097 | 0.176 

950 99.849] 0.008] 0.016} 0.019 | 0.025 | 0.033 | 0.048 | 0.066 


* Short time needed to bring temperature to 950° C. 


TABLE 2.—Effect of Time and Temperature on Rate of Deoxidation of 
0.365-in. Copper by Illuminating Gas 


Time of Exposure to Gas, Minutes 
Heate Per Cent. ] ] 
Beaten Copvernnenal 3 7 15 30 | 60 120 240 
+ Silver 
Rate of Deoxidation, in Inches per Minute 
550 99.983 0.0000 | 0.00003} 0.00010} 0.00007 
550 99.849 0.0000 | 0.0000 | 0.00003} 0.00002 
650 99.983 0.0006 | 0.0003 | 0.0006 | 0.0004 
650 99.849 0.0000 | 0.0001 | 0.0003 | 0.0002 
750 99.983 0.0027 | 0.0026 | 0.0017 | 0.0012 | 0.0011 
750 99.849 0.0013 | 0.0009 | 0.0008 | 0.0007 | 0.0009 
99.983 0.010 | 0.0067 | 0.0040 | 0.0031 | 0.0017 | 0.0013 
850 99.849 0.006 | 0.0040 | 0.0040 | 0.0021 | 0.0014 | 0.0010 
950 99.983 0.024 | 0.0107 | 0.0056 | 0.0045 | 0.0032 | 0.0029 
950 99.849 0.016 | 0.0063 | 0.0036 | 0.0022 | 0.0016 | 0.0011 


a 
ee ae 
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The data indicate that the rate of deoxidation is very rapid during 
the early stages of exposure to reducing gases but decreases as time and 
depth of deoxidation increase. Further, the high purity copper was 
deoxidized to a greater depth in a given time at a given temperature 
than the low purity copper. 

Other data, obtained in 1912, were on ten sdmples of various purities 
of 0.365-in. diameter copper rod; these were heated for 14 hr. at 750° C. 
in illuminating gas as before. The results are shown in Table 3. All, 


TaBLe 3.—Effect of Purity of 0.365-in. Diameter Copper on Deoxidation 
in Illuminating Gas, at 750° C. 


Mark | Copper and Silver, Per Cent. Depth of Deoxidation, Inch 
4 99.983 0.043 
10 99.975 0.043 
5 99.969 0.043 
9 99.964 0.043 
6 99.908 0.047 
8 99.849 0.047 
of 99.895 0.055 
2 99.891 0.059 
1 99.907 0.063 
3 99.855 0.067 


except 8 and 3, were electrolytic copper. Oxygen analyses were not made, 
but the 99.983 per cent. material would carry around 0.015 per cent. 
oxygen, while the low purity copper might be expected to have about 
five times this amount. 

Tables 4 and 5 give more data on the 0.365-in. copper rods. Samples 
3 and 4 were originally 214 B. & S. numbers hard; 8 and 10, 1 B. & S. 
numbers hard. Some were annealed | hr. at 850° C. in a non-reducing 
atmosphere prior to treatment. For the tests samples !9 in. long were 
heated in a copper tube while passing in illuminating gas; they were 
water quenched. Some of the deeply deoxidized specimens were badly 
shattered. 

The data of Table 4 indicate, as might be expected, that there is no 
difference in the amount of deoxidation whether samples were previously 
hard or soft, as heating in the reducing atmosphere anneals the hard sam- 
ples and brings them to the same state as those that were already soft. 
On the other hand, within the accuracy of the experiment, there is no 
indication of any material difference in deoxidation whether the samples 
were high or low in oxygen content. Further evidence on this matter 
will be given later. Table 5 shows again the marked decrease in rate 
of deoxidation as time of exposure to gas, and depth of deoxidation 


increase. 
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Taste 4.—Hard and Soft 0.365-in. Diameter Copper Heated in Illumi- 
nating Gas and Quenched 


Per Cent. Time of Exposure to Gas, Minutes 
BN ae ak Mark Copper Temper 
+ Silver TN he ole Oe 
Depth of Deoxidation, Ins. 
550 4 99 .983 Soft 0.004 0.010 
Hard 0.004 0.004 
3 99.975 Soft 0.004 0.008 
Hard 0.004 0.008 ‘ 
10 99.855 Soft 0.004 0.012 ; 
Hafd 0.004 0.008 
8 99.849 Soft 0.004 0.006 3 
Hard 0.004 0.014 7 
650 4 99.983 Soft 0.016 0.018 0.014 7 
Hard 0.012 0.012 0.014 
3 99.975 Soft 0.008 0.014 0.018 4 
Hard 0.012 0.012 0.020 4 
‘ 
10 99.855 Soft 0.012 0.008 0.021 
Hard 0.012 0.014 0.016 
8 99.849 Soft 0.012 0.008 0.016 
Hard 0.008 0.010 0.020 
750 4 99.983 Soft 0.033 0.024 0.047 
Hard 0.029 0.043 0.067 
3 99.975 Soft 0.026 0.035 0.075 
Hard 0.028 0.031 0.059 
10 99.855 Soft 0.041 0.028 0.067 
Hard 0.029 0.059 0.030 
8 99.849 Soft 0.033 0.037 0.063 
Hard 0.031 0.041 0.067 
850 4 99.983 Soft 0.067 0.073 0.071 
Hard 0.055 0.059 0.083 
3 99.975 Soft 0.055 0.063 0.086 
Hard 0.055 0.087 0.182 
10 99.855 Soft 0.063 0.075 0.087 
Hard 0.047 0.071 0.077 
8 99.849 Soft 0.059 .063 0.095 
Hard 0.051 043 0.075 
950 4 99.983 Soft 0.083 .182 0.182 
Hard 0.102 .182 0.182 
3 99.975 Soft 0.098 . 182 0,182 
Hard 0.028 125 0.182 
10 99.855 Soft Shattered | Shattered | Shattered 
Hard 0.043 0.071 0.182 
8 99.849 Soft 0.067 0.182 Shattered 


Hard 0.039 0.047 0.182 
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TABLE 5.—Deowidation of Copper, Data Condensed from Table 4 


a ae 
Temperature, Time of Exposure to Gas, Minutes 
° e ee 
15 | 30 | 60 | 120 
ee I | ee 
Rate of Deoxidation, Inches per Minute 

550 * 0.0001 0.0001 

650 0.0008 0.0008 0.0003 

750 0.0021 0.0013 0.0009 

850 0.0038 0.0022 ° 0.0014 

950 0.0049 0.0049 0.0030 


EFFECT OF AMOUNT OF OxYGEN ON DEOXIDATION 


It has been thought that depth of deoxidation of copper was greater 
the larger the amount of oxygen;! the data already presented in the 
present paper has been inconclusive on this point. L. P. Webert, in The 
American Brass Co. Laboratory, has done some work indicating that the 
opposite is true; and more recently we have confirmed this—that copper 
with low oxygen content is deoxidized more deeply than copper with 
higher oxygen content, time, temperature, and kind of gas being identical. 
Webert showed this in two experiments. 

In one case, hot-rolled copper was used. This had an elliptic cross- 
section with 4 and 17¢-in. axes. The cuprous oxide was more concen- 
trated in that portion which corresponded to the set of the wire bar 
than elsewhere. Pieces 2 in. long were exposed to reducing gases, for 
1 hr., at 840-900° C. Depth of deoxidation was determined under the 
microscope to be greater where oxygen was low than where the oxygen 
content was higher. At places where the cuprous oxide was distributed, 
as in Fig. 2, the depth of deoxidation averaged 0.068 in.; while where the 
cuprous oxide particles were more numerous, as in Fig. 3, the average 
depth of deoxidation was only 0.038 in. These photomicrographs show 
the samples unetched; the black dots represent the cuprous-oxide 
particles. 

The copper-silver content of the wire bars tested was 99.942 and 
99.954 per cent. In one case, the gas used analyzed 17.1 per cent. 
hydrogen, 15.0 per cent. carbon monoxide, and 6.1 per cent. carbon 
dioxide; in another, it was 26.2 per cent. hydrogen, 19.5 per cent. carbon 
monoxide, and 4.7 per cent. carbon dioxide. The depth of deoxidation 
was slightly less in these particular cases, when the copper was exposed 
to the apparently more reducing gas. 


cee reper ee ee 
1 Norman B. Pilling: Action of Reducing Gases on Hot Solid Copper. T'rans. 
(1919) 60, 333. 
W. H. Bassett: Trans. (1919) 60, 337. 
Moore and Beckinsale: Jnl. Inst. Metals (1921) 25, 233. 
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Fig. 2.—WiTH Cu2,O PARTICLES FAR 
APART, DEPTH OF DEOXIDATION OF 
COPPER wASs 0.068 EN. X 75; NoT 
ETCHED. 


’ 


Fig. 4.—OxyGmn, 0.026 PER CENT. 


DISTRIBUTION OF OXYGEN IN 0.083-1N. 


Fig. 6.—OxycGeEn, 0.046 prr cent. 
DISTRIBUTION OF OXYGEN IN 0.083-IN 


Fic. 3.—WirH Cu.20 PARTICLES 
CLOSER, DEPTH OF DEOXIDATION WAS 
0.038 IN. XX 75; NOT ETCHED. 


. 


e 


Fie. 5.—OxyGeEn, 0.033 PER CENT. 
COPPER TUBING. X 75; NOT ETCHED. 


Fie. 7.—Oxyaen, 0.073 PER CENT. 
. COPPER TUBING. XX 75; NOT ETCHED. 
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In another experiment, four copper tubes 1-in. outside diameter 
with an 0.083-in. wall were used. In each, the cuprous oxide was evenly 
distributed, as shown by Figs. 4, 5,6, and 7. Analyses are given in Table 
6. The tubes selected formed a series varying in oxygen content. 
Treatments for 1 hr. were made in gases of various compositions at 
800-900° C. For each test four specimens, +214 in. long, of differing 
oxygen content, were stood in a row in a gas-fired furnace. At the same 
time specimens of arsenical sheet copper were exposed, the sheets and 
tubes being placed alternately, and so bolted together that the distance 
from specimen to specimen was never less than 1¢ in. Two small per- 
forated pipes distributed air and gas evenly behind a baffle plate in the 
furnace, so gases would be so thoroughly mixed and suitably deflected 
as to come as uniformly as possible in contact with all samples. For gas 
analyses during a given experiment, a sampling tube, also perforated, 
drew a constant stream of gases from the heating chamber. 


TaBLE 6.—Analyses of Copper Tubes Used for Deoxidation Tests 


Bam ples NIM Peri stac eco auc pte re Ge 5 18 3 | Te 
Analysis Number.............-....0. | 88131 | 90750 88129 88138 
Ie TIreeNALMPER: c)..¢6 cena ste © oes Fe oe 4 | 5 6 7 
Oxveens Per Celibese sh. 1.2. oa a= | 0.026 0.033 0.046 0.073 
Copper, per cent.......:..:... 99.979 99.931 99.956 99.893 
Silvers percents". s..:.-.2 5 0.0001 0.0349 0.0021 0.0203 
CGoldmpermcentheemeam- a. aaa) 0.00001 0.0000 0.00002 Trace 
IAT SCI CoD eluCeNte errs J fae. 0.0011 | 0.0033 0.0007 0.0056 
FAniimManyepehyCe Mirena er. cr 0.0006 0.0002 0.0010 0.0002 
Wheads per centeeae ade: =.= ee 0.0005 0.0005 0.0006 0.0011 
Bin Spel Cen bmw cts oes ts 0.0000 | 0.0000 0.0000 0.0000 
TRON, (HEP CN canasccorcosseue 0.0020 0.0016 0.0020 0.0016 
Manganese, per cent........... 0.0000 0.0000 0.0000 0.0000 
Nickel spericentiere tae see e- 0.0018 0.0016 0.0017 0.0013 
Bhalla, TOKE? COW oso soe on eae | 0.0000 0.0000 0.0000 0.0000 
Zine, hes centeeeen ees. 7.| 0.0000 0.0000 0.0000 0.0000 
Selenium and tellurium, percent 0.0000 0.0000 0.0001 0.0000 
Suillus, ae Coe ogc aaqnaesnm oe Pe On0036un m0 O03, 0.0036 0.0041 
| | 


ee ee ee ee ee ee 


The amount of reducing gases in the furnace was adjusted by a valve 
on the air pipe, the illuminating gas pipe being open all the time. When 
the reducing gases ran high in the furnace sufficient heat was not supplied 
to maintain the temperature at 800-900° C.; at such times additional 
heat was supplied on the outside of the muffle compartment of the fur- 
nace. When the reducing gases were low in amount, the muffle had to 
be cooled on the outside by a blast of air. The deoxidized area was 
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magnified 100 times and the distance between the inner edge of the tube 
section and the border of the unreduced oxide portion was measured on 
the ground glass of the microscope at four points around the circumfer- 
ence of the tube. Table 7 gives the data of these tests. 


TaBLE 7.—Deoxidation of .083-in. Copper Tubing 


Temperature Range, ° C. Gas Analyses laa ena Exposure, 
No. 5 | No. 18] No. 3 | No. 12 
H CoO CO: O Oxygen Oxygen| Oxygen) Oxygen 

Test Min. Max. Per Per Per Per 0.026 | 0.033 | 0.046 | 0.073 
Cent. | Cent. | Cent. | Cent. Per | Per Per Per 

Cent | Cent Cent Cent 

| | { 
1 950 980 0.0 0.0 PA, | 0.6 0.000 0.000 | 0.000 | 0.000 
2 860 870 3.7 4.7 10.8 | © 0:0 0.034 | 0.028 | 0.026 | 0.014 
3 820 840 3.9 5.4 8.9 | 0.0 | 0.023 | 0.014 0.000 
4 810 820 7.2 8.5 | 8.4 0.0 0.027 | 0.017 0.025 | 0.018 
5 820 880 Sate L0:0: 7.8 0.0 0.039 0.037 | 0.025 | 0.026 
6 830 900 8.4 10.4 8.0 0.0 0.028 | 0.032 | 0.022 | 0.017 
i 865 870 11.3 10.8 6.9 | 0.0 j| 0.041 | 0.031 | 0.028 | 0.024 
8 820 850 hy 11.5 6.6 | 0.0 0.041 | 0.031 | 0.029 | 0.024 
9 820 860 17.3 16.0 6.0 0.0 0.042 | 0.042 | 0.042 0.038 
10 860 900 Lieto ekos0 6..D-}- 0.0 0.042 | 0.042 | 0.042 | 0.042 
ay 840 890 26.2) 19.5 eat ORO 0.042 | 0.042 | 0.042 | 0.042 
Average of Tests Nos. 2 to 8 
810 900 7.8) | 8.8 1. 8.24) 0.0 | 0.033 | 0.027 0.026 | 0.018 
| | | | | | | 


As the tubes were 0.083 in. in diameter, deoxidation given at 0.042 
in. means that the tubes were completely deoxidized, being exposed on 
both inside and outside. 


The Less the Oxygen the Deeper the Deoxidation 


By averaging results in the seven tests where hydrogen varies from 
3.7 to 11.7 per cent. and where deoxidation of tubes proceeded only part 
way through the samples, it was found that the copper with low oxygen 
is deoxidized more deeply than that with higher oxygen; 7.e., in 1 ne 
in gas carrying about 8 per cent. hydrogen, and at a temperature of about 
850°C., the depth of deoxidation of copper varied with the oxygen 
content as follows. 


DeEoxIDATION, INcH OxyGENn, Per Cent. 


0.033 0.026 
0.027 0.033 
0.026 0.046 


0.018 0.073 
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To verify these findings, further work has been done when small 
portions of copper were used, 5¢ in. long, 14 in. wide, 0.052 to 0.084 in. 
thick. Some of these were from pieces of I-in. O. D. tubing, flattened, 
then filed and smoothed on emery cloth, while others were from cold- 
rolled sheet copper, also filed and smoothed on fine emery cloth, prior to 
heat treatment; one was cut from a firebox 1¥¢ in. thick. A small hole 
was bored in one end of each sample so that they could be assembled on a 
bolt for microscopical examination of the deoxidized sections, because, 
held together, the edges of the sections would not be rounded when 
polished. 

For heat treatment, samples were tied together by fine copper wire 
so that all lay flat side by side and all the broad surfaces were equally 
exposed to the reducing gas. They were placed in the cold end of a 7- 
in. I. D. fused-quartz tube 44 in. long, and commercial gas with 9 per cent. 
hydrogen and 91 per cent. nitrogen run through. The tube was placed 
in a 31-in. electric furnace. When at 700° C., the string of nine samples 
was pulled into the middle of the hot tube. The furnace was so large, 
compared with the size of the samples, that the temperature did not 
change appreciably and samples came up to heat very quickly. 

The samples were chosen with a wider variety of oxygen content than 
before. They were not arranged in the order of oxygen content when 
heated, but were mixed so high and low oxygen samples would be in close 
proximity, so as to decrease possible error due to entering gases striking 
one sample before another. When samples had been heated a certain 
length of time, the tube was removed from the furnace and cooled 
quickly with an electric fan, the reducing gas still passing. 


ANALYSES OF 9 BY 14-IN. SAMPLES 


The copper reported in Table 8 as carrying 0.004 per cent. oxygen 
was deoxidized with phosphorus when cast. Oxide was not present as 
Cu.0, as determined by microscopical examination. No harm came to 
this copper in the presence of the reducing gases, while the others were 
rendered brittle to various depths, as revealed by the microscope. 
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TABLE 8.—Analyses of 5¢ by 14-in. Copper Used in Experiment 


Analysis Number.......0+++.2.c000++ 90726 6353 88131 | 88132 | 2561 | 88130 | 6356 | 91361 | 5087 

Sample Numbers .csscsc0se ae sone es 24 10 | 5 | 6 | 8 | 4 | 12 0 26 
Fire- 

Hrom'y.G cs acters eae wiataleelore ise Tube Sheet Tube Tube | Sheet | Tube | Sheet re Sheet 

Oxygen, percent: . 5... 2c0.s-+-sree> 0.004 | 0.015 | 0.026 | 0.044 | 0.071 | 0.077 | 0.080 | 0.090 | 0.136 

(Copper per cents aweten ns oR sss te-ieat 99.975 |99.953 |99.979 |99.949 (99.560 |99.926 99.356 99.404 |99.855 

Silvery per dent aaaectecse sei ceesee eet 0.0024 | 0.0242 | 0.0001 | 0.0005 | 0.0948) 0.0027 | 0.0225| 0.0828) 0.0005 

Gold )iper,cent: esperar ener nen eee 0.00004| 0.00001, 0.00001, 0.00001 0.00003, 

VATAENIOn PEI CEN rece eee aiatersicaisee 0.0001 | 0.0025 | 0.0011 | 0.0001 | 0.2691 0.0001 0.5361 0.400 | 0.0012 

Antimony, per cent............-.+--- 0.0003 | 0.0008 | 0.0006 | 0.0003 0.0000, 0.0002 | 0.0004 0.0002) 0.0002 

Leads merscent-ketmcastscsneenantere 0.0007 | 0.0008 0.0005 0.0003 | 0.0011, 0.0009 | 0.0023 0.000 | 0.0016 

Linypericont saavese acess n tes Sra 0.0000 0.0000 | 0.0000 | 0.0000 

Tron; pericentigcs «accesses soe sisson 0.0057 | 0.0025 | 0.0020 | 0.0019 | 0.0003 0.0022 | 0.0008 0.0013) 0.0015 

Manganese, per cent................- 0.0005 0.0000 | 0.0000 | 0.0000 

Nickel percents saacecec sioriereiinaven 0.0034 | 0.0000 | 0.0018 | 0.0011 | 0.0018 0.0011 | 0.0014) 0.0052) 0.0012 

Bismuth spericent waaccaeectesee secre: 0.0000 0.0000 | 0.0000 | 0.0000 | 0.000 

Zines perscentiwyeeeacadeecaen ce eats 0.0024 | trace | 0.0000 | 0.0000 | 0.0000 0.0000 | 0.0000 0.0000 

Selenium and tellurium, per cent...... 0.0000 0.0000 | 0.0000 | 0.0000 | 0.0008} 0.0000 

Sulturs per: Cent queso seismic 0.0048 | 0.0011 0.0036 | 0.0047 | 0.0022 0.0042 0.0014) 0.0032) 0.0032 

Phosphorus, per cent................ 0.0004 | | 


The quantity of hydrogen passed over the samples was 80 to 120 times 
more than the amount corresponding to the copper oxide reduced; data 
bearing on this point are shown in Table 9. 


TABLE 9.—Quantity of Hydrogen Used in Experiment on 5 by 14-in. 
Copper Samples 


; Hydrogen Equiva- 
; 9 Per Cent. Weight of Hydro- RAE AY ELE 
Temperature, Time of Run, = & vcTO- | lent to CuzO Re- 
cr Minutes SS sed, | gen sions, Mat duced, Milligrams 
= Mya. weed | ed & a (Approx.) 
700 is) 14 i. 0.14 
700 15 iS 40 0.34 
700 25 5 40 0.50 


TaBLE 10.—Deoaxidation of 56 by 14-in. Copper with Various Amounts of 
Oxygen (and Arsenic) 


Bor aed e eee roe to 9 Per 
S ent. rogen : Le 
Sample No. Say Reeeey : as Tenetha of Tims No ae ee 
a y 5 Min. 15 Min. 25 Min. 
24 0.004 0.0001 
10 0.015 0.0025 0.007 0.017 0.021 
5 0.026 0.0011 0.006 0.016 0.024 
6 0.044 0.0001 0.006 0.017 0.027 
8 0.071 0.2691 0.005 0.010 0.015 
4 0.077 0.0001 0.005 0.013 0.017 
12 0.080 0.5361 0.007 0.015 0.020 
0 0.090 0.400 0.004 0.007 0.011 
26 0.136 0.0012 0.006 0.011 0.015 
Ave 0.060 0.0056 0.0133 0.0187 


1.6 [LL th a a... eee 
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0.01 in, 0.02 in 0.03 in 
| | 
Depth of : | 
ego ak Arseni¢ 
gence Per Per 
Cent. Cent. 
0.004 0.0001 
0.021 in. 0.015 0.0025 
0.024 in. 0.026 0.0011 
0.027 in. 0.044 0.0001 
0.015 in. 0.071 0.2691 
0.017 in. 0.077 0.0001 
0.020 in. 0.080 0.5361 
6 400 
0.011 in. 0,090 0.4 
0.015 in 0.136 0.0012 


fe} 
Fiq. 8.—DEpPTH OF DEOXIDATION OF COPPER IN 9 PHR CENT. HYDROGEN GAs AT 700° C. . 
FOR 25 MIN. X.100; NOT ETCHED. 
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Photomicrographs of samples heated for 25 min. are shown in Fig. 8. 
These are arranged according to original oxygen content and, in a general 
way, indicate decrease in depth of deoxidation as per cent. of oxygen 
increases. They also show the considerable variation in size and con- 
centration of cuprous-oxide particles present in the various coppers tested. 
The right-hand portions of the photomicrographs show the unreduced 
cuprous-oxide particles; the left-hand portions show depth of deoxidation 
and absence of cuprous oxide. Samples were not etched. 

The data of Table 10 have been plotted in Fig. 9. The points do 
not lie on a very regular curve, but it is thought that they bear out the 
previous findings and indicate again that for a given time, temperature, 
and gas, the depth of deoxidation of copper is greater the smaller the 


0.030 


Exposure oGa 
x =25 Min 
+=/§ Min 
o=S5Min 


oe KS) 
ey iS) 
yn Ww 
ora 


Depth of Deoxidation, inches 


0.000059 0.02 0.04 0.06 0.08 0.10 0.12 0.14 


Per Cent Oxygen in Samples Before Treatment 


Fig. 9.—EFrrnct OF OXYGEN CONTENT ON DEPTH OF DEOXIDATION OF COPPER EXPOSED 
FOR VARIOUS LENGTHS OF TIME TO GAS WITH 9 PER CENT. HYDROGEN AT 700° C. 


amount of cuprous oxide originally present. The copper carrying as 
little as 0.015 per cent. oxygen, when bent double, had a characteristic 
brittle break. 

The more oxide there is present the more hydrogen is used in the reac- 
tion, and the less there is to penetrate further; in consequence, the depth 
of deoxidation is not as great. Furthermore, the penetration of hydrogen 
into the copper is increasingly hindered by the formation of steam, for 
steam does not diffuse through copper as fast as hydrogen,’ and therefore 
cannot get out as fast as it forms. Pilling has found* that the speed at 
which hydrogen diffuses into copper varies greatly with the external 
hydrogen concentration. There seems to be no reason why this should 
not apply to internal concentration of hydrogen in the copper; that is, 
the steam formed in the copper, and the exhaustion of hydrogen by 
reaction with cuprous oxide, decrease the hydrogen concentration, 
retarding its penetration and its further reduction of the oxide. 


* Norman B. Pilling. Trans. (1919) 60, 327. 
3 Jnl. Inst. Metals (1921) 25, 255. 


a 
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RETARDATION OF RATE oF DEOXIDATION WITH INCREASE OF TIME 


That the reaction is slowed up as depth of deoxidation increases is 
shown by Table 11, which gives, in condensed form, data from Table 10; 
these figures show nat the retardation of the rate of deoxidation, with 
increase of time of exposure to a reducing gas, "is considerable. 


TaBLE 11.—Retardation of Rate of Deoxidation with Time of Exposure 


Time of Exposure to 9 Per Cent. | | Depth of Deoxidation. Average | Rate of Deoxidati Inch 
Hydrogen at 700° C., Minutes | | of 8 Samples from Table 10, Taek | Nabe? sparen i 


5 0.0056 | 0.00112 


15 | 0.0133 — | 0.00089 
25 0.0187 | 0.00075 


Similar data were given in Table 2 and plotted in Fig. 1, where it is 
shown that retardation of rate of deoxidation with time is much more 
pronounced at 950° C. than at 700°, the temperature of Table 11. 

Pilling‘ noted not only that the rate of diffusion through copper varied 
enormously with the external hydrogen concentration but that the curve 
of variation consisted of two well-defined branches. His data indicate 
that, below 28 per cent. hydrogen concentration, the time of exposure 
was 1 hr., while at 48 per cent., the copper was exposed for only 30 min., 
and with 100 per cent. hydrogen for only 10 min. Probably the curve 
would have been a simple one if the time of exposure to the gases had been 
the same in all cases, for, as found above, the rate of deoxidation decreases 
as the time of exposure and depth of deoxidation increase. On the other 
hand, it would not be expected that the curve would be a straight line, 
because, as the external hydrogen concentration and depth of deoxida- 
tion increase, the effective internal hydrogen concentration lags coinci- 
dentally with the increasing concentration of water vapor. 

- The foregoing may explain our findings that copper with low oxygen 
is deoxidized more deeply in hydrogen than copper with higher oxygen; 
for the amount of water vapor formed in the copper decreases with a 
decrease in oxygen content; and this small quantity of water vapor dilutes 
the incoming hydrogen less than the larger quantities of water vapor 
formed in copper with higher oxygen. 


Errect of ARSENIC ON DEOXIDATION OF COPPER 


Some arsenical coppers analyzed, as shown in Table 12, were exposed 
for 1 hr. to reducing gases at the same time as those shown in Table 7. 
All had been hot rolled to 0.183 in.; the first two were then cold rolled to 
0.050 in., and the last three to 0.083 in. 


4 Jnl. Inst. of Metals (1921) 25, 255. 
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Fic. 10.—Arsenic, 0.044 per cent.; Fie. 11.—Arsenic, 0.044 PER CENT.; 
BEFORE GASSING, SHOWS Cu2.O. XX 75; AFTER GASSING, CRACKED. X 75; ETCHED. 
NOT ETCHED. 


Fig. 12.—Arsmnic, 0.079 per cent.; Fie. 13.—Arsmnic, 0.079 PER .CENT.; 
ve hi x “ ahaa N The 
BEFORE GASSING, SHOWS Cu2.0. X 75; APTHRGASSING, CRACKED. X 75; ETCHED. 
NOT ETCHED. 


Fig. 14.—ArsEnIc, 0.100 PER cent.; Fig. 15.—ArsEnic, 0.100 PER CENT: 
vt) 


BEFORE GASSING, SHOWS Cu2.0. X 75; AFTER GASSING, CRAC : 
. KED. bE 
NOT ETCHED, ; , Aa(D ETCHED 


GASSING oF ARSENICAL COPPERS, 
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TABLE 12.—Arsenical Copper Analyses 
ee eee ee eet 


Analysis Copper, Per Cent. | Arsenic, Per Cent. | Iron, Per Cent Oxygen, Per Cent, 
| a g | (estimated )¢ 
0.044 0.025 
0.079 0.025 
17621 99.788 0.100 0.009 0.030 
17622 99.638 0.281 0.003 0.030 
17623 99.519 0.413 0..002 0.00 


* Estimated roughly by comparsion with photomicrographs of coppers of known 
oxygen content. 


Fig. 16.—ARSENIC, U.231 PER CENT.; Hic. 1/.—ARSENIC, U.281 PER CENT.; 
BEFORE GASSING, SHOWS CuU20. XX 75; AFTER GASSING, CRACKED. X 75; ETCHED. 
NOT ETCHED. 


Fic. 18.—ARSENIC, 0.415 PER CENT.; Hig. 19.—ARSENIC, 0.413 PER CENT.; 
BEFORE GASSING, No CuO. X75; NOT AFTER GASSING, NO CRACKS. X 19; 


ETCHED. ETCHED. 
GASSING OF ARSENICAL COPPERS. 


VOL, LXx111,—49, 
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The amount of oxygen present is indicated by Figs. 10, 12, 14, 16, and 
18 to be 0.025 to 0.030 per cent. in the first four samples, but nil in the 
fifth sample. Bending tests, microscopical examination, and Figs. 11, 13, 
15, 17, and 19, taken after exposure to the reducing gases, prove that all 
the ell had been badly embrittled, except the one with no oxygen. 

Other data on deoxidation of arsenical copper were included in Table 
10; complete chemical analyses were given in Table 8. For some 
unknown reason all three of these arsenical coppers were considerably off 
the curve of the coppers that carried practically no arsenic. The arsenic- 
bearing coppers are plotted at 0.071, 0.080, and 0.090 per cent. oxygen in 
Fig. 9. The 0.080 per cent. oxygen sample with 0.5361 per cent. arsenic, 
consistently, at 5, 15 and 25 min. exposure, deoxidized more rapidly 
than the non-arsenical coppers with nearly the same oxygen; the other 
two arsenical coppers, however, with 0.2691 and 0.400 per cent. arsenic 
consistently deoxidized less rapidly than the non-arsenical coppers with 
nearly the same oxygen content. Within the accuracy of our experi- 
ments, the arsenic itself has no tendency to either increase or decrease the 
action of reducing gases on the cuprous oxide that may be present in the 
copper. 


DISCUSSION 


C. 8. Smira, Cambridge, Mass. (written discussion).—The action of 
reducing gases on copper containing oxygen is a matter of both scientific 
and practical importance, and it is gratifying to see that it is at last 
receiving the attention that it deserves. 

It is unfortunate that the present paper only deals with the pene- 
tration of reducing gases into copper, for, although this may be greater 
in low-oxygen metal than in high, it is very probable that the violence 
of the action and the extent of the deterioration would be greater as the 
amount of oxygen increased—at all events at intermediate temperatures 
(about 650 to 850° C.). 

I have plotted the results given by the authors in the 60-min. column 
of Table 1 (see Fig. 20). This shows the relation between penetration 
and temperature, and indicates clearly that the relative difference in the 
depth of deoxidation is much greater at high temperatures than low. 
Both the curves show a slight submerged maximum at 750° C., but above 
this the high-oxygen curve remains practically horizontal, while the other 
indicates a rapid increase in penetration. If the sole reason for the 
difference in thickness of the deoxidized layers is the diffusion of the 
hydrogen and water vapor one would expect that both curves would be 
similar in form, and that both would rise rapidly and in a regular way with 
rising temperature. It is evident, therefore, that there is some action 
which takes place to a greater extent in tne high oxygen copper, and 
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which tends to reduce the depth of deoxidation as the temperature 
increases. I have recently carried out tests on large samples of cast 
copper which bear this out conclusively. In one case the penetration at 
high temperature was only one-third of that at 800° C., and in every case 
a very marked maximum was found at this temperature if the oxygen 
content of the copper was reasonably high. Low oxygen did not show 
this phenomenon, and if high-oxygen copper were forged, the effect was 
very much reduced, the curves being similar to the lower one on Fig. 20. 

Mechanical tests on copper wire with about 0.03 per cent. oxygen have 
shown that metal which has been deoxidized completely at high temper- 
atures is much stronger and less brittle than that which has been treated 
at intermediate temperatures. There is undoubtedly some connection 
between this and the other unexpected high temperature effect, and I have 
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Fic. 20.—CuRVE SHOWING THE EFFECT OF TEMPERATURE ON THE DEPTH OF 
PENETRATION OF REDUCING GAS INTO COPPER (PLOTTED FROM FIGURES GIVEN BY 
BASSETT AND BRADLEY). 


been able to develop a theory which explains satisfactorily all the observed 
facts. I have also succeeded in completely restoring good properties to 
copper which had been ruined by gassing, making it very nearly as strong 
and ductile as it was before treatment. 

Owing to the fact that this work is being done in fulfillment of the 
requirements for an advanced degree at Massachusetts Institute of 
Technology, I regret that it is not possible for me to give further details 
at this time, but it is hoped that the work will be available for publication 
in the course of a few months. 

J. L. Curistiz, Bridgeport, Conn.—We should impress upon all users 
of copper that they should specify deoxidized copper when it isnecessary. 
I had an experience with a batch of “tough-pitch”’ copper tubes bought 
in the open market. They were silver-soldered over steel rods swaged 
down, and finally drawn into copper-clad wire. The anneals between 
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draws were made in an atmosphere of hydrogen. The copper blistered 
and peeled from the steel during drawing. The cause of the trouble was 
simple. The concern had been using deoxidized copper, and when they 
bought some that had not been deoxidized they ran into difficulties. 


F. W. Harris, Baltimore, Md.—Mr. Fuller’s paper’ serves a very 
useful purpose to the manufacturer of copper products in illustrating 
how susceptible copper is to the pernicious influence of reducing gases in 
the annealing furnace. 

An interesting example which came to my notice recently was a 
piece of 14-in. copper rod, rolled and drawn from electro-refined wire 
bar copper of normal oxygen content. The rod had been annealed, and 
in some unaccountable way had been badly “gassed.’”’ The gassing had 
caused severe embrittlement about halfway through the rod, leaving a 
normal ductile core, capable of withstanding an elongation of possibly 
50 per cent. of its original length without fracture. The outer shell, 
however, was so brittle that on attempting to bend the rod in the jaws of 
a vise it broke away clean, leaving a sharply demarcated line of cleavage 
between the core and the shell. 

As often happens in such cases, the producer of the wire bar was 
blamed for supplying faulty material, whereas it was obvious at once 
the faulty fabrication was to blame, and a little deeper inquiry on the 
manufacturer’s part would have shown that the trouble lay at his own 
door. 

Mr. Fuller’s examples, therefore, in showing the dangers involved in 
faulty treatment, help both manufacturer and producer alike. 


S. Skowronskl, Perth Amboy, N. J.—Many of the complaints that 
the refineries receive on copper are due, undoubtedly, to the working of 
the copper in reducing gases. There have been cases where the copper 
annealing has produced blisters, and those blisters can generally be traced 
back to the metal having been heated in a reducing atmosphere, forming 
water vapor and causing blisters. If the refinery could produce oxygen- 
free copper or copper free from oxygen to a much greater degree than is 
the case today, it would help materially. But our cheap copper of today 
is dependent upon large-scale production. If oxygen-free copper is ever 
produced commercially, I do not believe it will be at the present price. 


N. B. Pruurye, Bayonne, N. J.—Relative to the enameled wire that 
was going through Mr. Fuller’s furnace at 430° C.: At that temperature 
you can take large sections of copper and expose them to hydrogen for a 
long time without injurious action. I am wondering what the condition 
is in his case that makes the action so extremely rapid. I know of a 


See page 744, The first two papers on the program of the symposium on “gas” 
in copper, were read before the chairman called for discussion. 
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bright annealing furnace for spooled copper wire which runs at 350 
or 375° C., with an atmosphere of natural gas previously cleaned by pass- 
ing through a cracking furnace. The wire remains in it a good many 
hours and comes out bright and entirely softened, yet with no indications 
of the development of brittleness. 


T. 8S. Futier.—The factors, in addition to'the reducing atmosphere, 
contributing to embrittlement are time, temperature and size of wire. 
Forty-eight hours in an atmosphere of hydrogen are required to produce 
appreciable embrittlement in 10 mil. wire at 300° C. Each 25 or 50° 
rise in temperature above that point cuts down markedly the time 
required for embrittlement. I do not think that there are any unusual 
conditions in the enamelling furnace. It so happens that 430° C. is 
a temperature sufficient to cause the embrittlement of a wire 0.003 in. 
in diameter in a reducing atmosphere in a very short time. 

What Mr. Rawdon says about the grain boundary effect is true, but 
it must be remembered that in addition, the position of the grain bound- 
aries change as evidenced by the photomicrographs comprising Figs. 1 
and 2 in my paper. 

In his written discussion Mr. Smith has mentioned that at very high 
temperatures he does not find the increased embrittlement which he 
would expect. The reason, I think, is because the fissures which are 
opened during embrittlement are healed again at very high temperatures 
by diffusion. 


W. C. Smitu, Baltimore, Md.—In connection with some recent work, 
Mr. Harris has found he could coalesce the oxygen at from 1600° F. 
upward. The rate of coalescence was increased with the temperature. 

Micrographs show a rather peculiar thing: that as the temperature 
came up reasonably close to the melting point, the cuprous oxide and 
possibly cuprous sulfide on the grain borders were coalesced into aggre- 
gations, and at extremely high temperatures a series of blow holes or gas 
cavities developed. These can be traced in the micrographs to further 
enlargement. It seemed as though a reaction had taken place between 
Cu.8 and Cu.C at temperatures below the melting point of copper. 

It is a little premature to make any definite statement relative to the 
effect of coalescing a bar at too hot a temperature. Such experiments 
as we have made indicate that the coalescence of the copper oxide into 
large globules, followed by rolling, will produce a structure which has 
rather large-banded masses of copper oxide, and, so far as we have gone, 
the tensile strength or the physical properties are lower than the copper 
would have been if it had not been coalesced. 


S. Skowronski.—Have you observed any cracking? 


W. C. Smith.—We do not know. 
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S. Skowronski.— Coalescing is simply the breaking up of eutectic, 
going back into primary copper and leaving the oxide behind. We are 
talking now on the coalescing of the eutectic on a wire bar or on a cake 
copper. 

Johnson published some work on coalescing in 1917 in the Proceedings 
of the Society of Chemical Industry and in the paper which I quoted at 
the beginning of the meeting, he speaks as follows on the subject of 
coalescing: 


The copper-cuprous oxide eutectic exists as sheaths around the crystals of copper 
and, although these sheaths become broken up by coalescence of cuprous oxide— 
resulting from annealing—and by mechanical treatment, the grains of cuprous oxide 
always remain, and their bad influence upon malleability increases with their number. 
Rolled sheet, drawn tube and wire, when examined under the microscope, often show 
parallel trains—erstwhile eutectic sheaths—of cuprous oxide globules, which have 
been elongated by the rolling or drawing operations. Thus, composite, oxide-rich 
bands alternate with bands relatively free from oxide. 

Cuprous oxide globules, whilst serving as germinative nuclei and promoting earlier 
recrystallization in their immediate neighborhood at the commencement when cold- 
worked copper is annealed, actually retard crystal growth subsequently. This retard- 
ation is less marked, the higher the state of aggregation of the oxide particles. The 
greater the number of annealing operations, the coarser become the oxide particles, 
and the more uniform becomes the crystal grain size in consequence. 


The importance of coalescence, as I see it, is that we know that minute 
traces of impurity affect our annealing. That has been brought out very 
forcibly this morning. But we do not know whether those same minute 
traces of impurities will affect coalescence. In other words, if you take 
two wire bars, side by side, of very minute difference in composition, one 
of those bars will coalesce to the cuprous oxide state much quicker than 
the other bar and will give different characteristics in rolling. 


C. H. Marurwson, New Haven, Conn.—We have made some exami- 
nations of samples of copper which, when rolled and polished for 
engravers’ plates, showed various surface defects. We did not get much 
further than to determine that those surface defects were very closely 
related to the distribution of oxide in the copper, and it seemed to us that 
in order to roll copper to produce a sheet which would not show surface 
defects when polished, it would be necessary to have the oxide very low 
and quite evenly distributed. 

I note that the authors of one of the previous papers state that the 
arsenical coppers are apparently ‘“‘gassed”’ as readily as the nonarsenical 
coppers. ‘That is in conflict with evidence which I published some years 
ago in a paper in which comparisons were made between physical prop- 
erties, including comparisons between arsenical and electrolytic copper. 
We carried on some treatments in reducing gases, and it certainly 
appeared that the arsenical copper was more resistant to this form of 
deterioration. At that time I attributed this to the fact that the arsenical 
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copper shows its oxygen in the form of larger globules; in fact, the cast 
arsenical coppers do not, under ordinary circumstances, show anything 
that may be properly called eutectic. The arsenic causes the copper to 
coarsen, which undoubtedly must occasion a good many alterations in 
properties. 

I have no very well-defined ideas to what sort of variations in prop- 
erties one would expect where the particle size of the copper oxide varies 
as in this case. We are not dealing with the very minute particles which 
are known to be so effective in hardening metal. Doubtless for some 
purposes a small number of large oxide particles in copper is preferable 
to a large number of small particles, while in other cases the same amount 
of oxide in the form of smaller particles may be more acceptable. 
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Annealing of Commercial Copper to Prevent Embrittlement 
by Reducing Gases 


By Susan B. Lerrer, Scuenecrapy, N. Y. 


(New York Meeting, February, 1926) 


Tuat oxygen in copper has been a source of trouble is well known 
and that that trouble has been real in the commercial world has been 
shown by Fuller.1 Moore and Beckinsale’s paper? at the annual meeting 
of the Institute of Metals in London, 1921, called forth considerable discus- 
sion. Prof. T. Turner expressed the opinion that it was not necessary to 
have cuprous oxide present in sufficiently large quantities to form either 
globules or seams in order to produce a bad effect if the copper were 
gassed. This brought up the question of the solubility of oxygen in 
copper and the authors desired to know whether there were any evidence 
of such solubility, because their experience was that whenever there was 
any oxygen in copper it was present in the form of free cuprous oxide, 
which was practically always in the form of globules. Later Hanson, 
Marryat, and Ford® stated that for all practical purposes cuprous oxide 
may be regarded as insoluble in copper. However, they found particles 
of the eutectic to coalesce to form much larger particles. They suggested 
that cuprous oxide was actually slightly soluble in copper, for it was diffi- 
cult otherwise to understand the mechanism by which such coalescence 
could take place. W. E. Ruder, in discussing that paper, said that his 
experiments had led him to conclude that a slight solubility must exist to 
allow for the ready coalescence of oxide particles, but conductivity tests 
convinced him that that solubility was very small. Nevertheless, there 
appeared to be a state of admixture of oxide with copper that closely 
resembled a colloidal mixture which at first was mistaken for a true 
solution and which usually existed at the grain boundaries. 

The purpose of this paper is to give the results of some investigations, 
begun in September, 1921, which would seem to show that although 
cuprous oxide may be only slightly soluble: (1) this solubility is sufficient 


1T. S. Fuller: Some Examples of Copper Made Brittle by Hot Reducing Gases. 
Issued as Paper No. 1514-E, with Minine anp Murauuurey, February, 1926. 

* H. Moore and 8. Beckinsale: Action of Reducing Gases on Heated Copper. Jnl. 
Inst. of Metals (1921) 25, 219. 

’ Investigation of Impurities on Copper. Part 1. The Effect of Oxygen on 
Copper. Jnl. Inst. of Metals (1923) 30, No. 2. 
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to allow the coalescence of the cuprous oxide globules as shown by 
Hanson, Marryat, and Ford and also by F. Johnson,‘ and (2) that by the 
proper annealing of the copper, the cuprous oxide that exists at the grain 


; Fig. 1.—CopPER-CUPROUS OXIDE Fig. 2.—CoprER-CUPROUS OXIDE 
EUTECTIC. XX 200. EUTECTIC FIRED IN HYDROGEN AT 800° 
C. % HR. 


Fig. 3.—CoprER CONTAINING CON- Fig. 4.—SaME COPPER ASIN Fie. 3 
SIDERABLE CUPROUS OXIDE SUPER- SUPERHEATED AGAIN AND COOLED 
HEATED IN AIRAND QUENCHED. X200. sLowLy. X 200. 


boundaries in solid solution or in a finely divided state can be brought 
together into larger globules and when so coalesced its reduction by hot 
reducing gases does not cause embrittlement. 


4Blectrolytic Copper. Jnl. Soc. of Chem. Ind. (July 31, 1917). 
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Fig. 5.—ORDINARY COMMERCIAL Fic. 6.—SAME COPPER AS IN Fig. 5 
COPPER CONTAINING CUPROUS OXIDEIN FIREDINHYDROGEN ATS800°C. X 200. 
SCATTERED GLOBULES SUPERHEATED 
AND QUENCHED; ETCHED WITH PICRIC 
AND HYDROCHLORIC ACID. XX 200. 


Fie. 7—CoOMMERCIALCOPPER Fig. 8.—CoMMERCIAL COPPER GIVEN 
HEATED IN HYDROGEN aT 800° C.  sprctat 900° C. ANNEAL AND AFTER- 
x 200. WARD FIRED IN HYDROGEN AT 800° C. 


x 200. 
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When the work began the author knew of no etching reagent that 
would reveal oxygen in solution in copper. The first thing necessary was 


Fig. 9.—CoPprer CONTAINING 0.055 Fig. 10.—SAME COPPER ANNEALED 
PER CENT. OXYGEN, UNTREATED; AS IN NEUTRAL ATMOSPHERE AT 900° C. 


POLISHED. X 200. xX 200. 


Fig. 12.—SAME COPPER FIRED IN 
HYDROGEN; ETCHED. X 200. 


Fig. 11.—CoprER CONTAINING 0.055 
PER CENT. OXYGEN ANNEALED IN 
NEUTRAL ATMOSPHERE AT 900° C.; 
FIRED IN HYDROGEN; AS POLISHED. 


x 200. 


to try to find such a reagent. A sample of copper free from oxygen was 
subjected to oxygenation until a section was found to contain large areas 
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of cuprous-oxide eutectic, Fig. 1. This sample was heated to just above 
the melting point of copper and quenched; a portion of it, fired in 
hydrogen at 800° C., cracked open, as shown in Fig. 2. Another portion 


was carefully polished and used to test various etching reagents. Fi- _ 


nally a solution of 50 per cent. of 5 per cent. picric acid in alcohol and 50 
per cent. of a 10 per cent. solution of HCl in alcohol gave the appearance 
of solid solution shown in Fig. 3. When this sample was again super- 
heated and allowed to cool very slowly the grey oxide globules reappeared, 
Fig. 4. | 

a sample of ordinary commercial copper containing oxide in scattered 
globules was superheated and quenched.from the molten state. A dark- 
ened area was revealed along the grain boundaries, as shown in Fig. 5. 


Fie 13.—CoprEr-cUPROUS OXIDE Fie. 14.—SAME COPPER HELD AT 
BUTECTIC; AS POLISHED. X 200, 900° C. 34 HR. AND COOLED VERY 
SLOWLY.  X 200. 


Fig. 6 shows this same sample with cracks around the grain boundaries 
after firing in hydrogen. 

Under high magnification, the darkened boundary along the grains in 
Fig. 4 appeared more like a mixture of finely divided cuprous oxide and 
copper; this observation suggested the theory that there might be in all 
commercial copper, or copper not oxygen free, thin films between the 
grains or very narrow grain boundaries of this mixture of cuprous oxide 
and copper. An attempt was made to collect the oxide so held into 
larger globules with no connecting film between. Several samples of 
100-mil copper wire taken from stock were fired in a neutral atmosphere 
at various temperatures from 300° to 900° C. and cooled very slowly. 


’ R 
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These samples, together with samples of untreated wire, were fired in 
hydrogen at 850°C. for 14 hr. When tested, all were very brittle except 
the ones that had been annealed at 900° C, By ‘‘very brittle’ is meant 
they broke at the first right-angle bend, while those previously annealed 
at 900° C. stood six bends without breaking. This has been tested on 
various sizes of copper wire and copper rods with the same result, if the 
heating device is such that absolutely no air is allowed to come in contact 
with the copper during the first part of the drop in temperature from 
900° C. The rate of cooling must be very slow. For example, with 100 
mil. wire 4 hr. was allowed for the cooling from 900° to 875° CG. After 
that the current was cut off and the copper allowed to cool with the 
furnace. The microscopic examination of cross-sections of wires checked 
with the brittleness test. Fig. 7 shows the cracks around the grains where 
the oxide had been reduced, while in Fig. 8 the grain boundaries are clean 


Fig. 15.—SAME COPPER HELD AT 1000° C. 34 HR. AND COOLED VERY SLOWLY. X 200. 


and tight, although there are small dark spots showing where oxide 
globules have been reduced. 

The earlier annealing was all done in small electrical furnaces. The 
samples were placed in copper tubes that were then tightly plugged. 
These copper tubes were enclosed in, heavier walled iron tubes to keep 
the copper tubes from oxidizing and also to contribute to a slower rate of 
cooling. No success was attained when the copper tube was exposed to 
an oxidizing atmosphere during the cooling. 

Later, the copper was enclosed in a glass bulb in an atmosphere of 
nitrogen and heated in a high-frequency furnace. The copper so annealed 
was ductile after being heated in a reducing atmosphere but the diffi- 
culty of regulating the temperature, especially the slow drop from 
900° C., made this method impractical. Various methods of ate 
the copper with dry clean sand or alumina during the anneal ue tried ; 
none gave satisfactory results. Copper seems the only metal that can 


782 ANNEALING OF COMMERCIAL COPPER 


be used as a container during the anneal without the risk of some reduc- 
ing effect and consequent embrittlement. 
The oxygen content of some of the copper samples was: 


Sample 1, 40-mil wire, 0.026 per cent. oxygen 
Sample 2, 80-mil wire, 0.064 per cent. oxygen 
Sample 3, 124-mil wire, 0.055 per cent. oxygen 
Sample 4, }4-in. rod, 0.039 per cent. oxygen 


There was a slight decrease in oxygen after the anneal but the micro- 
scopic examination showed the oxide globules still present. 

Fig. 9 shows a section of the untreated wire as polished; Fig. 10 gives 
this same wire after the 900° anneal. The oxide globules appear to be 
slightly larger and there is a general clearing up of the matrix. Figs. 
11 and 12 show the treated wire after it was fired in hydrogen. The small 
dark spots show where the oxide has been reduced, but the grain bound- 
aries, as will be seen in the etched section, are fine and there is no evi- 
dence of cracking. 


CoNCLUSION 


The main cause of the embrittlement of ordinary commercial copper 
is the reduction of cuprous oxide, which exists either in solid UAE OD or in 
a finely divided state along the grain boundaries. 

By proper annealing, this oxide may be segregated so that its reduc- 
tion by hot reducing gases will not cause embrittlement. 

Three photomicrographs indicating the progress of the coalescence 
of the cuprous oxide are shown. 

The author is indebted to Mr. 8. Skowronski for the chemical analysis 
in connection with this investigation. 


DISCUSSION 


G. P. Hatirwett, Hast Pittsburgh, Pa.—Miss Leiter says that 
beneficial results could be obtained only when a copper tube was used as 
the annealing chamber. I wonder if some other material, such as quartz 
could not be used. 

In an effort to check Miss Leiter’s results, I annealed some copper 
strap—ordinary commercial copper with an oxygen content of about 0.05 
per cent.—in vacuum, using a procedure as near as possible to that of 
Miss Leiter’s patent, except that I used a quartz tube. Similar metal 
was also annealed at 725° C. for 1 hr. Samples (7) from each of these lots 
were thoroughly gassed in hydrogen for 1 hr. at 600° C. Tensile tests 
were then made with the following results: 
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TaBLE 1.—EHlongation in 2 Inches 
ee eS ees ee es ee 


Treatment ee, aeaeccn, 
WOES 1 WY GSS ae ee a a a 31,500 27.8 
Miss Leiter’s plus hydrogen anneal at 600° C. 22,800 16.3 
Annealed at 725° C. 1 hr. in vacuum......... 32,800 44.0 
Annealed at 725° C. in vacuum for 1 hr. plus 1 
ameter ats G00" Gale foo oa | 15200 5.0 


These results show that while Miss Leiter’s treatment gives copper the 
properties of which are inferior to those of fully annealed copper, there is 
a marked improvement in the resistance to gassing. 


8. B. Lerrer.—The only reason for the copper tube was that any other 
metal used acted as a reducing agent. Alumina or sand packing caused 
embrittlement. I think I did use monel metal at one time, and that 
worked fairly well, but copper seemed to be the safer to use. 

In regard to the tensile strength, the work was not conducted with a 
view necessarily to producing a copper of a greater tensile strength, but 
a copper that could be used in all cases where reducing action would be 
likely to occur, or where there would be contact with anything of 
a reducing nature. 

I should not expect the difference in elongation between the specially 
annealed copper and the 725° C. anneal obtained by Mr. Halliwell, al- 
though there might be some slight difference due to difference in grain 
size produced by the higher temperature. I have not found the anneal 
at 900° C. in vacuum to produce as tough a copper nor one so resistant to 
reducing atmospheres as the 900° C. anneal in a neutral atmosphere. 
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Estimation of Oxygen and Sulfur in Refined Copper 


By W. H. Basserr* anp H. A. Bepworts,t WATERBURY, CONN. 


(New York Meeting, February, 1926) 


Tuer amount of oxygen present in refined copper bears an important 
relation to the effects of various impurities on physical properties of 
copper, as well as the effects of reducing gases at higher temperatures. 
It seems fitting at this time, when the effects of reducing gases on copper 
are being discussed, to describe methods that have proved satisfactory 
for the determination of oxygen and sulfur, and to present some results 
obtained by investigation of these methods in the authors’ laboratory. 
The procedure for the determination of sulfur is closely interrelated with 
that for oxygen and has, therefore, been included. 

It was first proposed by Hampe! that oxides in copper could be accu- 
rately determined by the loss in weight sustained by finely divided copper 
when reduced at red heat in pure hydrogen, or by the weight of water 
produced. Hampe’s method was later modified by Archbutt,? who 
established the accuracy of the method and demonstrated that equally 
accurate results were obtained by noting the loss in weight or by weighing 
the water formed. 

The determination of oxygen by heating in carbon monoxide has been 
proposed by West.* In our hands this method has given slightly lower 
results than obtained by heating in hydrogen. 

Heath‘ found that the loss in weight after heating in hydrogen did not 
represent the true oxygen as cuprous oxide but included also gases derived 
by the metal from the fuel and refining in the furnace, and any trace of 
mechanically held moisture. He found, further, that the copper after 
ignition retained hydrogen equivalent to about 0.01 per cent. Heath 
proposed to determine the amount of occluded gases by preliminary igni- 
tion for 20 min. in pure carbon dioxide—and to correct the error caused by 


absorbed hydrogen by subsequent ignition and cooling in carbon dioxide, 
finally replacing this gas with air. 


* Technical Superintendent and Metallurgist, American Brass Co. 

+ Metallurgist, American Brass Co. 

1 Z. fir Berg, Hiitten-, und Salinen Wesen in Preussichen Staate (1873) Zi 2oile 
2 The Analyst (1900) 25, 253; (1905) 30, 385. 

3 Jnl. Institute of Metals (1913) 10, 371. 

4 Jnl. Ind. & Eng. Chem, (1912) 4, 402. 
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Bardwell® has developed a metallographic method for the determina- 
tion of oxygen along the lines suggested by the work of Hofman, Green, 
and Yerxa.® This is a very rapid method based on the measurement of 
the copper-cuprous oxide eutectic areas, and has been found valuable for 
control work in copper refineries. However, for an exacting analysis, the 
longer chemical method, weighing the water roduced, is to be preferred. 

There are, in general, two chemical methods for determining the 
oxygen in copper. The first, or direct, method is based on collecting and 
weighing the water produced, and is a rather fussy and tedious procedure 
but gives accurate and positive results; the second, or indirect, method is 
based on weighing the residual copper, and is a shorter and more conven- 
ient procedure, sufficiently accurate for routine work. Both methods are 
given in detail at the conclusion of this paper. 


APPARATUS 


The apparatus consists essentially of a combustion tube, with means 
for heating it, and a source of hydrogen, with a suitable train for its 


Fig. 1.—HyproGEN REDUCTION APPARATUS; AMERICAN Brass Co, LABORATORY. 


purification. The hydrogen may be generated in a small Kipp apparatus 
using pure mossy zine and 1:1 hydrochloric acid; or it may be obtained in 
a more convenient form as compressed gas in steel cylinders. Hig v 
The ignition of the copper may be carried out in a cylindrical silica 
tube in a combustion furnace of the usual type, heated either electrically 
or by gas. An apparatus with a furnace of this type is shown in Fig. 1, 
and diagrammatically in Fig.6. Ina cylindrical tube 5 separate samples 
may be ignited simultaneously by placing the drillings in porcelain boats, 


5 Trans. (1913) 46, 742. 
6 Trans. (1904) 34, 671. 


vou, Uxx1r.—50, 
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or the tube will hold as much as 200 gm. of copper drillings, which is at 
times desirable. . 

In some laboratories, a silica tube, with a bulb at the center holding 
from 10 to 50 gm. of drillings, is used. This bulb is generally heated by a 
gas burner. An apparatus with a combustion bulb, as used at the 
Raritan Copper Works, is shown in Fig. 2. When using this tube for the 
indirect determination of oxygen, the manipulation is essentially the same 
except that, instead of weighing the copper alone, the entire tube plus 
copper is weighed after cooling in hydrogen followed by dry air. For 
replacing hydrogen by air, a three-way valve is placed ahead of the tube. 
By weighing the entire bulb plus residual copper, slight amounts of 
arsenic, antimony, selenium, tellurium, and possibly copper, which are 


Fig. 2.—HyYDROGEN REDUCTION APPARATUS; RARITAN CopPpER WORKS LABORATORY. 


volatilized and collected as a metallic ring on the tube, are weighed. The 
weight of these is negligible in the analysis of ordinary refined copper but 
may be appreciable with more or less impure grades of copper, so that for 
the analyses of impure coppers, a bulb of this type is advantageous. 

The essential requirements of the hydrogen purification train 
are that it will remove from the hydrogen any oxygen, sulfur, hydro- 
carbons, acid, and water that may be present. The preliminary furnace 
(Figs. 1 and 6) containing copper drillings is a feature that has proved 
very satisfactory for removing oxygen from either hydrogen or carbon 
dioxide. The renewal of the copper in the preliminary tube is a simple 
matter and is required but seldom. 

The purification of hydrogen may be effected by a train that does not 
include a preliminary tube of heated copper. A typical example is 
described below and is shown in Fig. 2. The hydrogen and air trains 
shown are kept in a box with a glass front and back, which keeps them 
clean and always ready for use. 
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1. Bowen large bulb containing 10 per cent. KOH saturated with 
KMn0O,, which oxidizes traces of organic matter and neutralizes any free 
acid that may escape with the gas. 

2. Bowen bulb containing concentrated H2SO,. 

3. Wash bottle containing a solution of 100 gm. KOH and 7 gm. of 
pyrogallic acid in 100 c.c. of water, which removes oxygen and carbon 
dioxide from hydrogen. The hydrogen is then thoroughly dried by 
passing through 

4. Solid KOH. 

5. U tube of CaCls. 

6. P.O; mixed with glass wool. 

This train may be supplemented by (8a) a heated palladium asbestos 
tube; or as alternatives to (3) and (8a), a tube of stick phosphorus, 
followed by two tubes of phosphorus pentoxide, may be used. 

Carbon dioxide may be generated by the method of Bradley and Hale,’ 
who generate the gas by the action of strong sulfuric acid on a paste of so- 
dium bicarbonate and water; or it may be generated from pure white lump 
marble or calcite. It may also be conveniently obtained as compressed 
gas in steel cylinders. The following train may be used for the purifica- 
tion of carbon dioxide gas. 

Heated Bowen bulb containing concentrated H.SO, saturated with 
CrO3, for removal of hydrocarbons. 

Glass stoppered U tube containing saturated solution of silver sulfate 
in dilute H.SO,, for removal of sulfides. 

Bowen bulb containing concentrated H.SO.. 

Heated tube containing copper gauze or drillings, for removal of 
oxygen. 

Glass stoppered U tube containing CaCl». 

Glass stoppered U tube containing P,O; opened up with glass wool. 


PREPARATION OF SAMPLE 


Suitable material for analysis may be obtained by drilling, regulating 
the size and speed of drill to give fine chips not over 1 mm. thick and free 
from oxidation. No lubricant is used and, with the proper manipulation 
in drilling, it is unnecessary to treat the sample subsequently for removal 
of grease or surface oxidation. Dust and fines should be removed with a 
screen having 40 meshes to the linear inch, and the drillings should be 
gone over with a hand magnet to remove particles of iron. Observance 
of the Copper Specifications of the American Society for Testing Materials® 
will secure a fair sample of any casting. Turnings, sheet, or wire may be 
used for this analysis, keeping in mind the limiting thickness of 1 mm. 


7 Jnl. Amer. Chem. Soc. (1908) 30, 1090. 
8 A.S. T. M. Standards, 1924. Serial Designation B 34: 20, page 548. 
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A. M. Smoot? notes that it is almost impossible to remove all the 
soapy lubricant from some drawn wires by direct washing with alcohol 
or ether, Such material may be cut in short pieces and digested for a few 
minutes with a 1 per cent. solution of potassium hydroxide in alcohol, 
having the liquid warm but not hot enough to oxidize the metal. Finally, 
wash with water, alcohol and ether, in rapid succession. If a slight 
abrasion of the skin of the wire is not objectionable, the wire may be 
scoured with wet sharp silica, which has been ground to pass through 
a sieve of 40 meshes to the linear inch. The wire may then be cut up, 
treated with alcohol and ether, and dried off at a low heat. 


INVESTIGATION OF MeEtTHOD 


The characteristics of the reaction of hydrogen with oxygen and 
sulfur in refined copper from an analytical standpoint have been studied 
in this laboratory, and the effects of preliminary and subsequent ignition 
in carbon dioxide have also been determined. 


Determination of Oxygen 


Table 1 and Fig. 3 show the relative reaction with oxygen at various 
temperatures. For these tests N. E. C. brand wirebar copper containing 
99.952 per cent. copper plus silver and 0.043 per cent. oxygen was used. 
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Fig. 3.—Errect oF TEMPERATURE ON DETERMINATION OF OXYGEN IN COPPER BY 
HEATING IN HYDROGEN. 

Fie. 4.—Errect OF TEMPERATURE ON DETERMINATION OF SULFUR IN COPPER BY 
HEATING IN HYDROGEN. 


Drillings not over 0.5 mm. thick were heated in hydrogen at progressively 
higher temperatures until the copper melted. The temperature was held 
at each step for 2 hr., and the oxygen was determined by weighing the 
water produced. The results obtained show that during 2-hr. periods the 
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® Heath: “ Analysis of Copper’ (1916) 227. 
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reaction is appreciable at 400°C. and reaches a maximum at about 800°C., 
and no further reaction takes place on heating even beyond the melting 
point of copper. 

The question has been raised as to whether the determination by 
heating copper in hydrogen represents all the oxygen present. It is known 
that while hydrogen diffuses rapidly through ‘copper at higher tempera- 
tures, the steam formed diffuses at a much slower rate, approximately 
. one-fifteenth that of hydrogen.’ The results of the tests lead us to 
believe that no appreciable amount of steam remains in the copper after 
heating drillings in hydrogen at 800° to 850°C. for 3 hr., and that from an 
analytical standpoint the reaction is complete. The absence of cuprous 
oxide in samples of copper thus reduced has been confirmed by metallo- 
graphic examination. 


- 
TaBLE 1.—Relation of Determined Oxygen to Temperature of Heating 


Oxygen, Per Cent. 

Tempera- 
ture, Test No. 1 Test No. 2 

LSP NES > en aN SE Dk el a area ae eae She pete A te 8 Blank 

Actual Cumulative Actual Cumulative 

300 0.0018 0.0018 0.0018 0.0018 0.0015 
410 0.0093 0.0111 0.0096 0.0114 0.0017 
600 0.0237 0.0348 0.0215 0.0329 0.0016 
800 0.0085 | 0.0433 0.0090 0.0419 0.0020 
900 0.0000 | 0.0433 0.0000 0.0419 0.0025 
1090 0.0000 0.0433 0.0000 0.0419 0.0025 


Norr.—Oxygen as determined by heating at 800°C. for 3 hr. and weighing the 
copper residue was 0.043 per cent. This is in excellent agreement with the cumu- 
lative oxygen shown above, determined by weighing the water produced at differ- 
ent temperatures. 


Determination of Sulfur 


The characteristics of the sulfur reaction were determined in a 
similar manner, with the results shown in Table 2 and Fig. 4. Drillings 
of N. E. C. brand wirebar copper, assaying 99.963 per cent. copper plus 
silver, were used for these tests. Samples of 100 gm. were heated 
successively at temperatures up to 1000° C., holding at each for a period 
of 5hr. From an analytical standpoint, the reaction begins at about 
450° C. and is practically complete after heating at 800° C. to 850% @, 


for 5 hr. 


1 Norman B. Pilling: Action of Reducing Gases on Hot Solid Copper. Trans. 
(1919) 60, 328. 
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TaBLE 2.—-Relation of Determined Sulfur to Temperature of Heating 
Sn aC nih DOWD a eRe Mele T SUNN ARITA 


Sulfur, Per Cent. 
bea slear Test No. 1 Test No. 2 
Actual Cumulative | Actual Cumulative 
300 0.0000 ~=———-0.0000 
400 0.0000 | 0.0000 
450! 0.0000 | 0.0000 
' 500 0.0010 0.0010 0.0011 | 0.0011 
600 0.0008 | 0.0018 
700 0.0005 0.0023 0.0012 ) 0.0023 
800 | 0.0002 0.0025 
900 0.0001 | 0.0026 0.0005 . 0.0028 
1000 0.0001 0.0027 


Preliminary Heating in Carbon Dioxide 


Several samples of wirebar copper in the form of drillings were treated 
with dilute cyanide solution, alcohol, and ether, dried by heating gently, 
and then given a preliminary ignition in carbon dioxide for 20 min. at 
800° C.; the loss in weight is shown in Table 3. 


TaBLE 3.—Preliminary Heating in Carbon Dioxide 


Loss in Weight 


Material | Calculated 
Grams | Per Cent. as Hydrogen, 

| | Per Cent. 

IG. NUS, WInODOr’s tics coe. Sep ncetivageotn mee 10 Otel man ee 0.0009 
0.0008 , 0.008 — 0.0009 

L. Ny Si wirebar, ...isceressstenessseeatyue| OlD008 (0 0.008 ere Oecaud 
0.0006 » 0.006 © 0.0007 

| 

TD Re War wire Dar cheer e eee ean / 0.0006 0.006 0.0007 
0.0005 | 0.005 0.0006 

0.0007 0.007 0.0008 


According to Heath,' one-ninth of the original loss obtained in this 
manner expresses approximately the original gas, as it is principally 
hydrogen and would abstract oxygen from the copper to form water 
vapor. As will be observed from the table, the loss calculated as occluded 
hydrogen is extremely small and, for the purposes of ordinary analysis 


of refined copper, it is sufficiently accurate to omit this heating in carbon 
a eee 
11 “Analysis of Copper” (1916) 230. 
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dioxide. In exceptional cases, however, as in the analysis of samples of 
copper that have been specially treated or prepared, it is necessary to 
determine occluded gases as loss on ignition in carbon dioxide or by some 
other means. The subject of occluded gases in refined copper needs 
further study in order that we may be able to identify positively and 
estimate such gases as may be present. 4 
Subsequent Heating in Carbon Dioxide 


Drillings from several wirebars were ignited and cooled in hydrogen, 
according to the indirect method for the determination of oxygen, and 
were then given a subsequent ignition in carbon dioxide for 20 min. at 
800° C. The combustion train used for this purpose is shown in Fig. 5. 
The results obtained are given in Table 4. 


{ U . 
Quartz Tube Quartz lube containing 
containing Samples tr Boats 


CopmerateEp. on A er 
PP Cad L BOs zy SQ, 


a A 2» 


Fig. 5.—TRAIN USED FOR IGNITION IN HYDROGEN AND CARBON DIOXIDE. 


TaBLE 4.—Subsequent Ignition in Carbon Dioxide 


| 
| 


Weight in Grams 


| 


Materia ip roms pate | After ae 
| in Ty drogen: Peas Car Change 
| bon Dioxide | 
| 
Special anode, 99.866 per cent. copper + 10.1781 | 10.1780 —0.0001 
silver. 10.0484 10.0485 +0.0001 
N. E. C. wirebar, 99.966 per cent. copper + 10.0734 10.0734 0.0000 
silver. 
Tacoma wedge cake, 99.962 per cent. copper 10.0532 10.0532 0.0000 
+ silver. | 10.0413 10.0415 +0.0002 
NM gO ve DS syn in eh oe be teen teats | 10.0262 | 10.0262 0.0000 
| 10.0262 10.0262 | 0.0000 
i 


a After melting and cooling under hydrogen. 


These results indicate that, according to the procedure described, 
subsequent heating in carbon dioxide has no effect and is therefore quite 


unnecessary. 
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DETERMINATION OF OXYGEN 
(Direct Method, Weighing HzO Produced) 


Apparatus 


The arrangement of the apparatus used is shown in Fig. 6. 

A, Hydrogen cylinder containing gas at 1700 lb. per sq. in. pressure. 

B, Reducing valve with gages for measuring pressure in tank and 
in train; the gasis used at 5 to 10 lb. per sq. in. pressure. 

C, Valve for regulating flow of hydrogen. 


Fig. 6.—APPARATUS FOR DETERMINATION OF OXYGEN IN REFINED COPPER. 


D, Bowen bulb containing H2SO,, sp. gr. 1.84, saturated with CrO;; 
heated by a small electric lamp; used for oxidation of any hydrocar- 
bons present. 

H, Electric combustion furnace, hinged type, 8 in. long, with silica 
tube 7g in. bore by 18 in. long, containing copper drillings previously 
ignited in hydrogen; for removal of traces of oxygen. 

F, Bowen bulb containing H.SOu, sp. gr. 1.84. 

G, 6-in. U tube, glass stoppered, containing ‘“ Ascarite” (preparation 
of asbestos impregnated with NaOH); for removal of H2S and any acid. 
Glass wool is placed in the legs above the reagents and in the stoppers. 
(All U tubes for this train are filled in a similar manner.) 

H, 6-in. U tube, glass stoppered, containing P.O; mixed with dry 
pumice (6 to 8 mesh) to keep it open; for removal of water. 
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J, Electric combustion furnace, hinged type, 30 in. long, holding 
silica tube 7 in. bore by 44 in. long. 

K, 4-in. U tube containing P.O;. 

L, Bowen bulb containing H.SO,, sp. gr. 1.84. 

R, Pyrometer. 

S, Multiple switch for operating several furnaces on same pyrometer. 


AIR-DRYING TRAIN 


M, Bowen bulb containing H.S8O,, sp. gr. 1.84. 
N, Bowen bulb containing 50 per cent. NaOH. 
O, Bowen bulb containing H2SO,, sp. gr. 1.84. 
P, 6-in. U tube containing P.O; mixed with pumice. 


Method 


The copper for use with this method should be in the form of bright, 
clean drillings or turnings not over 1 mm. thick. Dry in an oven at 
105° C. for 10 min. If the drillings show any sign of surface oxidation or 
oil, wash with dilute NaCN, rinse three times with distilled water, then 
twice with grain alcohol, and finally with ether. If the drillings are very 
oily, wash first with petroleum ether. Dry at 80° C. 


TF Vv 
a 


Fig. 7.— APPARATUS FOR PUTTING DRILLINGS IN TUBE. 


Weigh out 100 gm. of drillings and place in the tube so that they will 
be near the middle; the implement shown in Fig. 7 will be useful for 
this purpose. 7’ is a rubber stopper fitting loosely the bore of the tube; 
U isa heavy glass rod 12 to 18 in. long; V is a rubber stopper fitting tightly 
the bore of the tube. 

Turn on the hydrogen at the rate of four bubbles per second and start 
the first furnace Z, maintaining it at 850° C. By the time the furnace is 
up to temperature, the tube will have been swept clear of air. This 
should be done beforehand to save time. Connect up the main tube | 
containing the sample and continue to pass hydrogen for 30 min. to expel 
all air. Then place the tube and bulb K and L in position and start the 
main furnace J. Operate at 850° C. for 5 hr. Disconnect K and L, 
place quickly on the end of the air-drying train and pass a slow stream of 
air through this for 10 min. The air has been going through the drying 
train for 30 min. just previous to attaching these. 

Remove the tube and bulb from the train and close the stoppers 
; quickly. Disconnect the guard bulb of H.SO, and wipe the P20; tube 
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with a warm dry cloth and place it in the balance for 20 min. Just 
before weighing, open the stoppers for an instant. When the average of 
the blank tests has been obtained, deduct it from the increase of weight 
of the tube K and calculate the difference to oxygen. Factor H,0 to O 
is 0.8881. 

Continue to run hydrogen through the apparatus until the furnaces 
have cooled to practically room temperature, then remove sample. The 
combustion tube, when not in use, should be kept connected with the 
train and a Bowen bulb containing H,SO, placed at the end of the system. 


8 Notes 


1. Glass tubes in the train should be as nearly flush with each other 
as possible. | 

2. Rubber connections should be of fresh, thick-wall, pure gum black 
tubing. Sulfur-free rubber stoppers should be used. 

3. Before considering the apparatus fit for making determinations, 
all the connections and stopcocks of the train must be proved tight by 
attaching a 6-in. U tube of H.SO, at the end of the combustion tube, sub- 
jecting the apparatus to a pressure of gas equal to 2 in. of the acid and 
noting if any fall of the column takes place in 15 minutes. 

4. Before using a new combustion tube for a determination, it should 
be heated in hydrogen for 14 hour. 

5. Before and after making a determination, a blank test should be run 
in exactly the same manner as the determination. ‘The results of the two 
blank tests, which should agree and be under 10 mg., are averaged and 
form a subtractive correction to be applied to the weight of the P.O; 
tube in the determination. 

6. The P.O; tube may be weighed by using another similar P.O; tube 
as a partial counterpoise. 

7. This method gives accurate results but is long and fussy. For 
this reason, the indirect method of weighing the copper residue is gener- 
ally used for refined copper, as it is more simple and gives results suffi- 
ciently accurate for ordinary requirements. However, in cases where 
there are larger amounts of arsenic, antimony, selenium, and tellurium 
present than are usually found in refined copper, it is necessary to use the 
above method or the combustion bulb. 

8. When sufficient arsenic, antimony, selenium, or tellurium is pres- 
ent to interfere by volatilization, the end of the tube is stuffed with 
glass wool. 

9. In order to measure the exact relation between oxygen and copper 
in a sample, it is necessary to determine the oxygen on the same bottle 
of clean fresh drillings that is used for the electrolytic assay. 


Pin Sep 
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DETERMINATION OF OxYGEN 
(Indirect Method, Weighing Copper Residue) 


Apparatus 


The same apparatus is used as in the direct method, except that the 
tube K and bulb L are replaced by two Erlenmeyer flasks containing 
ammoniacal CdCls, as in the determination of sulfur. The air-drying 
train is not required. Tube H and furnace J are connected by a piece of 
rubber tubing sufficiently long to permit transferring the tube to an adja- 
cent cooling rack. 


Method 


Weigh out approximately 50 gm. of clean bright drillings into five 
porcelain boats, placing 10.0100 to 10.0200 gm. in each boat. Place 
the boats in the long tube and, following essentially the same procedure 
as in the direct method, heat the samples in hydrogen for 3 hr. at 800°C. 
Remove the Erlenmeyer flasks and determine the sulfur by titration, as 
hereafter described. Replace the two flasks by a Bowen bulb containing 
H2SO, and remove the tube from the furnace while still hot and place on a 
rack alongside the furnace. Allow the tube to cool, using an electric 
fan as an aid, continuing the flow of hydrogen until cold. Remove the 
boats from the tube and weigh the copper residue. The loss is con- 
sidered as oxygen plus sulfur and, having obtained the amount of sulfur, 
the percentage of oxygen may be calculated. 


Notes 


1. This method is generally used for the determination of oxygen in 
refined copper in routine analyses (see note 7 under Direct Method). 
In addition to oxygen and sulfur, the loss actually includes occluded 
gases, and slight amounts of arsenic, antimony, selenium, tellurium, 
and possibly copper. With electrolytically refined copper, however, the 
error thus introduced is negligible, and the method is sufficiently accurate 
for ordinary analyses. 

2. In special cases, if the presence of occluded gases is suspected, 
some knowledge of these may be obtained by a preliminary heating in 
CO. at 800° for 20 min., followed by cooling in CO2 and weighing the 
residue. The character and behavior of the gases involved should be 
duly considered in interpreting the loss thus obtained. In the routine 
analysis of ordinary refined copper, it is sufficiently accurate to omit this 
ignition in carbon dioxide and ignite in hydrogen directly. 
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DETERMINATION OF SULFUR 


Apparatus 


The apparatus required is the same as used for the indirect determina- 
tion of oxygen. 


Solutions Required 


Cadmium Chloride Solution.—1 liter contains 40 gm. CdCl,.2H.O 
and 400 ec. NH,OH, sp. gr. 0.90. 

Iodine Solution —Dissolve 1.2692 gm. iodine with 50 ce. of water and 
2.5 gm. Nal. Dilute to 1000 cc. To standardize use arsenious acid 
solution, which contains 0.001 gm. arsenic per cubie centimeter and is 
made up by dissolving exactly 0.6600 gm. As:O; in 100 cc. of water 
containing about 2 gm. KOH, making barely acid with dilute H2SO, 
and diluting to exactly 500 cc. Place exactly 10 cc. of standard arsenious 
acid solution in a 300 ce. beaker, dilute to 200 cc. with water, make barely 
alkaline with NH,OH, then faintly acid with 1:4 H.SO, with a drop in 
excess. Add 10 gm. NaHCOs, and titrate rapidly with standard iodine 
solution until the endpoint is reached, employing 3 cc. of starch 
solution and 3 drops of 10 per cent. NaI solution. Multiply the arsenic 
value by the factor 0.4277 to obtain the sulfur value. Theoretically 1 ee. 
of this solution equals 0.00016 gm. sulfur. 

Sodium Thiosulfate Solution—Dissolve 2.482 gm. NaeS.03.5H2O and 
0.1 gm. NaOH in 1 liter of water. 

The value of the sodium thiosulfate solution in terms of standard 
iodine solution should be obtained for every determination. Measure 
out exactly 10 ce. of iodine solution, and titrate with thiosulfate, having 
the conditions the same as in the actual determination. 

Starch Solution.—Add 6 gm. of soluble starch in suspension with 100 ee. 
of cold water to 1000 cc. of boiling water. Boil until clear, cool, and 
add 6 gm. of zine chloride in 50 ec. of water. (A few drops of HCl may 
be added to the zine chloride solution if necessary to clear it.) Mix and 
preserve in a closely stoppered bottle. 


Method 


Weigh out 50 to 200 gm. of clean copper drillings and place in the 
combustion tube. When the sulfur determination is made simultane- 
ously with the oxygen determination the drillings are placed in five porce- 
lain boats, 10.0100 to 10.0200 gm. in each boat. When a larger sample 
is used, the drillings are loaded directly into the tube, using a clean 
copper ramrod, taking care not to ram the copper too tightly and that 
the copper does not extend beyond 3 in. from either end of the furnace. 
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A glass rod, fitted with rubber stoppers (Fig. 7), may be conveniently 
used to retain the copper while loading. 

In each of two 350 ce. Erlenmeyer flasks place 10 ce. of cadmium 
chloride solution and 100 ce. of water. Connect the two flasks in series 
at the end of the furnace, connect up the apparatus and start the hydrogen 
at the rate of three to four bubbles per secondy The heating current is 
turned on and the apparatus will have been cleared of air by the time the 
furnace is hot. ; 

The furnace is then operated at a température of 850°C. for 3 to 5 hr. 
Without shutting down, the two absorption flasks are replaced with a 
single similar flask and the operation continued for 1 hr. longer to deter- 
mine if the reaction is complete. 

To the solution in the flask containing the CdS, an excess of standard 
iodine solution is added; a little experience will serve as a guide in adding 
the proper amount. The solution is then acidified with 15 cc. of HCl, 
sp. gr. 1.19, and cooled in running water; 3 cc. of starch solution are 
added and the excess iodine is titrated with standard thiosulfate solution. 

If the second and third flasks show any CdS, they are treated in a 
similar manner. ‘This is rarely the case, however, and the clear solution 
may be used for determining the iodine value of the thiosulfate, by 
adding 10 cc. of standard iodine solution, 15 ec. of HCl, and titrating 
as above. 

Blank tests may be run in the above manner, and the iodine required, 
if any, subtracted from the amounts used in the determinations. 


Notes 


1. This method is a convenient and accurate means of determining 
sulfur in copper, and with ordinary precautions is not subject to con- 
tamination by sulfur-bearing fumes, which are nearly unavoidable in 
most laboratories, and is consequently much to be preferred to the gravi- 
metric method. 

2. The amounts of selenium and tellurium ordinarily found in refined 
copper do not interfere with this method. With impure coppers carrying 
larger amounts of selenium, this element will be volatilized to some extent, 
and a suitable tube filled with glass wool and placed ahead of the cadmium 
chloride flasks will serve to retain the selenium. 

3. In titrating the cadmium sulfide, an excess of iodine is added before 
acidifying to prevent the loss of any HS. 


DISCUSSION 


G. M. Darsy, Westport, Conn.—What results could be obtained upon 
brass and bronze in determining oxygen and sulfur by this method? 
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H. A. Bepwortu.—Brass and bronze do not lend themselves to 
ignition in hydrogen. Zinc is driven off and deposits along the tube, and 
there is a later reaction; that is, a back action, some of your zinc reducing 
the water vapor evolved, giving zine oxide. Your results are not 
dependable; they are erratic and low. 

Following a suggestion by T. West in the Journal of the Institute of 
Metals, we tried heating in carbon monoxide, but obtained no better 
results with that. 


G. M. Darspy.—What was the result with sulfur? 


H. A. Bepwortu.—I do not know. 
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Special Nickel Brasses 
mp: 


By Ottver Smattey, New York, N. Y. 


(Syracuse Meeting, October, * 1925). 4 


Except for the work of Guillet, who conducted a systematic investi- 
gation on the zinc-replacing value of nickel in brass, and extended his 
investigation with a view to developing commercial high zinc content 
nickel brasses, the author does not know of any other systematic research 
on the subject. The most promising commercial alloys and their physical 
properties obtained by Guillet are given below: 


: é ar aa Elonga- sp suaticn PS eh 
Copper Zinc Nickel Tons Per oe So 7 rine 
55.0 41.0 5.0 24.4 46.5 94 | Sand cast. 
22.6 27.0 90 | Chill cast. 
56.7 39.74 | 3.35 30.0 43.0 51.7 97 | Casting annealed 
2 hr, at 750% C; 
33.9 Soe 50.7 144 | Cold-drawn bar. 
Domo 42.3 2.24 29.8 33.0 116 | Casting annealed 
2 hr. at 750° C, 
32.3 29.0 151 | Cold-drawn bar. 


These test results scarcely justify the use of such quantities of so 
expensive a metal, and could have been obtained from ordinary commer- 
cial brass. For purposes of comparison, the physical properties of 
ordinary brasses, ranging from 70 per cent. to 50.1 per cent. Cu in both 
the cast and normalized! conditions are included in Table 1. These 
incidentally furnish a useful standard of the properties of castings and 
of rolled, extruded and forged brass when correctly annealed. ot 

A close study of some of the well-known special brasses containing 
nickel reveals a series of alloys which bewilder by their complexity, and 
one can only hazard a guess at the function and commercial value of 


each of the many elements used. 


* Fall Meeting, Institute of Metals Division. 
1 By “normalized condition” is meant the condition that results from mechanical 


and thermal treatment which completely removes casting structure, internal strain 
and heterogeneity. 


ee 


As forged and an- 
nealed ter. a%. o stlsnrs 


fee eter eee eee 


As LOP COQ. cect sisi 
Forged and annealed 
650° (C. for Dhrs.:: 


sete were e eee 


As forged): aes nioe 

Forged and annealed 
650° C. for 1 hr....| 7.50 | 29.10 22.50 | 31.60 108 18 
51.2 48.8 Asvoasticrcewss ot cls ate 7.20 | 26.90 19.00 | 21.50 2 108 18 
AS forged: ... 25 omcice 9.20 | 33.40 37.00 | 33.50 36 114 18 

Forged and annealed 
650° C. for 1 hr....| 5.30 | 29.00 25.00 | 27.00 108 18 
50,1900 40°81. As casts... ctedees «> 6.00 8.80 1.00 1.50 1 108 18 
As forged.) css: « 2.30 | 15.80 5.00 5.50 9 117 i9 


For this reason, it is intended in this paper to treat synthetically the 
development of complex nickel brasses, considering the commoner 
metals, including nickel, as a third element, proceeding to study nickel as 
a fourth element on the most promising of the ternary series, as a fifth ele- 
ment on the quaternary series, and so on to the more complex alloys. 
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Name | Cu | Zn | Ni | Al | Mn Fe | Sn P | P| 
Turbadium bronze............. 48.0 |46.45/2.0 |0.20/1.75}1.00/0. 50/0. 10 
ELURDISHON DEONES sie, seis 6 cys totes 55.0 |41.00/2.0 |1.00/0.16)0.86 Nil 
German periscope. Maclean In- 
stitute of metals, 1921—1..... 53.0 |34.00/9.0 |0.35/1.50}1.50 
Phos] phor- 
tijn 
Maclean Institute of Metals, |60.0 |34.0 |3.0 0.50}2.00} 0.25 0.25) Warranted to 
1921—1. give 30 tons ten-~ 
sile with appreci- 
able elongation, | 
Hirst Institute of Metals, 1921— 
BL Teesisva rete iegeters tacetedeie a's wl ctsteye ,07s06 54.93/38. 41/2.59/0.93 1.93]0.19 0.96 
Nickel-manganese bronze....... 53.4 |39.0 |2.5 {0.20/1.70/0.30/2.60 0.30 


Sw SSS 


To this end, constant conditions were maintained throughout the 
research, eliminating all variables except the one desired; viz., chemical 


e 
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Material ou Oz Ni jGo |) Pb Fe Al Si Sn | Cd | Mn | As 


Copper, American elec- | 
GEOLYLIO™ wiciSnye ees s+ « 99.81/0.19, | Nil Nil | Trace 


STC Se eee | Nil 199.99 Trace Trace , Trace Trace 
Cupro-nickel........... 92.58 | 17.25 Trace 

Cupro-cobalt.......... 90.00 0.04 9.76) | 0.20 

Ferro-copper........... 90.00 | | /10. 00) 

Herro-miNGw7.sc. 2+ -,--} 0.29 94.10 1.16) 4.45] 

Aluminum s.6.-. << - <./< Trace ' 0.4099.51 0.09) 

PLUM eae Ae cislate, grees one's Nil | Nil | 0.20) Nil | Nil | 99.70, 0.10 
Cupro-manganese. .....|72.73! ) | | 0.09] 2.36 0.30 

Pbosphoruss.c.ccee. <i. | | 0.03)24.35 


| | 


composition. For this reason, virgin metal and specially prepared stock 
alloys of the chemical composition given in Table 2 have been used. 

Melting was performed in a 100-lb. pot in a natural-draft coke furnace. 
The method of introducing the various special metals investigated and 
the precautions necessary will be detailed under each distinctive heading. 
To eliminate the variables introduced by sand molds, each melt was 
poured into a chill iron mold 214 in. square, the temperature of which was 
130° F. The pouring temperature of each alloy was controlled at 10 per 
cent. superheat. 

When it was desired to investigate in the forged or heat-treated 
conditions, the lower half of the ingot was forged into 1-in. square bars. 
In the case of cold-working alloys, a 100-lb. ingot was cast 1.05 by 4 in. 
wide. The lower half was cold rolled in three passes to 0.55 in., annealed 
at the correct temperature, reduced to 0.45 in. and re-annealed so as to 
restore to the original cast Brinell hardness number before testing. 


Physical Tests 


Tensile Tests.—Tensiles were prepared in accordance with the 
specification of the Engineering Standards Committee, the area being 
0.25 sq. in. and gage length 2in. A permanent set of 0.01 in. is recorded 
as yield point. 

Hardness was determined by the Brinell ball test and the Shore 
scleroscope; the former being made with a 10-mm. ball under a pressure 
of 1000 kg. maintained for exactly 30 sec., while the latter test was made 
with a soft hammer. 

Dynamic Stress Tests.—Both alternating and single-blow impact 
tests were made where possible. In the former, the test piece used was 
4 by 14 by 1 in. with a !/¢-in. radius groove milled in the center of one 
face at right angles to the principal axis. A steel tup having a total 
weight of 10 Ib. was allowed to fall from a height of 18 in. on to the test 
piece, the first blow being given on the face opposite to the groove, and 
for every succeeding blow, the test piece rotated through an angle of 180°. 


VOL, LXxXII1.—5l. 


802 ; SPECIAL NICKEL BRASSES 


The blows were delivered at a regular rate of 25 per minute, and the 
number required to break completely the test piece was recorded as the 
alternating impact number. The single-blow impact test piece was 
made in the Izod machine, using the standard 10-mm. square test 
piece, notched 2 mm. deep at an angle of 45° and the striking hammer 
contacting the test piece at a distance of 22 mm. above the bottom 
of the notch. 


NickEL Brass 


According to the equilibrium diagram prepared by Guertler and 
Tammann, nickel alloys with copper in all proportions forming a perfect 
isomorphous mixture, while the resulting series of alloys, which possess 
specially useful properties, justify their somewhat high cost. The 
amount of nickel that zine will take into solution is so small that it is 
questionable whether it is soluble at all, although nickel forms a solid 
solution with up to approximately 50 per cent. zinc. 

Functioning as a copper-replacing element, the alloying property of 
nickel with the ordinary brasses is very similar to that with copper. To 
introduce pure nickel, a nickel-copper or nickel-zine stock alloy may 
be used. Details of composition and test results of the first series of 
alloys made are given in Table 3. 


As Cast 


With a constant copper content and reducing the zine content by 
the added nickel, 1 per cent. nickel brass shows a slight increase in the 
yield point, a drop in tensile strength, a decrease in the elongation per- 
centage, but little change in the shock-resisting properties. Exceeding 
1 per cent. nickel, there is a general all-round improvement, while the 
ductility is distinctly superior to that obtained from standard 59:41 
brass. Increasing the nickel to 4 per cent. reduces both the strength and 
the elongation per cent. without affecting the ductility. As the nickel 
content increases, there is a general decline in the hardness number. 


Forged 


Nickel acting as a copper-replacing rather than zinc-replacing element, 
quantities up to 4 per cent. do not materially affect the hot-working 
properties of ordinary alpha-beta brasses, although alloy N; also works 
admirably cold. ‘The principal features of the test results of alloys 
Ni, Nz and N; after forging is their general similarity, although the 
beneficial effect of nickel on the shock-resisting properties is marked. 


Microstructure 


F Under the microscope, nickel is shown to refine not only the erystal 
grain and reduce the quantity of beta constituent owing to a copper- 
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Fig. 2—59 Cu, 40 Zn, 1 Ni. 
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replacing value of approximately 1.30, but to break down the cell walls 
of the primary crystal grains; see Figs. 1 to 3, representing the standard 
59:41 brass, 59:41 + 1 per cent. nickel and 59:41 + 4 per cent. nickel. 
These structural changes no doubt explain, together with the increased 
toughness of the alpha constituent, the improved — shock-resisting 
properties obtained. 
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Fig. 3.—59 Cu, 37 Zn, 4 Ni 


ALUMINUM BRASS 


As the effect of 1 per cent. aluminum is equal to 5.6 per cent. zinc on 
both the structure and general physical properties of brass, its influence 
is directly opposite to that of nickel. 

The effect of 1.0 per cent., 1.5 per cent., 2.0 per cent. and 3.0 per cent. 
aluminum on the mechanical properties of 59:41 brass in both the cast 
and forged conditions are embodied in Table 4. 


Castings 


Prominence is given to the remarkable effect of small quantities 
of aluminum in increasing the yield point and strength, which is accom- 
panied by a corresponding fall in ductility and shock-resisting properties. 
The rapid strengthening limit of aluminum seems to be 1.35 per cent., 
although maximum strength is not reached until 3 per cent. has been 
added. Exceeding 3 per cent., the strength falls away and on the 
visible inception of the gamma constituent, the alloy loses its ductility. 
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Forged Condition 


The ordinary alpha-beta aluminum brasses do not present any 
difficulty in working and may be readily forged, rolled or extruded. 
Their increased hardness, however, demands a relatively greater blow 
or pressure; and readily hardening up, cannot be worked down to small 
sections with the ease of Muntz metal. All beta aluminum brasses 
suffer from a long period of heat fragility, regardless of their chemical 
composition. There is, however, no difficulty in working hot, although 
the range of temperature permissible is limited. Ordinary beta brasses 
of the copper-zine series have a period of heat fragility extending from 
315° to 455° C.; beta brasses of the copper-zinc-aluminum series, 
approximately from 226° to 558° C. 

In the beta alloys under consideration forging was performed between 
700° and 620° C. They may be worked at temperatures above 700° C., 
but there is great danger in doing so owing to the abnormally rapid 
crystal growth at such temperatures, which is not readily eliminated by 
a continuance of the work at lower temperatures as obtains in alloys 
having a duplex structure. At the best, high-tenacity beta brasses are 
brittle alloys, and slight overheating renders them unsafe in service. 

The effect of forging is shown to have reduced the yield point, to have 
affected the strength and hardness very little, and to have improved both 
the ductility and shock-resisting powers. 


Microstructure 


Figs. 4 and 5 show the effect of substituting 1.0 per cent. and 1.5 
per cent. aluminum for the same amount of zinc in a 59 per cent. copper 
brass. They amply demonstrate the coefficient of equivalence referred 
to and explain the hardening propensities of aluminum. 


Tin Brass 


In complex high-strength brasses where ductility is of importance, 
0.75 per cent. is the maximum quantity of tin that may be used. In 
naval brass, 1.0 per cent. tin seems to be the useful limit. The constitu- 
tion of this series has been closely studied by Hudson, Carpenter, Hoyt, 
Turner, and others. 

The standard 59:41 brass will take into solution approximately 1.0 
per cent. tin when sand cast and 1.2 per cent. when chill cast. With 
an increasing zinc content, the figure is increased to a maximum of 1.8 per 
cent. at 47 per cent. zinc. In this paper, it is proposed to consider 
0.50 per cent., 1.0 per cent., 2.0 per cent. and 3.0 per cent. tin brasses 
with 59 per cent. copper base. Conditions of manufacture were those 
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Fig. 5—59 Cu, 39.5 Phy this NI 
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outlined for the nickel and aluminum brasses, introducing the zine and 
the tin, as such, last. Physical test results are given in Table 5. 


As Cast 


One-half per cent. tin increases the yield point and maximum stress 
2.25 and 1.3 tons respectively without affecting the elongation, reduction 
of area and alternating-impact strength. Increasing to 1.0 per cent. 
hardens without strengthening and impairs both ductility and impact 
strength. This embrittlement is accentuated by additional quantities 
of tin, as shown by alloys §; and Sa, the latter having little strength 
and no ductility. 


Forging 


No difficulties were encountered in the forging of alloys 8; and Sz, 
which worked with the ease of Muntz metal. The test results of alloys 
S3 and S, in the ‘‘cast”’ condition did not justify consideration in the 
forged condition and no improvement could be obtained by special 
heat treatment. After forging, the yield point of alloy §; is raised 6.6 
tons per sq. in. and the maximum stress, 2.8 tons per sq. in., but 
the elongation per cent. is slightly reduced. The drop in ductility, how- 
ever, is not of real importance, the alternating impact figure being 
increased no less than 15 per cent. While the physical properties of the 
1 per cent. tin brass in the cast state are inferior to those of 59:41, they 
are superior after forging, but it is clearly demonstrated that 1 per cent. 
is the limit of practical utility. 


Structure 


There is little perceptible difference in the structure of an alpha-beta 
brass containing 0.5 per cent. tin and that containing 1.00 per cent. 
Exceeding 1 per cent., a brittle copper-tin compound makes its appear- 
ance. The effect of this constituent is shown to be similar to the 
‘“‘oamma’’ compound in ordinary brass. 

These results show clearly that tin cannot be regarded in the same 
light as either nickel or aluminum, as it is neither a copper- nor a zinc- 
replacing element, although, structurally, attempts have been made 
to consider it a zinc-replacing element, giving to it a coefficient of 
equivalence of 2. 


Tron Brass 


Copper and iron form a heterogeneous series of alloys except at the 
terminals of the curves. Between these proportions the alloys consist 
of two constituents; the one rich in iron, the other rich in copper. Carbon 
and copper do not associate in any form and the presence of carbon in 
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iron reduces the solubility to an extent that neither steel nor cast iron 
can be satisfactorily alloyed with copper, but merely exist side by side 
as a mechanical mixture. Zine readily unites with iron. 

The effect of iron on ordinary brass has been studied by F. J ohnson, 
Comstock, Guillet, and Millington and the available data place our 
knowledge of iron brasses on a secure foundati6n. 

In this series the iron was introduced by means of a 10 per cent. 
iron, copper-iron alloy which was melted alongside with copper except 
in the case of alloy 1F2, when the iron was introduced by means of a 
zinc-iron stock alloy. Other conditions of manufacture were those 
adopted throughout the series. No peculiarities or difficulties were 
encountered either in melting or in pouring. 


As Cast 


The effect of 1.0 per cent., 1.5 per cent., and 2.5 per cent. iron on the 
tensile, hardness and impact strength of an alpha-beta brass of 59 per cent. 
copper content is shown in Table 6. In castings, 1.0 per cent. iron 
improves both the tensile and shock-resisting properties. No improve- 
ment of strength is to be gained by exceeding this quantity, while 
the shock-resisting properties tend to fall; particularly is this true in the 
case of alloy 1F>. The low ductility of this alloy, however, is accounted 
for to some extent by the crystalline form of the impurities introduced 
by the zinc-iron stock alloy used, and is typical of the every-day troubles 
encountered when the impure stock alloy is used for the purpose of 
introducing iron. 


Forged Condition 


Hot working results in an all-round improvement of the tenacity 
of each alloy, having little influence on the ductility, except in the case 
of alloy 1F:, which improvement is as expected. 


Microstructure 


The outstanding feature is the refining effect of small quantities of 
iron on the texture. The author’s explanation is that each of the finely 
divided particles of the high melting point iron-rich particles distributed 
throughout the molten metal acts or tends to act as a nucleus for the 
germination of a primary crystal grain. The solubility content of these 
particles is not known, but they are discernible under the microscope 
only at high magnifications, when the quantity exceeds 0.35 per cent.; 
at 1.0 per cent. they are clearly visible at ordinary magnifications; above 
1.0 per cent. they begin to aggregate and become visible to the eye 


from a polished surface. 
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Fig. 6—59 Cu, 40 Zn 


Fig. 7—59 Cu, 40 Zn, 10 Fe. 
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Fig, 9—59 Cu, 38.5 Zn, 2.50 Fe. 
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Fig. 6 shows the form and. quantity of the iron compound present in 
alloy 1F;. Fig. 7 shows the refining effect of this iron compound on 
the microstructure. Fig. 8, representing alloy 1F? as cast, etched shows 
_ that there is no further refining of the grain on increasing the iron content. 
Figs. 9 and 10 represent alloy 1F; containing 2.52 per cent. iron, unetched 
and etched respectively. Except for the presence of larger quantities 
of the iron-rich compound, no other structural changes are apparent. 
Guillet regards iron as a zine-replacing element, 0.90 per cent. iron being 
equal to 1.0 per cent. zinc. This, however, is erroneous; nor does it func- 
tion in the same way as any of the other elements previously considered. 
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Fie. 10—59 Cu, 38.5 Zn, 2.50 Fe. 


Errect oF [Ron on 53.3:46.7 Brass 


In view of the fact that the hardness of pure iron is similar to that of 
59:41 brass, its limitations as a hardener or a strengthener will be to 
ordinary brass containing up to 41 per cent. zinc. On the assumption 
that it is neither a copper- nor a zinc-replacing material, but exerts 
merely a mechanical effect on the mode of the crystal growth, its common 
use in high-tenacity brasses, therefore, must be that of a grain refiner 
or densener. ‘To investigate this, three alloys were made, designated 
2F, 2F: and 2F2. The first contained 53.3 per cent. copper and 46.7 
per cent. zinc; the second, 51.5 per cent. copper, 47.5 per cent. zinc and 
1 per cent. iron; while the last one was made up of 51.0 per cent. copper, 
47 per cent. zinc and 2 per cent. iron, The copper and zine were adjusted 
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so as to bring each to a similar position in the beta phase area of the 
copper-zine constitutional diagram, assuming the iron, of course, to be 
without influence. 


Mechanical Properties 


The chemical composition and physical test results obtained are 
given in Table 7. These indicate iron to be detrimental to the 
ductility in the cast state, but beneficial when forged. It will be observed 
also, that forging lowers the yield point of alloy 2F but raises the maximum 
stress; that it increases both the yield point and maximum stress of alloy 
2F,, and lowers both the yield point and maximum stress of alloy 2%, 
though each was treated similarly and had the same Brinell hardness in 
both the cast and the forged conditions. 


Microstructure 


The mechanical properties of beta brass being unaffected by normal 
heat treatment—both tenacity and ductility being similar, no matter 
what the rate of cooling—the changes responsible for the peculiar test 
results, which are typical of those obtained from complex beta brasses, 
must be attributable to one or all of the following causes: 

1. Internal molecular changes or structural inversion of the 
beta constituent. 

2. Geometrical outline of the crystal grains. 

3. Mode of distribution of the iron-rich constituent. 

Actual examination proved that iron renders both the internal and 
external form of the crystal grain more regular and that this is the prin- 
cipal cause of its embrittling properties in cast brass. Forging, refining 
and effecting an interpenetration of adjacent crystal grains explains the 
improved ductility wrought by mechanical work. 

The effect of the iron-rich particles is unimportant, providing they 
are uniformly distributed and are in a fine state of division. 

Having established the functions of the third element, the effect of 
nickel on the more complex alloys may now be studied. 


NickeL-ALUMINUM BRASSES 


Manufacture 


Constant conditions were maintained throughout and were those 
adopted in the ternary series. The nickel was introduced by means of 
the standard copper-nickel stock alloy although it may be introduced 
as an alloy of aluminum and nickel, or of copper and nickel, or in the form 
of shot nickel. 

Nickel is not detrimental to the casting qualities of this series of 
brasses, and nickel-aluminum brasses do not call for the care necessary 
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with manganese-aluminum brasses to avoid overlaps and surface 
unevenesses, brought about by rapid oxidation in the molten state. 


1.5 Per Cent. Aluminum-Nickel Brasses 


Physical Tests.—The effect of 3.0 per cent. nickel on a 1.5 per cent. 
aluminum 59 per cent. copper brass, and on a 1.5 per cent. aluminum 
56 per cent. copper brass is shown by alloys AN; and AN, respectively, 
Table 8. The substitution of 3.0 per cent. zinc by 3.0 per cent. nickel 
(alloy AN;) resulted in an all-round improvement of the physical 
properties, although the strength and hardness are slightly reduced. 
The increased ductility and shock-resisting properties, however, more 
than compensate for the lowered strength. 

By reducing the copper content to 56 per cent. (alloy ANgs) the 
strength and hardness are improved, but the ductility and impact 
strength are reduced, so that equal physical properties may be obtained 
from ordinary aluminum beta brass. 

Structure.—While alloy 13 consists wholly of the beta constituent, 
alloy AN; is an alpha-beta brass of approximately 45 per cent. alpha 
constituent and 55 per cent. beta. Unetched, this alloy exhibits the 
presence of a blue compound which is distributed uniformly in a finely 
divided state throughout the mass. Alloy AN, exhibits features similar 
to those of alloy AN;, except that the beta constituent now predomi- 
nates—approximately 80 per cent. to 85 per cent.—with the result that 
the hard beta crystal grains are surrounded by a thin envelope of the 
alpha constituent, which structural disposition explains the poor ductility 
and impact strength obtained. 


3.0 Per Cent. Aluminum-Nickel Brass 


As Cast.—Increasing the copper content to 60 per cent. and the 
aluminum to 3.0 per cent., the effect of nickel is to reduce the yield 
point and strength without influencing the ductility or impact strength— 
alloy ANi, Table 9. 

As Forged.—When forged this difference is reversed and alloy AN, 
gives a higher yield point, ductility and impact strength. 

Structure.—In themselves, these test results suggest nickel to be of 
little actual value and, because of the cost, judgment is against its use. 
For ordinary foundry practice, this is a sound decision, for if nickel be 
introduced into aluminum brasses without a knowledge of the structural 
changes brought about when aluminum and nickel are used conjointly, 
the results will be very disappointing. This is emphasized by the fact 
that we do not possess any information on the structural changes brought 
about by aluminum and nickel in combination. We know that 1.0 
per cent. aluminum is equal to 5.6 per cent. zine and that 1.0 per cent. 
nickel is equal to 1.3 per cent copper, but the replacing value of zine and 
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copper cannot be so simply calculated owing to the formation of the rich 
aluminum-nickel alloy, to which reference has already been made. 

The effect of the nickel in alloy AN; has been to restore the alpha 
constituent, the all-beta structure of alloy 15 being replaced by one con- 
taining only 60 per cent. of the beta constituent. For this reason, 
alloy AN; belongs to a different series from aHoy 15 and the two are 
not comparable. 

The real value of AN; lies in the fact that it is an alpha-beta brass 
of promising unique physical properties. “It is free from the period of 
low temperature brittleness, common to most high-strength brasses, 
and is highly resistant to corrosion. It possesses the mechanical proper- 
ties of the more expensive monel metal, but is simpler to manufacture. 
It retains a good strength and ductility at temperatures up to 500° C. 
» It may be worked hot or cold. It is a safe alloy to forge, stamp or 
extrude, and does not require the rigid control necessary to high-tensile 
beta brasses, nor is it so readily ruined by slight overheating. It is 
peculiarly susceptible to the influence of heat treatment, however, and 
yields a Brinell hardness range from 110 to 285. After suitably hardening 
by water-quenching from 780° C. and tempering by reheating to 450° C. 
for 30 minutes, cooling off in the furnace, this alloy gave the improved 
physical tests shown, which compare favorably with some of the best 
made forged and heat-treated carbon steels, while it is free from 
grain weakness. 

Thus it will be seen that this alloy has a field pregnant with possibili- 
ties for the manufacture of high-strength castings which have to with- 
stand corrosion, service conditions at high temperatures and superheated 
steam at high pressures. 


4 Per Cent. Aluminum-Nickel Brass 


As Cast.—Reducing the copper content 1 per cent. and increasing 
the aluminum 1.0 per cent. alloy ANo, Table 12, shows that the effect of 
3.0 per cent. nickel is to yield an alloy of exceptionally high strength, 
elasticity and wearing properties but of low ductility and impact strength, 
although it exhibits a remarkably fine and close grain. 

As Forged.—After forging, the yield point and maximum strength 
are further increased without any material change in ductility or 
impact strength. 

Structure.—Structurally it is an all-beta brass and is comparable with 
alloy 15. The principal feature of the nickel is its efficacy as a erain 
refiner, apparently due to the germ effect of the high-melting-point alu- 
minum-nickel particles disseminated throughout the molten metal, 7. €., 
it behaves much in the same way as iron in ordinary brass. 


822 SPECIAL NICKEL BRASSES 


~5 Per Cent. Aluminum-Nickel Brass 


To come into line with alloy AN,, 7. e., to produce an alpha-beta brass 
containing 5 per cent. aluminum, it was necessary to increase the copper 
content to 70 per cent. 

As Cast.—The test results obtained from both the aluminum and the 
aluminum nickel brass of such a composition are given in Table 10. 
These show that in reproducing the ordinary muntz-metal structure from 
a 70 per cent. copper brass by the aid of aluminum, the results are nega- 
tive, for while the yield point and strength are good, the ductility and 
impact strength are poor. By further reducing the zine content by 
3.77 per cent. of nickel, the effect has been to further increase the strength 
and restore the ductility and impact strength. 

As Forged.—In the forged condition both alloys are worthy of con- 
sideration where special strength and ductility are required. Economi- 
cally, however, these properties are not improved commensurately with 
their increased cost, which reduces their practical utility. 

Structurally, they display the features of the aluminum-nickel brasses 
previously considered, except for greater quantities of the aluminum- 
nickel particles of larger dimension. 


TrRon-ALUMINUM BRASS 


Before proceeding to study the effect of nickel-iron-aluminum brasses, 
it is necessary to consider briefly the effect of iron on aluminum brass. 
For this purpose, aluminum brass, mark No. 6—copper 59 per cent., 
zinc 38 per cent., aluminum 3 per cent.—will be used. Four casts were 
made, designated No 6, AF;, AF, and AF, of similar chemical composi- 
tion, with the exception of the iron content which was nil, 0.50 per cent., 
1.0 per cent. and 2.0 per cent. respectively. The physical tests obtained 
are given in Table 11. The actual compositions are slightly different from 
those intended, AF; contained 0.61 per cent. iron instead of 0.50 per 
cent. and AF; 1.87 per cent. iron instead of 2.0 per cent. The other 
elements analyzed are as intended. 


Alloy AF; 


As Cast.—The effect of 0.61 per cent. iron is to increase slightly both 
the tenacity and hardness, although this is unappreciable. 

As Forged.—Forging resulted in a distinct drop of both the yield point 
and the tenacity, but improved the ductility. Considered broadly, the 
effect of this quantity of iron has been very slight. 


Alloy AF, 


As Cast.—One per cent. iron effected an all-round improvement. 


Castings from this alloy compare favorably with forgings made from 
alloy 6. 
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As Forged.—Apart from a slight improvement in the ductility, the 
mechanical properties are not changed materially. 


Alloy AF, 


As Cast.—By increasing the iron to 1.87 per cent., the effect has been 
to reduce the ductility and impact strength. 

As Forged.—It behaves in every way similarly to alloy AF3, except 
that the yield point has been increased. 

Microstructure—The structural changes due to the presence of iron 
both in the as-cast and forged conditions are similar to those found 
in ordinary brass and fully bear out the comments made. No satisfac- 
tory explanation can be offered of the fall in tenacity of alloys AF; 
and AF, by forging. These conflicting results are encountered fre- 
quently in beta brasses of this class and the cause is a problem for 
future research. 


NickEeL Iron ALUMINUM BRASSES 


In this series, the nickel and iron may be introduced by means of 
pure nickel and a 10 per cent. iron, copper-iron alloy, or by means of 
an alloy containing 10 per cent. iron, 10 to 20 per cent. nickel and 70 to 
80 per cent. copper. The high-melting-point alloys should be melted 
down with the copper under charcoal, a little common salt stirred in 
and the zine worked in last. 

Quantities of up to 1.0 per cent. of iron show a slight all-round 
improvement of the mechanical properties of alloys AN; (Table 8) and 
AN, (Table 9) although its value here lies mainly in enabling the produc- 
tion of dense sand castings of any dimension where special strength and 
ductility are of importance. . 

As Cast.—The effect of 1.5 per cent. iron on alloy AN: is shown by 
alloy ANF, Table 12, this quantity appearing to exert much the same 
effect as 1.0 per cent. of iron on alloy AN:, improving the strength, 
ductility and shock-resisting properties. 

As Forged.—There is little to choose between the two alloys, although 
alloy ANF, still maintains a superior impact strength. It is an alloy 
which proves particularly useful where such a yield point and strength 
are required. 

Structure.—The effect of the iron has been to increase slightly the 
quantity of the alpha constituent and to refine the grain still more. 
This is particularly noticeable in the cast condition, while as forged or 
heat treated, it has the structure of a heat-treated nickel-chrome steel. 


NickEL ALUMINUM TIN BRASS 


Although it is common practice to introduce small quantities of tin 
into many of the special complex brasses, any advantage 1s conjectural. 
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From an extensive investigation on the influence of tin on aluminum, 
aluminum-manganese and other complex brasses, no evidence has been 
obtained to indicate that the presence of tin in small quantities improved 
the casting of the metal or the mechanical properties, either in the cold or 
hot state; nor does it seem to affect the corrosion-resisting power. If it 
exerts any influence at all, it is to give a slight improvement to the 
elastic properties. 

Reducing the copper content of alloy AN, to 59 per cent. and retaining 
the nickel and aluminum constant at 3 per cent, small quantities of tin 
are deleterious to the physical properties; the effect of 0.75 per cent. 
tin is shown by alloy AN;, Table 13. 


Tax #3 i ‘os 


Cu 59.25, Zn 34.00, Al 3.00, Ni 3.00, Sn 0.75. 


Fig. 11.—As CAST 


Structure.—Figs. 11 and 12 illustrate the microstructure of alloy AN; 
in the cast and forged conditions. The disposition of the alpha constit- 
uent as thin boundaries around crystal grains consisting mainly of the 
beat constituent, explain the poor ductility and low impact properties. 
Forging having eliminated this structural weakness and replaced it by 
an exceedingly homogeneous close-grained one, explains the remarkable 
improvement in the physical properties that have been wrought by 
mechanical work. 

This example, together with those previously referred to in this paper, 
fully demonstrates that the full possibilities and development of any 
particular alloy or series of alloys is only possible when considered in 
close conjunction with the disposition of the microconstituents. 
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Before concluding this section, attention should be drawn to the yield- 
point figures given, which appear in some instances to be both erratic 
and contradictory. In considering the elastic properties of brass, how- 
ever, it must be remembered that there is no uniform relation between 
the proportional limit and the yield point, and that from the ordinary 
extensometer diagram, it is difficult to locate where the elastic state 
ends and the plastic state begins, or even make a satisfactory comparison 
of the form of the curves of one alloy with that of another. The 
yield point figures given® indicate the stress to produce a permanent 
set of 0.01 in. in a 2-in. gage length, and nothing more. They have been 


included because of their common insertion by the engineer in his specifi- 


cation, although some form of dynamic stress test would serve his 
purpose better. 


IMPURITIES 


The question of impurities in brass of any kind is problematic. The 
difficulty is to differentiate between impurities that are harmful and those 
that are not. : Lead, while commonly responsible for low test results, local 
weaknesses in castings, forgings and stampings due to segregation, 
patchy appearance of castings and the like, is actually an asset in quan- 


2 The tons referred to for both yield poi 1 
yoth yield point and maximum-stress fi 
Reais ss figures are gross 
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tities up to 0.70 per cent., if homogeneously distributed, both reducing 
cost and facilitating machining without affecting the physical properties. 
On the other hand, tin, aluminum, iron, nickel, vanadium and such special 
elements of proved value may come under the heading of “harmful 
impurities,” if present unintentionally or incorrectly alloyed. Arsenic, 
cadmium, antimony and bismuth are among the most dangerous impur- 
ities in brass, but while small quantities of these might be harmful 
singly, they may not be objectionable if in combination with one another 
or with some other particular element. ; 

Possibly the most objectionable impurity in high-strength brass, 
and one that does not receive the attention it deserves, is silicon. In 
no instance has the author found its presence advantageous, small 
quantities being conducive to brittleness without conferring any other 
useful property to compensate for the loss in ductility. It is one of the 
principal hardeners, and is twice as effective as aluminum, and ten times 
as effective as zine, weight for weight. 

The real value of silicon to the brass founder is as a deoxidizer. It 
should be used in the same way as magnesium and phosphorus, which are 
among the best scavengers, but harmful if any remains in the finished 
alloy. Magnesium exerts a similar effect to silicon. Phosphorus, 
if present in quantities over 0.15 per cent., causes both blistering and 
honeycombing. Carbon monoxide, sulfur dioxide, nitrogen, hydrogen, 
and various hydrocarbon gases are present in all brass, sound and 
unsound. If the charge is overheated or directly contaminated by 
obnoxious fumes, the fumes are absorbed in excessive quantities, and their 
evolution on cooling is the principal cause of blowholes in castings. 


PROBLEMS OF MANUFACTURE 


Melting.—Briefly stated, the principal features to be observed in 
melting are: 

1. Prepare suitable stock alloys for the introduction of the more 
refractory metals. 

2. Carefully select materials, calculating the mixtures from their 
actual chemical composition and allowing for melting losses. 

3. Carefully weigh out the necessary additions and charge in their 
correct order. 

4. Avoid the use of scrap of doubtful chemical composition, particu- 
larly with regard to iron, aluminum, tin, silicon and dross contamination. 

5. Melt as rapidly as possible in a neutral or slightly reducing atmos- 
phere, but never superheat more than 20 per cent. of the actual melting 
temperature, and control pyrometrically. 

6. Avoid retention in the furnace for long periods after correctly 
melting. Where this is impossible, carefully control the temperature, 
cover with a protecting slag and adjust for zinc losses. 


§30 SPECIAL NICKEL BRASSES 


7. Mix well, but do not oxidize in so doing. 

8. Deoxidize with a little phosphor-copper or phosphor-tin just before 
casting if the alloy contains manganese; if manganese is absent, as in the 
nickel aluminum iron brasses, a little copper-manganese is beneficial 
both as a deoxidant and desulfurizer. 

9. Avoid, as far as possible, contamination with slag in the ladle. 


Crucible Melting 


When melting in the crucible, no difficulties are met other than those 
mentioned in the preparation of the development alloys. Despite the 
high cost of fuel and crucibles, this is the method most commonly used, 
and is favored because of the flexibility of temperature control, the 
ease of mixing, low melting losses and protection from dirt and obnoxious 
gases during melting. 

At the same time, the open-hearth furnace is of particular value for 
the manufacture of large castings. Where first cost permits, the gas 
producer regenerator or recuperator type is recommended. It is flexible, 
economical and efficient. The coal-fired open-hearth furnace is com- 
monly installed, but it is costly to run, and both the temperature and 
composition of the metal are difficult to control. 

The thermal efficiency of the oil-fired open-hearth furnace is, roughly, 
about twice that of the ordinary coal-fired air furnace. Lighters-up, 
furnacemen and ash removers are dispensed with and the flexibility of 
control of the furnace is a great advantage. The fierceness of the oil-flame 
is a disadvantage to this furnace, although by the aid of a burner, 
permitting accurate regulation of both oil and air, and by the use of 
a good fuel oil, no trouble should be encountered in this direction. 

The common objection to all open-hearth furnaces for the melting of 
special brasses is the large surface of metal exposed to the furnace gases, 
which, if oxidizing or sulfurous in nature, are injurious. A few logs 
of hardwood charged during the melting-down period, an occasional 
shovelful of hardwood charcoal or anthracite, and a suitable pro- 
tecting flux, remedy this. The choice of the flux is extensive, but either 
of the following may be recommended: 

1. Equal parts by weight of plaster of paris and fluorspar; 

2. Soda ash, 30 parts; fine silica sand, 20 parts; fluorspar, 33 parts; 
borax, 17 parts, by weight. These should be ground down, 2 to 3 per 
cent. by weight of the charge being sufficient. Melting should not 
be forced. 


Electric Furnace 


. This is the ideal melting furnace so far as quality of metal is concerned. 
With either the direct or indirect resistance or induction furnace, melting 
is almost automatic, zinc losses and impurity contamination are reduced 


sre 
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to a minimum, and the melting temperature is under control. The 
crucible resistance furnace is a useful melting unit, but it is costly in 
both crucibles and current. The induction furnace is flexible but costly 
in fuel consumption. The indirect are rocking furnace, possessing the 
advantages of both the indirect resistance and induction, without the 
accompanying high melting costs, holds out greatest promise. 


Scrap 


For high-grade castings only approved scrap should be used. Where 
the chemical composition is uncertain, and when the metal is either of 
undesirable form or dirty, the scrap should be run down into pigs. 
In the recovery of brass swarf, all scrap contaminated with white metal and 
excessive oxide should be thrown to one side, and the remainder passed 
through a magnetic separator. If briquetting is possible, 2 to 3 per cent. 
of borax or plaster of paris should be mixed in and sprinkled with water 
immediately before pressing. If this procedure is not possible, the swarf 
should be mixed with 3 to 5 per cent. plaster of paris or 5 per cent. of 
the No. 2 flux mixture given above, together with a little coal dust, and 
melted with a reducing flame. 

The objection to the use of fluxes in the open-hearth furnace lined 
with ganister is the accumulation of slag which banks up the hearth 
and puts the furnace out of commission. To avoid this, the bottom 
should be flowed with a suitable flux such as plaster of paris or this 
material in conjunction with soda ash and fluorspar, according to the 
nature of the slag. 

Casting 

Ingots and Chill Castings.—Ingot molds should be short and squat 
rather than long and thin, and slightly wider at the top than at the 
bottom. Both ingot molds and chill molds should be preheated to a 
temperature of 37° to 93° C., cleaned with a steel brush and dressed with 
an organic material. When a clean, smooth skin is desired, a simple 
tallow or heavy mineral-oil dressing is recommended. For general 
work, a facing of tar followed by a mixture of dark cylinder oil of over 
205° C. flash point and powdered charcoal, and this followed by a dusting 
of fine charcoal. Polishing-in of black lead or smoking with burning resin 
or creosote oil is quite satisfactory for ingots, and does not give off 
obnoxious fumes and flames common to oil and tar dressings. 

Speaking generally, 10 per cent. superheat is a satisfactory casting 
temperature, although for heavy ingots it may be reduced to 7 per cent. 
Top-pouring through a specially prepared runner basin is recommended. 
A refractory head is an advantage, but not essential, if the caster under- 
stands his job. For the manufacture of high-class stampings or sheet, 
machining the skin of the ingot or slab may be found advantageous. 
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Green Sand,-Dry Sand and Loam Castings.—The success in the 
manufacture of any brass casting mainly depends on the selection of the 
correct molding materials and the skill of themolder. Briefly stated, the 
technical properties to be controlled in a molding sand are: (1) Bond, 
i. e., strength; (2) grain size or texture; (3) heat conductivity; (4) 
refractoriness; (5) permeability and longevity. Having once estab- 
ished a means to control and standardize the mixtures for the various 
classes of work, many of the molder’s problems automatically disappear, 
and the economies effected soon compensate for the initial expenditure 
necessary. In green-sand molding, alone, the preparation of a synthetic 
molding sand has effected an appreciable saving. 

Conditions governing the choice of mold—green, dry sand or loam— 
and the general principles of molding, are very similar to those of ordinary 
brass castings, and call for no special comment. 

Gating and Feeding.—Without doubt, these are the cardinal problems 
of the molder. Wrong gating and feeding are responsible for more defec- 
tive work than any other operation in the foundry. They call for an 
elementary knowledge of both physics and mechanics, together with 
practical experience, without which, it is impossible to make a commer- 
cial casting, 7. e., a good quality casting for the minimum expenditure 
of time, labor and materials. It is folly to attempt to lay down hard 
and fast rules, as almost every class of casting presents its own difficulties. 

The principal points to be observed in gating and the fixing of 
risers are: 

1. To fill the mold so that the stream of metal is continuous and not 
broken up on entering the mold. Wherever possible run from the bottom 
or on the level with a good head. This is particularly important in 
brasses containing aluminum and manganese, which must be cast under 
the exclusion of air as far as possible. 

2. To prevent dross from entering the mold: For flat, circular 
castings, a whirl gate is preferable; for cylinders and the like run from 
the bottom by means of a series of tangentially cut V-shaped jets; and 
for general castings, an ordinary skim gate. 

3. To arrange for a straight run of the metal and to avoid direct 
contracting on delicate cores or projections in the mold. (Avoid sharp 
angles at turning points.) 

Feeding.—1. Mold in such a way that the heavy sections are placed 
in the upper part of the mold. 

2. Connect the heavy sections, which are shut off from the lighter 
sections, to a good feeding riser, by a section of increasing dimensions. 

3. Use chills on the thicker sections to equalize the rate of cooling. 

4. Use risers or flows of conical form appreciably larger at the top 
than the thickest section of the job. 
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5. Place risers at the highest point of the castings and directly above 
the thickest sections. 

6. It is false economy to cut down the number or size of the risers, and 
small dummy risers should be placed where dirt is likely to be trapped. 

7. Risers should be filled preferably with hot metal from another 
ladle or crucible. | 

8. Where rod feeding is necessary, choose the right section of rod and 
preheat before immersing. 

Pouring Dishes.—These should be designed so that bottom, pouring 
is always obtained, thus preventing the entrance of scum into the mold. 
To this end, deep pouring dishes and cast-iron plugs are an advantage. 
For large important castings, the pouring dishes should hold at least 
one-third the weight of the casting. 

Pouring.—In the final operation of pouring, the first and foremost 
factor controlling the production of sound castings is the selection of: 
the correct casting temperature from the dimensions and requirements 
of the job. Never cast with less than 6 per cent. superheat, nor 
more than 15 per cent. 

The casting temperature of these alloys usually ranges between 
930° C. to 1030° C., according to the chemical composition, etc. The 
actual casting temperature, however, is best found from the copper-zine 
constitutional diagram, adding the desired percentage of superheat to 
the melting point figure. For actual foundry use, small quantities of 
special metals (under 0.5 per cent.) need not be taken into account. 
Exceeding this amount, they should be calculated back into either their 
‘copper or zine equivalents. When the alloy is complex, an actual 
freezing temperature determination is the only satisfactory method. If 
cast with metal on the cold side, short runs, low strength, brittleness, 
drawing, blowholes, cracks and mechanically contaminated oxide are 
the principal defects encountered. If too hot, there will result honey- 
combing, wrong composition, poor physical tests, weak crystal zones 
and segregation. 
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The Cracking of the Nickel Silvers in the Course of Annealing 


By E. O. Jonns,* A.R.S.M., Mancuester, EncuaAnp AND E. Wurrrnnan, tf 
Woo.twicu, ENGLAND 


(Syracuse Meeting, October, 1925) 


Durrina the heating of cold-worked nickel silver, the tendency of the 
material to crack is well known. The present research deals with this 
question, and may conveniently be divided into the following sections: 
Changes in these alloys during heating and cooling, determination of the 
temperature at which cracking occurs, effect of grain size, quenching 
cracks, methods of overcoming annealing cracking. The work is far from 
complete, in particular the influence of impurities on this tendency has 
not been investigated, but the results so far obtained lead to certain 
definite conclusions, which are of theoretical and practical importance. 


CHANGES IN ALLOYS Durinc HEATING AND CooLING 


During the annealing of many metals at a temperature just below 
that at which recrystallization sets in, there is evidence of some change, 
the effect of which is to harden and embrittle the material. This effect 
has been most clearly demonstrated in the cases of aluminum, copper, 
brass, and nickel silver, and appears to be a common property of cold- 
worked metals and alloys, or, at any rate, the non-ferrous ones. The 
effect would obviously offer an explanation for certain types of annealing 
cracking, but the trouble is so much more common in the nickel silvers 
than in the other alloys that some special cause should be looked for. 
There is, however, fairly good reason for believing that similar cracking 
may occur in some of the brasses; D. Bunting! suggests that the a brasses 
toward the saturation limit are subject to a transformation closely allied 
in nature to that known to occur in the nickel silvers at around 320° CG. 

Although the existence of this critical temperature range was known, 
it did not necessarily follow that this transformation was responsible for 
the trouble under investigation, so the first portion of this paper deals with 
the attempts made to determine whether other critical changes might not 
occur in these alloys. There were already reasons for the belief that such 
would prove to be the case, as the mechanical properties of the nickel 
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alloys that have been annealed after cold work certainly do not, in most 
cases, lie on smooth curves when plotted against the temperature. 

The two properties selected for this part of the work were the elec- 
trical resistance and the linear coefficient of thermal expansion. The 
latter is clearly important, for if there are sudden changes of volume in 
the material at a definite temperature, there must be accompanying devel- 
opments of the internal stress, which might be résponsible for the forma- 
tion of cracks. The results obtained indicate fairly definite critical 
temperatures at 320° C. and 425° C., as well as others at higher tempera- 
tures. As it is well established that cracking occurs below visible red 
heat, it would appear that one or both the points mentioned are possible 
causes of failure, so the next aspect of the work was the determination 
of the exact cracking temperature. 


DETERMINATION OF CRACKING TEMPERATURE 


The first series of experiments was conducted on rings cut from cups 
spun from sheets containing from 11 to 20 per cent. of nickel. A thermo- 
couple was attached to the ring by means of asbestos thread and the heat- 
ing, which was as rapid as possible, was effected in a gas-fired, muffle 
furnace. Even when deeply notched, to localize the stress, none of these 
rings could be induced to crack, a fact probably to be ascribed to the effect 
of the parting from the original cup, or to the manner in which the heating 
was effected. From results obtained later, there appears to be little 
doubt that both factors were operative; although for the purpose for 
which the experiments were initiated the results were purely negative, 
they did throw light of considerable value on the means of the inhibition 
of the trouble. 

In another series of tests, attempts were made to induce cracking in 
the spun cups themselves, the belief being that, even when rings were 
parted with a sharp tool, vibratory stresses were set up that had an effect 
similar to that of springing, or malleting in equalizing the cold-working 
stresses and so preventing the formation of cracks. Here again the 
results were largely negative; although many of the cups did not crack, 
all the failures occurred in the temperature range 349° C.—390° C. Once 
this range was exceeded trouble from this cause ceased. There is, how- 
ever, a point of considerable practical importance that arises from these 
results. The cups were specially prepared for this work by Messrs. 
James Dixon & Sons., Ltd., Sheffield, and were severely treated in the 
spinning, being taken very much further without annealing than would 
normally be the case and they were spun on Iron chucks further to increase 
the liability to crack. There can be no doubt that all these cups would 
have cracked had the annealing been normally conducted in the flame of 
the blow-lamp; it appears, therefore, that mufile annealing is much 
less likely to produce failure than is open heating in the blow-lamp. 
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The greater liability, in the latter case, may be due to more rapid heat- 
ing—which may also be local—or alternatively to the increased liability 
to oxidation. 

Local annealing, while adjacent portions remain hard, is obviously 
likely to lead to cracking; there is also good reason for the belief that an 
oxidizing atmosphere tends to produce a similar result. For example, in 
one establishment, seriously troubled by fire-cracking, the rebuilding 
of the annealing furnaces so that the flame ceased to come into contact 
with the metal practically eliminated the trouble. 


RECRYSTALLIZATION AND GRAIN GROWTH 


As the temperature just determined at which cracking takes place is 
in the neighborhood in which the recrystallization also occurs during the 
heating, it was felt that work on the grain growth would not be without 


interest. Measurements were made of the average size of the crystal - 


grains for material subjected to progressively increasing amounts of cold 
work and annealed at definite temperatures for a given length of time. 
The materials used were three grades of nickel silver, the analyses of 
which are given in Table 1, and in each about 250 crystals, on the average, 
were included in the measured area. 


TABLE 1 
10 Per Cent. 15 Per Cent. 20 Per Cent. 
Nickel Alloy Nickel Alloy | Nickel Alloy 
| 

GOpp el eters het ches siete aoe 61.25 62.06 64.82 
ACR AA eats a ee 27 42 2203 | 15.83 
IN Teel Tee euch ites nae vera ce Cee hate 10.55 14.81 19.038 
TOT ee | dees, ee ees aa 0.35 | 0.20 0.27 
GOS CLAMS Ae oats ee tty eae ste ERT Re a 0.38 Nil Nil 


INWIGROE Ce em eam ok re eb 6 a7 Trace | 0.09 0.08 


Being originally in the cold-worked state, the strips were first softened 
at 600° C., for 14 hr., and cooled in the muffle. They were then rolled in 
a set of hand rolls in such a manner that for each composition increasing 
amounts of reduction in thickness from 0 to 80 per cent. were obtained. 
This was done by rolling the strips together with a hard-steel wedge-shaped 
plate about 8 in. long, 2 in. wide. This arrangement is illustrated in 
Fig. 1. On one strip, such a rolling would reduce the thickness from 0 per 
cent. at one end to over 20 per cent. at the other. To obtain reductions 
in thickness from 20 per cent. to over 40 per cent., the annealed strip was 
first straight rolled down to a reduction of 20 per cent. and then taper 
rolled from 20 to 40 per cent. The higher reductions were produced by 
straight rolling to near the lowest value required on the strip, followed 
by taper rolling the remaining 20, or so, per cent. Roughly speaking, 
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every inch along the specimen corresponded to a reduction in thickness 
of about 10 per cent. Two sets were then close annealed at 730° C., 
the time in one case being !4 hr. and in the other 314 hr., and cooled in 
the closed muffle. The results are given in Table 2 and plotted in Fig. 2. 


vlest Frece 


‘- Taper Flate 


<——— Prection of Rolling 


Fic. 1—MeEtTHOD OF TAPER ROLLING. 


The first point to be noticed is the effect of the nickel content on the 
grain size; the greater the amount of nickel the smaller the crystals. The 
graphs of the results after annealing for 14 hr. and 314 hr. show that 
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Fic. 2.—GRraIN GROWTH AT ANNEALING TEMPERATURE OF 730° C.; (a) TIME OF 
ANNEALING 14 HR., (b) TIME OF ANNEALING 3)4 HR. 


the size of the grains is little greater in the latter case than in the former. 
Animportant point is the exaggerated grain growth due to annealing after 
too slight stressing, the maximum appearing when the specimens had 
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received an amount of cold work corresponding to a reduction in thickness 
by rolling of about 2 per cent. From the excessive grain growth at 2 
per cent., the curves fall rapidly to about 15 per cent., beyond which the 
decrease in grain size due to increasing amounts of rolling is quite small. 


TaBLe 2.—Annealing Temperature 730° C. 


Average Diameter of Crystals, in Millimeters 
Per Cent. Time of Annealing }% Hr. Time of Annealing 3}4 Hr. 
Reduction 
by Rolling 
10 Per Cent. 15 Per Cent. | 20 Per Cent. 10 Per Cent. 15 Per Cent. 
Nickel Nickel : Nickel | Nickel ickel 
0 0.086 0.0662 0.0319 0.124 0.092 
1 0.098 0.0675 0.0450 0.130 0.093 
2 0.101 | 0.0702 0.0511 0.137 0.095 
3 0.093 0.0640 0.0522 0.126 0.0875 
4 0.0905 0.0608 0.0462 0.1195 0.0835 
5 0.078 0.0578 0.0408 0.115 0.078 
10 0.067 0.0464 0.0346 0.103 0.0652 
15 0.057 0.0441 0.0269 0.100 0.0616 
20 0.055 0.0387 0.0261 0.1003 0.0611 
25 0.054 0.0347 0.096 0.0533 
30 0.055 0.03814 0.0230 0.095 0.0523 
40 0.051 0.0292 0.0221 0.0935 0.048 
50 0.049 0.0246 0.0206 0.0925 0.0457 
55 0.0895 
60 0.045 0.0875 0.0483 
65 0.0870 | 
70 0.0865 0.041 
75 0.0870 | 0.039 


| 


In the commercial rolling of nickel-silver ingots, too slight a ‘nip”’ 
in the rolls is looked upon as being likely to cause trouble by cracking of 
the metal on subsequent annealing. This feature and exaggerated grain 
growth are probably correlated. With a slight nip, excessive crystal 
growth takes place on annealing and the material is prone to crack. 
However, on exceeding a definite pressure, a “critical reduction” in thick- 
ness is produced at which, on annealing, exaggerated grain growth gives 
place to normal grain growth, and failure by such cracking is avoided. 
This critical reduction in the case of nickel-silver alloys is about 15 to 20 
per cent. The cracking of ingots on annealing after slight cold rolling is 
probably the result of the difference in grain growth between the surface 
layers and the center of the ingot. Where the deformation has been most 
severe, 7. €., on the outside, small crystals are formed, while in the center 
of the ingot, where the cold work has been comparatively slight, the erys- 
tals remain small; but at some intermediate point a very coarse crystalli- 


ae ee 
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zation is found. The locality of the coarse crystallization is dependent 
on the exact amount of reduction and the roll diameter in relation to the 
thickness of the alloys. 


Fig. 3.—CrackEp ERICHSEN TEST SHEET: COPPER 63.61 PER CENT., ZINC 15.99 
PER CENT., NICKEL 19.17 PER CENT. 


Fig. 4.—CRrACKED SPOON BLANK. 


CRACKING DURING COOLING 


So far two types of cracking have been discussed, namely the ordi- 
nary annealing cracking of cold-worked material and the cracking of 
ingots on which too little cold work has been imposed. Although these 
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two classes may have one common origin, there are sufficient points of 
difference to justify their differentiation. A third type of cracking, 
however, is distinct from either. During the preparation of a series of 
samples for Erichsen tests, from different grades of alloy, cracked speci- 
mens were found only in the case of those quenched from the annealing 
temperature; and of these only in the case of the highest nickel content, 
namely 20 per cent. It is clear from this, and from other evidence, that 
the rate of cooling exerts a marked influence on a certain type of cracking, 
and that in the case of high-nickel alloys anything of the nature of a 
quenching may lead to serious trouble. Quenching cracks were found, 
however, only in the cases where the temperature of quenching had 


Fig. 5.—FrRe-cRACK. 


exceeded 600° C. The cracked test sheet, 0.036 in. thick, quenched from 
850° C. is shown in Fig. 3. The two cracks present distinctive features, 
and represent two different types. The first type, represented by the 
broad crack running horizontally across the specimen, is the true anneal- 
ing or “‘fire-crack,” of which another example is shown in Fig. 4. On 
examination this fracture was found to be intererystalline and badly 
oxidized (see Fig. 5). The position of the annealing crack in the spoon 
blank is interesting. The original thickness of several cracked spoon 
blanks was measured by a pointed micrometer, together with the thick- 
ness at the crack. It was found that, as a rule, the fracture occurred 
at a reduction corresponding to that at which the small grains give 
place to grains of rapidly increasing size, indicating the effect of the 
recrystallization. 

The second type of crack, represented in Fig. 3, by the fracture 
extending inwards from the upper edge of the test piece, is from an 
entirely different cause. Like the ‘‘fire-crack,’”’ this cooling crack is 
intercrystalline, as shown in Fig. 6. The characteristic distinguishing 


E. O. JONES AND E. WHITEHEAD 841 


feature between the two types of cracks is that, while the fracture caused 
by fire-cracking is oxidized, the fracture of a cooling crack is quite bright 
With much of the material supplied for this research, although the produc 
tion of fire-cracks was a matter of the greatest difficulty, quenching cracks 
could be produced at will provided that the nickel contents were sufh- 
ciently high and that the materials were quenched sufficiently rapidly 
from a sufficiently high temperature. It is evident that the conditions 
such for instance as composition, which render a certain material more i 
less immune from fire-cracking do not inhibit the formation of the quench- 


Fig. 6.—CooLine CRACK. 


ing cracks. The further interesting observation was made that for both 
quenching and annealing cracking badly overheated or burnt material 
was much more prone to fail than was material of which the previous 
annealing had been satisfactory. 


Errect oF LOW-TEMPERATURE ANNEALING ON INTERNAL STRESS 


The work of Moore and Beckinsale on the removal of internal stress 
in cold-worked brass suggested that an investigation on similar lines 
would be of interest in connection with the nickel silvers. There can be 
little doubt that internal stress is responsible for the cracking during 
annealing, and if it were possible to reduce this stress until it became 
inoperative cracking would be eliminated. 

One big difficulty experienced in the earlier stages of this work was the 
impossibility of obtaining material of which the initial stress was constant. 
It was soon seen that although the general type of curve obtained when 
the residual internal stress was plotted against the annealing temperature 
was constant, the numerical value of the stress left after a prescribed 
treatment was dependent on the actual value of the initial stress. In 
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the 20 per cent. nickel alloy annealed at 270° C. for 2hr., the residual stress 
after this treatment in relation to the original stress was: 


Original: stress, tons per 8Q. iN .....-.eeeee ree ee esse eens 20.2 16.2 3.9 
Residual stress tOne per SCs 1M snared selmi sien eiate et leltne 15.0 10.6 8.3 


In these cases, the original stress was the only variable factor. ’ 
The method finally adopted for this branch of the work, using material 
of which the analyses in Table 3 are typical, was as follows: 


TaBLE 3.—Analyses of Nickel Silvers 


Grade A, | Grade B, | Grade C, 
a Per Cent. Per Cent. | Per Cent. 
| | 
| 
Copperieace a. 6 eee Sele ee ole eee 61.65 65.50 60.40 
IN IGG Laren tc ter le ee eet cel af Nee 7a, 16.28 20.64 
TAN CNA ee EARS De ae eo 26.02 16.30 19.34 
PUR Ya eR oh Shay Meee cate aR EM 0.126 | 0.094 0.095 
Lead me 0.05 0.04 0.03 
Manganese..q0%) <5 Ween over sant 0.05 0.06 0.04 
JEROME OEE ria oe on eee Al a bb ioes a 0.05 0.07 0.07 
Sil arr zea. aetaots eo ntact octane el 0.04 0.04 0.03 
CarbOMaceccone Ore Par eee 0.10 0.11 0.08 


After carefully measuring the dimensions of the spun ring as received, 
the ring was cut at one point, with shears, and the new curvature obtained. 
Two small drill holes (50 gauge) were made, one at each end of the strip 
and the ends fastened together by means of soft-brass rivets. The posi- 
tion of the rivet holes was arranged so that when completed the ring would 
fit easily into a 3-in. diameter vertical electric furnace in which the heat 
treatments were carried out. From the dimensions of the riveted ring 
and the change in curvature, it is possible to calculate the tensional 
stress in the outer edge of the ring. 

When the furnace was steady at the required temperature, one ring 
from each of the series was introduced for a definite period of time, 
removed, cooled in air, and then opened by filing off the head of the rivet. 
The new curvature was obtained by tracing the curve and obtaining the 
mean of four diameters. The rings were then re-riveted, replaced in the 
furnace for a further definite period of time and the curvature and stresses 
again obtained. This process was repeated until either no further reduc- 
tion in stress was obtained or the stress was only very slight. 

As re-riveting strained the ring to the same curvature that it pos- 
sessed before the rivet had been removed, we assumed that this process 
placed the ring under the same stress as before and that, therefore, the 
time factor could be considered as additive. That this assumption is 
only an approximation and cannot be used without introducing some error 


es 
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is obvious, but the limitations of the material available made it necessary 


to use some such intermittent method. The resulting smooth curves 
obtained by plotting stresses against temperature show that the errors 
are only slight, and yield interesting information as to the influence of 
time and temperature on the reduction of stress. 

The experiments were carried out approximately at 25° C. intervals 
over the range 200°-300° C. and the results are given in Table 4 and in 
Eonred « 

TABLE 4 - 


| } Residual Internal Stress, Tons per Square Inch 


Annealing Tempera- 


ture, Degrees C. eee | 11 Per Cent. | 16 Per Cent. 20 Per Cent. 
| ickel | Nickel Nickel 
. | 
180 Initial stress Alife | 33.83 | 16.28 
1 11.48 IS 3 12.04 
oy 10.75 | 14.41 | 9.99 
3 10.38 1235 | 9.57 
4 LOR 7 | 12.0 9.28 
6 10.09 115 9.25 
225 Initial stress Viroo 24.4 23.4 
1 11.58 | 11.8 ie} sill 
2, TOR | ital 33 12.8 
3 9.7 | alae 2 Ds 7 
4 lie af ibe 
6 9.6 | 10.8 
250 Initial stress 13.6 / 20nt 13.05 
Vy 0.1 13.2 | 11.3 
1 9.5 126 | 10.5 
We 9.3 | 12.3 10.4 
4 8.6 | 10.9 | 8.9 
270 Initial stress 13.4 21.4 16e2 
¥ den 9.2 10.6 
300 Initial stress 18.4 10.7 | thi 
iy) | 9.5 6.2 | 9.0 
yy, | 8.8 6.2 | 9.2 
1 | 8.5 5.3 8.2 
2 8.0 AlT Wall 


The following formula, due to Stanfield, was used in calculating the 
tensional stress from the change of curvature: 
E-t(d—d’) 

Siena! 
where S = stress; H = Young’s modulus; and d, d’ = diameters before 
and after annealing. The formula requires a knowledge of Young’s 
modulus, therefore, as no accurate values were known, it was decided to 
make the determinations on the actual materials used. 
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Two rings from each material were carefully cut and straightened out 
as gently as possible; one of each was then tested in the cold-worked condi- 
tion and the other after annealing. A Martens extensometer was used, 
the tensile stress applied being imposed in a Buckton machine. The 
values obtained were 


ee Ee eee eee 


Limit of Proportionality, Tons per Young’s Modulus, Pounds per Square 
. Square Inch | Inch X 107 
Nickel, ——2= i ae eae 
Per Cent. 
Annealed Cold Worked Annealed Cold Worked 

| a | | 
ia 9.39 | 9.44 | D2, 1.25 
16 10.65 | 10.81 1.32 | 1.61 
20 11.04 | 13.41 1.25 1.53 

| 


It will be noted that the values of the limit of proportionality have 
been included. No satisfactory values being generally available, it was 
thought well, during the determination of Young’s modulus, to proceed 
to the determination of the elastic limit. 

The tensile properties of nickel silvers at temperatures up to about 
350° C. are of importance in connection with the foregoing experiments. 
W. H. Dearden, M. Sc., conducted the following tests on a 20 per cent. 
nickel alloy in the cold-rolled condition, when he obtained the following 
results. 


TABLE 5 


| Modulus of Elas- 


Limit of Propor- | Maximum Stress, El ain Pe 
Temperature, tionality, Tons | Tons per Square Cent. in JI &T | ticity, Pounds Per 
Degrees C, per Square Inch | Inch Sec ee | Square Inch 
| 
200 ili, 28..4 25.0 | 2,22 X% 107 
270 12.8 28.8 24.0 1 2.02 1107 
340 9.9 28.3 2au0 iNstorsy ox< a0) 


The full analysis of the material examined was: Copper 61.5 per cent., 
zinc 17.1 per cent., nickel 20.8 per cent., iron 0.25 per cent., aluminum 
0.29 per cent., tin 0.04 per cent. 

An examination of the results of the annealing experiments show that 
the value of the residual stress appears to be practically independent of 
the nickel content, but to vary slightly with the initial stress. The curves 
for all these sets of determinations are closely alike, so only one, Fig. 7, 
is shown. ‘The stress falls off rapidly at first, especially when the initial 
stress is unusually high, and at length becomes practically constant. 


In most cases, this asymptotic value is about 10 tons per square inch, or 
slightly lower. 
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As the maximum stress at these temperatures is about 28 tons per 
sq. in., it would appear to be very probable that such values’ of the 
internal stress would be innocuous and cracking would then be eliminated. 
The authors would suggest, therefore, that one of the readiest means of 
overcoming trouble resulting from fire-cracking is to preheat the material 
to a temperature below that at which the cracks are produced and to main- 
tain it at that temperature for a period sufficiently long to eliminate the 
major portion of the stress. From the results here given, it would appear 
that a temperature of about 250° C. will produce this effect in about 1 hr. 
(once the temperature has been attained) or one of 300° C. in 14 hr. 
As there is known to be a critical point in these alloys at 320° C., it 
would probably be safer to conduct this preheating at a temperature 
not higher than 300° C. Dr. R. 8S. Hutton has shown that such a treat- 


nN 
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Fig. 7.—REDUCTION OF ANNEALING STRESS ON ANNEALING AT 300° C. 


ment does appreciably reduce the lability to crack during subsequent 
heating. -As a result of the low temperature required, the preheating 
could be done with the waste gases from the annealing furnace proper at a 
very small cost of both time and money. 

When the annealing is conducted at a temperature higher than 300° 
C., a curious effect was observed. The actual numerical values for these 
higher temperatures are rather less certain than those for the lower tem- 
peratures, as the initial stresses varied more than one would wish; but in 
view of the fact that at 300° C. the variation of residual stress with initial 
stress was of the order of 2 tons per sq. in. only, despite very large varia- 
tions of the initial stress, it is reasonable to suppose that as the annealing 
temperature is raised the value mentioned (2 tons per sq. in.) may be 
taken as the probable maximum variation. The curves for all three 
materials were similar in shape, despite the fact that two sets of determina- 
tions were carried out—one merely taken up to the temperature and at 
once cooled and the other maintained at the temperature for 14 hr. One 
set of results only need be given; these refer to the 16 per cent. nickel 


alloy heated for 14 hr. (Fig. 8). 
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Temperature, degrees C...... Spun. 225 250 300 305 450 500 550 
Internal stress, tons per sq.in. 22 12 2a 22 17 1) nil 


It will be noted that just above 300° C., there is a sudden marked 
increase of internal stress; this is exactly what would be expected from the 
knowledge that around that temperature a change sets in which pro- 
foundly affects the mechanical properties. 

The stress in this particular series of measurements rises from a very 
small value to one of the order of the original stress in the spun material. 
It would appear to be nearly certain that the only possible ultimate cause 
of the fire-cracking is the fact that at the temperature of the cracking the 
internal stresses exceed the tensile strength. This may happen either by 
the latter falling while the stress remains more or less the same, or by the 
stress rising while the tensile strength remains essentially unaltered. 
It has been shown that up to 300° C. the stress falls appreciably, and 
equally clearly that the tensile strength is almost unaffected. The only 
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Fig. 8.—INFPLUENCE OF TEMPERATURE 
ON INTERNAL STRESS; NICKEL SILVER, 16 
PER CENT. NICKEL. 


Fia. 9.—DIAGRAM EXPLAINING CAUSE OF 
FIRE-CRACKING, 


conclusion that can be reached, therefore, is that at some temperature - 


above 300° C. the internal stress rises again suddenly until it may exceed 
the tensile strength of the material when failure must occur. These 
simple arguments demand that some such effect as the rise actually 
demonstrated must inevitably take place. 

A further point of importance in connection with this building up of 
internal stress above 300° C. is the effect of time. When rapidly heated 
up to the temperature, the internal stress is much higher than when the 
alloy is allowed to soak at the temperature. The following figures illus- 
trate this effect. The 16 per cent. alloy, when rapidly heated to 450° C. 


= we 


BE. O. JONES AND E. WHITEHEAD 847 


and not soaked, was stressed internally to the extent of 38 tons per sq. 
in., a value exceeding the maximum stress in pure tension; after soaking 
at that temperature, the stress was reduced to 17 tons per sq. in. At 
just over 300° C., for the 20 per cent. nickel material, the respective 
stresses were 31 and 25 tons per sq. in. It is clear that at such tempera- 
tures the material is stressed to within a very small range of the maximum 
stress and it is not difficult to realize that anything which is enabled to 
increase the internal stress will appreciably lower the chance of the mate- 
rial to withstand cracking. The fact that the rapid heating in the open 
flame of the blow-lamp is much more liable to crack the same material 
than is annealing in a closed muffle thus finds a rational explanation. 


SUMMARY AND GENERAL OBSERVATIONS 


It has been shown that nickel silvers may crack either during the heat- 
ing or while cooling after annealing. The former is the usual fire-crack 
and is characterized by the fact that it is clearly oxidized. If the cooling 
rate is high, as in quenching, cracking may again occur; these cracks, 
however, are unoxidized and clean. Especially in the case of alloys of 
high nickel content is the trouble that may arise from cracking in quench- 
ing serious. It does not appear that the quenching crack is produced 
unless the temperature from which the material has been cooled has 
exceeded 600° C. 

It has been shown that the typical fire-crack occurs at a temperature 
around 350° C. Probably the trouble is associated with the fact, dis- 
covered by Le Chatelier, that in these alloys a change takes place around 
320° C. If this temperature is safely passed, the chances of cracking 
during further heating to a higher temperature are exceedingly small. 

It has been shown that the conditions under which the specimen is 
heated exert a marked influence on the tendency to crack. . The more 
gradual and uniform the heating, the less likelihood is there that the arti- 
cle will develop cracks. Contact with flame is Hable to cause cracking. 
One manufacturer found that by close annealing in a muffle furnace there 
was much less wastage from this cause than occurred in furnaces in which 
the flame came into actual contact with metal being annealed. The same 
fact was clearly discerned in the work recorded on the temperature at 
which the cracks were formed. Cups of severely spun alloys that cracked 
with the utmost readiness when annealed in the flame of a blow-lamp 
resisted most obstinately to crack when heated in a muffle. 

Other causes of increased tendency to crack are: (1) Impure metal, 
especially where there is much impurity in the form of inclusions of oxides, 
slag, graphite, lead, tin-bearing constituents, ete. Quite apart from 
chemical composition in the ordinary sense, “dirty” metal due to casting 
conditions is very likely to crack. The ‘‘non-cracking”’ nickel silvers 
are all very pure and it is to their chemical purity and careful melting and 
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casting that their special properties appear to be due. (2) Unequal 
stresses are a very common cause. This is specially found in cross- 
rolling where such inequality is inevitable; badly aligned rolls with worn 
surfaces also are a common cause. By careful attention to the rolls in one 
works, cracking was appreciable reduced. 

It has been shown that in the annealing of nickel silver, the phenome- 
non of critical grain growth occurs. For a certain degree of deformation, 
very large crystals appear on annealing; while when the amount of work is 
greater or less the grain size is much smaller. Annealed cross-rolled spoon 
blanks show the effect well; and it is at least probable that this grain 
growth plays an important partin the cracking that occurs. The phenom- 
enon is also the probable explanation of the well-known fact that ingots 
which have received too little reduction in breaking down before they are 
annealed tend to crack badly. The amount of reduction required to give 
the critical growth is quite small, about 2 per cent. reduction giving the 
coarsest structure. The shearing of blanks, and similar operations, 
always yield material near the surface that has received this critical 
deformation and which, therefore, on annealing will give excessively 
large crystals. 

It has been shown, as Doctor Hutton first suggested, that an annealing 
at a low temperature, below that at which the cracks are formed, will 
reduce the internal stresses to such a limit that cracking will not occur. 
Further, such a treatment will tend to equalize the stresses with the result 
again that they will be less harmful. By heating the metal to 250° C. 
and by keeping it at that temperature for about 1 hr. the stresses are 
reduced to a limit at which they are most unlikely to cause trouble; 
at 300° C., 14 hr. is sufficient. These results offer a ready means of elim- 
inating this trouble. A sufficiently high temperature could be attained 
in a furnace heated by waste heat from an annealing furnace, and the cost 
of treatment should be quite small. 

An explanation is offered of the cause of fire-cracking. At a tempera- 
ture slightly above 300° C., the incidence of the transformation found usu- 
ally around 320° C. causes a rapid and marked rise in the internal stress. 
In the material dealt with in this paper, this never attained the tensile 
strength; but its near approach to that value indicates that in other 
material the latter value might be attained when cracking must occur. 
Anything that would cause local concentration of stress would lead to this 
result. For instance, the presence of insoluble impurities by setting up 
such localized stress concentrations would effect this result, and the need 
for pure alloys is at once explained. Slag or oxide due to poor foundry 
conditions will obviously act in exactly the same way. As it is shown that 
starting with a material initially very highly strained the residual stress is, 
at all temperatures, below that at which it is entirely dissipated, higher 
than the stress remaining from less severely worked metal, it is easy to 


of this in its increased tendency to cause - cracking g. 
Tittle « aout that all Teter will be internally stressed 


in this being more nearly approached is dangerous. 


esis is shown in Fig. 9. 
ACKNOWLEDGMENTS 


In conclusion the authors desire to express their thanks to the British 
Non-Ferrous Metals Research Association for the grants which enabled 
the work to be undertaken, and also to the Association and the Depart- 
ment of Scientific and Industrial Research for permission to publish 
the work. 

The experimental work was carried out in the Metallurgical Depart- 
ment of Manchester University, and the authors are under a deep obli- 
gation to Professor Thompson for the facilities he provided and for 
his continued interest and helpful criticism throughout the whole of 
the investigation. 


DISCUSSION 


Wo. B. Pricr, Waterbury, Conn.—This whole phenomena of fire- 
cracking is simply a question of uneven expansion and contraction and is 
tied up with the rate of heating or cooling and the amount of reduction 
prior to the annealing. ‘The magnitude of the stresses is governed by the 
amount of reduction. A proper correlation of the rolling and annealing 
schedule will rectify the trouble without special low-temperature anneal- 
ing to relieve the internal strains. There are zones of compression and 
non-compression in nickel silver, depending on the amount of reduction, 
and the rate at which this metal expands or contracts on heating or 
cooling is governed by these zones. Fire-cracking in the manufacture 
of sheet metal, tubes, and manufactured articles is the result of insufficient 
reduction of the metal. 


VoL, LXx11.—54. 


nearly to the breaking point, and anything that is calculated to result 7 
Local irregularities — 
of stress due to any cause will add just that small amount of additional _ 
stress at the cracking temperature, whith will make all the difference 
between failure and success. A diagrammatic illustration of this hypoth- 7 
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Amorphous Cement and the Formation of Ferrite 
in the Light of X-ray Evidence 


By Francis B. Fotry,* CuHatranooaa, TENN. 


(Syracuse Meeting, | October, 1925.) 


From the point of view of the metallographist, the adaptation of 
z-rays to the study of the crystal structure of metals is of the greatest 
importance. While one may hardly consider the findings resulting from 
x-ray study as revolutionary, their positive nature, compared with the 
deductions we have been forced to accept from the work that had 
gone before, gives firmer ground on which to build and furnishes new 
fields for speculation. 

Prior to the advent of the crystallogram, the best work on the crystal 
structure of steel was that of Osmond and Cartaud.! They concluded, 
from their investigation with percussion figures formed at various tem- 
peratures, that alpha, beta, and gamma irons belonged to the cubic system 
and that they showed well-marked specific characteristics and could 
not have the same internal structure. What the internal structures were, 
they had no direct method of determining; but from a consideration of the 
fact that the 001 plane (that parallel to the cube face) is a plane of per- 
fect cleavage and minimum hardness in alpha iron and that the 111 
(octahedral) plane is by far the most important in the crystallography of 
gamma iron, they were led to suggest the simple cubic arrangement as that 
of alpha and the face-centered cubic arrangement as that of gamma 
iron. They suggested the body-centered cubic arrangement as that of 
beta iron. 

The atomic arrangement of the various crystal forms of iron has been 
quite definitely determined in recent years by means of z-rays and the 
work of Westgren? and Westgren and Phragmén? has been rather con- 
clusive. They not only determined the atomic arrangement of alpha, 


beta, and gamma iron but also that of the high-temperature modifica- 
tion delta. 


* Metallurgist, Lucey Manufacturing Corpn. 
+ Fall Meeting Institute of Metals Division. 


1¥. Osmond and G. Cartaud: Crystallography of Iron, Jnl. Iron and Steel Inst. 
(1906) 71, 444; also Trans. (1906) 37, 813. 


* Westgren: Jnl. Iron and Steel Inst. (1921) No. 1, 303. 
’ Westgren and Phragmén: Jnl. Iron and Steel Inst. (1922). 
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Alpha iron was found to be body-centered cubic, beta the same as alpha, 
gamma iron was found to have a face-centered cubic arrangement, and 
delta body-centered, the same as alpha. The length of the edge of a 
fundamental cube of delta iron was found to be greater than that of 
alpha iron but only by an amount that could be accounted for almost 
exactly by thermal expansion, so that were it possible to preserve alpha 
iron throughout the temperature range up to the melting point one would 
find only a gradual increase in the size of the fundamental cube. Of 
course, the face-centered gamma arrangement intervenes and perhaps the 
reason for its existence will be found within the atom itself. So we 
have no simple cubic arrangement of atoms in iron, as was suspected by 
Osmond and Cartaud, but only two forms—the face-centered and body- 
centered lattices. Beta iron, as a crystallographic entity, thus ceases 
to exist. 

Austenite has long been considered to be a solution of carbide of iron 
(Fe;C) in iron; x-ray results lead us to doubt not only that FesC exists in 
austenite but that austenite is truly a solid solution. Of course, much 
depends on the definition of “solid solution.” If we accept as requisite 
to “‘solid solution” the replacement in the space lattice of an atom of the 
solvent by a solute atom, austenite is not a solid solution for the carbon 
atom has been found to occupy a position between corner atoms half way 
along the edge of the cube, the lattice itself being made up entirely of the 
metallic atoms, mostly iron of course. This arrangement of the atoms in 
austenite does not preclude the possibility that there may be a chemical 
bond between three adjacent iron atoms with a carbon atom, but it is 
difficult to see where this makes much difference. We know that carbon 
diffuses quite rapidly in austenite and diffusion is facilitated by the small- 
ness of the atom and by its position in the structure. It is rather difficult 
to conceive of the diffusion of carbon as a carbide molecule but, on the 
other hand, it is easy to visualize it as a movement of the atom; and, if 
chemical bonds hold the carbon to iron atoms, this means the breaking 
of the chemical bond with one or more iron atoms and the re-establish- 
ment of bonds with other iron atoms. As segregation is the result of like 
atoms grouping locally in a substance, so diffusion is the effort of like 
atoms to get as far away from one another as possible—one is by an 
attractive force, the other apparently by a repulsive force. One wonders 
why the looser packing of atoms in the body-centered cubic alpha iron 
gives way under the influence of heat to the closer face-centered cubic 
arrangement of gamma iron, and why this in turn again reverts to the 
loose body-centered arrangement ofdeltairon. One wonders also whether 
cementite is formed again in delta iron as it is in alpha iron. rated 

Long accustomed to speak of cementite as FesC, the x-ray examination 
of cementite tells us that cementite is orthorhombic, its fundamental unit 
being comprised of sixteen atoms—twelve iron and four carbon—in other 
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words of four of the chemist’s molecules of Fe;C. To quote Thomson:* 
“the term molecule when applied to the solid state is quite ambiguous with- 
out further definition.’”’ We seem to be on surer ground, for the present 
at least, in dealing with crystalline matter from the physical point of view. 

Figs. 1 and 2 represent, respectively, the lattices of alpha and gamma 
iron, the dimensions given being those determined by Westgren. In Figs. 3 


w— 29A—- 29A 
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Fic. 1.—SpackE LATTICE OF ALPHA Fiq. 2.—SPACE LATTICE OF GAMMA IRON. 
IRON. 


and 4, the positions of the atom centers are replaced by spheres represent- 
ing the atoms so that in Fig. 3 (alpha) the body-center atom touches all 
eight corner atoms and in Fig. 4 (gamma) the face-center atoms touch the 
‘four corner atoms. It is only with reference to a single fundamental cube 
that one may designate certain atoms as corner, body-center, or face- 
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Fia. 3.— Bopy-cENTERED Fig. 4, — Facr-cEen- 
CUBIC PACKING, ALPHA IRON. TERED CUBIC PACKING, 
GAMMA IRON. 


center atoms—their identity is lost in the crystal aggregate. The sphere 
is used as a convenience only in illustrating the atom; actually the atom is, 
as Doctor Aston’ puts it, as empty as the solar system, its constituent 


4 Sir J. J. Thomson: The Electron in Chemistry, The Franklin Institute, 1923. 
’ Nature, Nov. 25, 1922. 
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charges, protons and electrons, filling not the million millionth part of 
its volume. 

How does one fit the ideas built up in the past from insufficient data 
to the results obtained with this new tool? Take, for example, the forma- 
tion of austenite from liquid steel. A portion of the equilibrium diagram 
of the carbon-iron system (delta iron is omitted for convenience) is shown 
in Fig. 5. The freezing of a steel of C per cent. carbon has commonly 
been described substantially as follows: The freezing is selective, starting 
at temperature t’ by the formation of crystal nucleii of relatively pure iron 
(carbon C’ per cent.). As the temperature falls, crystals of higher carbon 
content form and attach themselves to the growing nucleii until, at 
temperature t’’, the solid crystals have an average carbon content of C” 
per cent., and with further drop in temperature to t’’’ the addition of crys- 
tals of still higher carbon have increased the carbon in the solid crystals 


oo 


™ 


Temperature, Degrees C. 


CG cu eM Cc Carbon, Per Cent 


Fig. 5.—Portion or Fr-C rquinip- Fic. 6.—CRryYsTAL FOR- 
RIUM DIAGRAM. MATION BY BLOCKS. 


to C’’’ per cent. and so forth, the process ending with the complete solidifi- 
cation at temperature ¢t’” with the crystalline mass averaging C per cent. 
of carbon. This process has been illustrated by means of cubes.° As a 
result of this block method of illustration, an amorphous intercrystalline 
cement has been postulated as existing between the individual crystals. 
Without sufficient room in which to form a cube, certain liquid atoms are 
said to be unable to adjust themselves in accordance with the crystal pat- 
tern and therefore fail to crystallize, remainingamorphous. Totheleft, in 
Fig. 6, is a crystal face made up of twelve fundamental face-centered 
cubes (they might, as well, be body-centered for our present purpose). 
The circles represent atom centers—the units are represented as blocks 
for the sake of clearness in illustration. The blocks to the right represent 
crystal units, which we will imagine as being in position to attach them- 
selves to the crystal face. If they make contact with the crystal face 
what will happen? ‘The corner and face-center atoms of the units become 
superimposed on the corresponding atoms of the crystal face! The only 


6 Rosenhain: Introduction to Physical Metallurgy, Fig. 14, Plate IV (1919). 
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way we can attach these units to the crystal face is by bringing atoms in 
to the positions indicated by « and having the units take up a position, as 
shown, one cube distance from the crystal face. By such a process we 
should have crystal growth taking place atom by atom and at the same 
time cube by cube. If it is necessary to have this happen partly atom by 
atom, and it cannot progress cube by cube, why consider the cube at all 
except as the nucleus? 

What happens to amorphous intercrystalline cement when crystals 
are built up atom by atom instead of a cube at a time? ‘Two dimensions 


+ /NTER+CRYTAL ATON CENTERS. SPACE TOO SHALL FOR ATOM 
140%) CONFLICTING ATOM POSITIONS, SHOWING NO PREFERENCE FOR EITHER 
= Ao ADIOINING CRYSTAL 
+®) CONFLICTING ATOM POSITIONS, HORE STABLE POS/TION /NOICRTEO BY ©) 
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are all that can be clearly shown in two dimensional pages and three 
crystals have been so constructed in Fig. 7. The three crystals were 
started at random points and directed so as to join at boundaries set at 
120° apart; the arrangement is face-centered, asin austenite. When the 
crystal boundaries are reached, a space may be found that will accommo- 
date an atom but crystal centers of two adjacent crystals may happen in 
that space. Of course if there is room for an atom, there is one there 
somewhere—it becomes a matter of placing it. Where one position 
seemed more stable than the other, where it could touch two other atoms 
in one crystal rather than only one atom in the other, a solid atom is 
drawn about the center and the alternative position is shown dotted. 
Where there seemed no choice, both positions are shown by a dotted atom. 
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Sometimes two atoms are to be placed in three alternative positions; 
then the same scheme is applied. Some voids are left where no atom may 
fit; whether such voids exist or not is a question. Perhaps such spaces 
are filled by a slight spreading of the atoms adjacent to the boundaries, 
which would lead to a slight disregistry of the atoms in the neighborhood. 
This is all we can see of an amorphous ‘intercrystalline cement. But 
why is it necessary to postulate or account for such amorphous material? 

It has been shown that when metals are-parted at low temperature, 
the path of rupture is transerystalline; and that when it is parted at 
elevated temperatures, the rupture is intercrystalline To explain this 
amorphous cement has been invented. It is said that amorphous mate- 
rials generally are hard and unyielding like glass, when cold, but become 
plastic and flow readily when hot. Therefore an amorphous cement 
between crystals would be unyielding at low temperatures and fracture 
would occur through the body of the crystals; but at elevated 
temperatures, the amorphous cement would become weaker than the 
body of the crystals and the path of rupture would follow the crystal 
boundaries. Then we have the block system of crystal formation and 
growth to account for the cement, necessity being the mother of 
invention. Was there any necessity? 

There are no fixed crystal boundaries at elevated temperatures. 
Under the influence of temperature, crystals grow;as shown, this growth is 
an atom by atom procedure. One crystal robs another, its neighbor, and 
it becomes a survival of the fittest. The little fellows are probably wiped 
out quickly and, in time, it becomes a battle of giants. One can readily 
conceive of the crystal boundaries as being the weakest point in the struc- 
ture and the point to fail when stress is applied. At the moment of 
stress application, there are atoms at the grain boundaries loosely held by 
adjacent crystals, having parted company with one and not yet settled in 
the lattice of the one to which they have been drawn. Conceivably such 
loosely held atoms may fly off into the air when hot metal is ruptured. 

The x-ray seems to show that no amorphous films are formed by cold 
working the surface of cold metals; slip interference satisfactorily explains 
the raising of the elastic limit by cold working (heretofore explained by 
the production of amorphous films at planes of slip) and amorphous metal 
is not essential to the explanation of intercrystalline weakness at high 
temperatures. The amorphous theory, as concerns metals, seems weak 
at all temperatures. 


THe FoRMATION OF FREE FERRITE 


It is interesting to consider the formation of free ferrite in the light of 
our present knowledge. It, of course, forms only in hypo-eutectoid steels. 
We know that, as a general rule, free ferrite forms an envelope about 
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masses of pearlite and gives a network appearance in a plane section. 
No doubt the ferrite envelope occupies the position of the grain boundaries 
that existed in austenite from which the pearlite-ferrite aggregate formed. 
Many of us have thought of the free ferrite asa constituent that is rejected 
by the austenite to its grain boundaries at a proper temperature during 
cooling (the Ars). Nowadays we visualize something of the sort of thing 
shown in Fig. 3 as ferrite, or alpha iron, and find it rather difficult to imag- 
ine such aggregations of atoms as being rejected from a crystal structure, 
such as that of gamma iron (Fig. 4)—we are hardly able to conceive of such 
aggregations as migrating through another lattice arrangement. The 
more rational explanation of the formation of a constituent such as ferrite 
is based on a movement of single atoms. 

The change from gamma to alpha iron isallotropic and much hinges on 
the definition of allotropy. If one holds to the rejection idea, in which 
alpha iron forms in austenite and is then rejected as a foreign body to the 
exterior of the crystal, it practically amounts to saying that the atom itself 
undergoes allotropic change because it is almost inconceivable that one 
crystalline arrangement is passing through another in such a process. 
The word “almost”’ is used advisedly, for we are aware of the mixed orien- 
tation that exists in interpenetrating twins. The best criterion of allo- 
tropy is, doubtlessly, the change of crystal form; and it is on this basis 
that most metallographists have discarded beta as an allotropic form of 
iron—not, to be sure, on this basis alone, but this is perhaps the point on 
which it has in most cases been rejected. The atom certainly changes its 
crystal habit when passing from gamma to alpha, and it seems reasonable to 
believe that something happens within the atom to cause this change. 
We also believe a change takes place within the atom when iron passes 
from the magnetic to the non-magnetic state and the existence of isotopes 
has been demonstrated. But these last are undoubtedly of a different 
character than that which produces a different crystal habit and which 
we designate as allotropic. But allowing that allotropy resides within 
the atom and that it is not necessary that atoms be grouped in a body- 
centered arrangement in order to be designated as the alpha form, so that 
a lone atom may transform, it hardly seems likely that atoms born in the 
center of a gamma crystal would be forced to the exterior of the crystal 
before meeting with others of their kind toform crystal units of alpha iron. 
However, alpha iron is usually (not always) found occupying the position 
of the boundaries of old austenite crystals, and our argument is that fer- 
rite is not formed within the crystals and rejected to the grain boundaries 
but forms at the exterior of austenite crystals. 

Other things being equal, particularly as regards carbon distribution, 
the grain or crystal boundary is the place where recrystallization would 
be most apt to start. First of all, the atoms at crystal boundaries are 
freer to assume a new orientation because such atoms, as pointed out ear- 
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lier in this paper, are continually engaged in the process of adopting new 
orientation incident to crystal growth and may, as well, set up the new 
crystal structure that is their habit under the temperature conditions 
prevailing. A second reason may be found in a consideration of the avail- 
able energy at the surface and that within the body of a crystal. This 
will be made clear by reference to Fig. 2. A corner atom withina crystal, 
such as A, touches twelve other atoms and its energy is disseminated in 
eight as cubes. Every atom within the crystal is situated in the 
same manner. Fig. 2 isa conventional drawing and B is shown as a face- 
center atom but, leaving out the dotted and solid lines, its relative 
position is not different than that of A. At the crystal face, however, 
there is a difference. An atom on the face of a crystal, such as Fig. 2, is 
touching but eight other atoms and has its energy disseminated within 
four units. It appears to have available energy in excess of that neces- 
sary for it to hold its position in the lattice; this energy is available for the 
start of recrystallization. 

We know that ferrite (alpha iron) does not always occupy the position 
of the grain boundaries of the austenite. In cast low-carbon steels we 
have seen a network of pearlite enclosing ferrite areas. Again, in the case 
of Widmanstiattian structure, ferrite is found in what were the 111, or octa- 
hedral planes of the austenite. Both these cases may be explained, at 
least in part, by the predominance of iron atoms at the nucleii of recrys- 
tallization. According to Westgren, the carbon atom occupies a position 
between corner atoms along the cube edge. Thus any plane parallel to 
the cube face (001) contains carbon atoms. None will be found in the 
octahedral plane, which will be made up entirely of metal atoms. This 
seems an interesting observation in connection with the formation of 
Widmanstittian structure. 

In the case of the formation of ferrite at the crystal boundaries of 
austenite, it is easy to visualize the atoms that have been taking part in 
the process of grain growth as forming the nucleii of the new allotrope— 
alpha. In the new lattice, there is no room for the carbon atom, which 
must find its way into the untransformed gamma lattice. The gamma 
lattice is progressively broken down to add atoms to the alpha nucleii 
and thus the carbon atoms are thrust toward the center of the crystal. 


DISCUSSION 


E. E. Taum, New York, N. Y.—The structures shown in Fig. 7 can 
be readily made in the kitchen. Place a dishpan containing a couple of 
inches of water, a piece of ivory soap, and a dish mop (one that has a 
wooden handle, and a tuft of cotton thread at the end of a piece of twisted 
wire) over a gas jet. Then as the water heats, a stream of fine bubbles, 
apparently exactly the same in size, will rise to the surface from the point 
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where the twisted steel enters the wooden handle. These bubbles collect 
in blocks, perfectly arranged in a geometric pattern, and float around, 
finally attaching themselves to the edges of the pan or the floating wood. 
You will get a typical arrangement, such as is shown in Fig. 7, with the 
intercrystalline cavities shown here; but there is no suggestion of amor- 
phous cement in such a bubble aggregate, that is to say, the geometric 
arrangement is apparently perfect even out to the intersection. You can 
shove these bubble groups around with a knife and see the development of 
slip planes, and you can get a close picture of many ideas that have been 
introduced into the literature of x-ray investigation and theoretical metal- 
lurgy. One thing to remember is that bubbles of this sort are different 
from atoms, they have only a slight gravitational force acting from a dis- 
tance; if this were not so they would not aggregate themselves into one 
orderly mass. 


THE CURRENT THEORIES OF THE HARDENING OF STEEL 859 


The Current Theories of the Hardening of Steel 
Thirty Years Later | 


ALBERT SAUVEUR* — 


(New York Meeting, February, 1926) 


My rirst paper dealing with the theories of the hardening of steel by 
rapid cooling was published in the Transactions of this Institute in 1896— 
30 years ago—under the title ‘‘The Microstructure of Steel and the Cur- 
rent Theories of Hardening,’’ hence, also, the title of the present paper. 
It was extensively discussed and was, I believe, one of the starting points 
of many subsequent papers and discussions of the same subject, dis- 
cusssions which at times became almost violent and which led to the for- 
mation of different schools such as the ‘‘Carbonists” and the “ Allo- 
tropists.’”” Some of the older members of the Institute, who took part in 
the debate or who were interested observers, will, I am sure, have kept 
a vivid remembrance of it. The controversy gradually quieted down, 
apparently for lack of ammunition, without any side acknowledging 
defeat. Recently, however, interest in it has been revived through the 
claims of some that these vexed questions had at last been solved. 

In an effort to ascertain if possible the prevailing view of those best 
qualified to express an opinion a questionnaire was submitted to the 
following gentlemen: 


- J. O. Arnold Sir Robert Hadfield 
Edgar C. Bain W. H. Hatfield 
Carl Benedicks Samuel L. Hoyt 
N. Belaiew Kotaré Honda 
H. M. Boylston Zay Jeffries 
Harry Brearley H. Le Chatelier 
G. K. Burgess H. H. Lester 
William Campbell Francis F. Lucas 
H. C. H. Carpenter John A. Mathews 
Pierre Chevenard j A. McCance 
P. Dejean Albert Portevin 
C. A. Edwards Walter Rosenhain 
F. Giolliti Bradley Stoughton 
G. Grenet F, C. Thompson 


Leon Guillet 


* Gordon McKay Professor of Metallurgy and Metallography in Harvard Uni- 
versity. | 
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The questions asked were: 

1. What in your opinion is the nature of martensite and what causes 
its hardness? 

2. What are the conditions necessary for its formation, and the 
mechanism of that formation? 

3. If you believe it to be a solid solution of iron and carbon, or of 
iron and the carbide Fe;C, what position do you think the carbon atoms 
or the carbide molecules occupy in the space lattices of the crystals? 

4. What part, if any, do you think that strains play in the hardening 
of steel? 

It is very gratifying to be able to report that 23! of the 29 eminent 
metallurgists consulted were good enough to reply, and I desire to place 
on record my sincere appreciation of their invaluable cooperation. The 
answers received from these gentlemen will be found in full in an appendix 
to this paper. They constitute an important symposium of the Harden- 
ing Theories. 

Armed with the up-to-date information these answers brought me, 
I propose to discuss briefly and as impartially and as clearly as I can, 
the phenomenon of the Hardening of Steel. 


AUSTENITE 


Since the hardening of steel is obviously due to a transformation of 
austenite into the condition existing in hardened steel, it seems advisable 
at the outset to recall the nature of that constituent. While austenite 
is quite universally believed to be a solid solution in which the iron isin the 
allotropic condition known as gamma, opinions differ as to the condition 
of the carbon dissolved in this gamma iron, some believing that the car- 
bon is present in atomic dispersion, others that it exists as the carbide 
Fe;C or cementite. From the answers received in regard to the condition 
of the carbon in martensite considered as a solid solution, soon to be dis- 
cussed, it is, I believe, warranted to conclude that a greater number of 
those consulted believe that carbon in austenite is present as carbide 
compared to the number of those who believe that it is present in atomic 
dispersion. 

It is evident, however, that at the very outset of our inquiry we face 
a decided difference of opinion on a rather vital point, and that we must 
proceed by assuming that austenite is a solid solution of carbon or of the 
carbide Fe;C in gamma iron. 


MARTENSITE 


The constituent found in hardened steel and to which it is believed 
the hardness of the steel is due has been called martensite. It generally 


1 Chevenard and Portevin sent a joint reply. 
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occurs in the form of fine needles. Obviously those martensitic needles 
result from the transformation of austenite under certain conditions soon 
to be considered. 

A sharp distinction should be made, however, between hardened 
(martensitic) steel and martensite because the former never consists 
exclusively of martensite. Hardened steel is an aggregate. It does 
necessarily contain martensite, and it is possible that it owes its hardness 
chiefly, if not wholly, to its presence, but it also contains one at least of 
the following constituents: undecomposed austenite, troostite, cementite 
or ferrite. I am not aware that the x-ray spectrum of martensitic steel 
has ever failed to reveal the presence of gamma lines, that is, of austenite, 
while cementite lines very frequently occur. From the contention that 
martensite is a solid solution, hence a homogeneous phase, it would not 
follow, therefore, that hardened (martensitic) steel is a solid solution. 

On the reasonable assumption that hardened steel owes a great part 
of its hardness at least to the presence of martensite, let us examine the 
evidences we have throwing light upon the nature of martensite and the 
conditions necessary for its formation. 

Since martensite is obviously an alloy of iron and carbon we are 
naturally concerned with (1) the condition of the iron present in martens- 
ite; (2) the condition of the carbon present in martensite; and (3) the 
nature of the bond uniting the iron and the carbon. These are fundamen- 
tal considerations and we shall not be able to proceed very far unless the 
questions involved can be satisfactorily answered. 


CoNDITION OF [RON IN MARTENSITE 


We know that iron may exist in two at least, and some believe in three, 
allotropic forms; namely, gamma, beta, and alpha iron. I intentionally 
disregard the possible existence at a very high temperature of a fourth 
variety, delta iron, in steels containing less than 0.38 per cent. carbon, as 
I do not believe that anyone has ever claimed that delta iron was 
present in martensite. 

Assuming, then,.the possible existence at room temperature of three 
allotropic forms of iron, there are seven mathematical possibilities in 
regard to the condition of iron in martensite as follows: 


. Gamma, iron 

. Beta iron 

. Alpha iron 

. Partly gamma and partly beta 

Partly gamma and partly alpha 

. Partly beta and partly alpha 

Partly gamma, partly beta, and partly alpha. 


NO oR whe 
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It could easily be shown that these seven mathematical possibilities 
have been exhausted by metallurgists in their efforts to explain the 
nature of martensite. They could not go further than that. Most now 
believe, however, that beta iron has no real existence. Indeed, only one 
of the metallurgists consulted, namely, Boylston, refers to beta iron, and 
it will probably be claimed by some that his mind has been contaminated 
by the teaching of the author. Before crossing beta iron from our list, I 
shall venture the opinion that its non-existence has never been satisfac- 
torily demonstrated, the weapons employed consisting generally in 
arbitrarily worded definitions of allotropy. 

If beta iron is left out, three possibilities only need be considered in 
regard to the conditions in which iron can be present in martensite, name- 
ly (1) entirely in the gamma condition, (2) entirely in the alpha condition, 
or (3) partly in the gamma and partly in the alpha condition. 

In order to proceed with our inquiry, we shall assume with the major- 
ity as evidenced from the answers received that in martensite, iron is 
present chiefly at least, in the alpha condition, bearing in mind, however, 
that some believe that martensite may also contain some gamma iron, 
that is, some undecomposed austenite. 

Some distinguish between fresh martensite and aged martensite. 
They tell us, however, that fresh martensite begins to age as soon as it is 
formed. After a few minutes it has reached middle life; after a few hours, 
old age. To study the properties of martensite in its infancy, therefore, 
one must act quickly. Moreover, the aging of martensite results in the 
precipitation of minute particles of cementite which necessarily must 
transform it into an aggregate. 

It is quite possible, in view of the rapidity with which martensite 
reaches maturity, that the x-ray analysis is too slow a process to reveal its 
true nature, as it may pass from babyhood to old age while its lattice 
structure is being studied. Whether, therefore, the spectrum of newly 
born martensite contains only alpha lines is not known and perhaps 
never can be known. 

However, according to Jeffries, this precipitation of cementite from 
freshly produced martensite, instead of softening it, would increase its 
hardness up to a maximum corresponding to a so-called critical size of the 
cementite particles; further increase in size of these particles would 
decrease such hardness. 


CONDITION OF CARBON IN MARTENSITE 


We must now decide as to the condition in which carbon exists in 
martensite. It is generally held that one carbide of iron only, namely, 
Fe;C, needs be considered, hence the carbon must be present either as 
carbon atoms or as molecules of the carbide. If we refer to the answers 
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received from the gentlemen having expressed an opinion on this point, 
we find that five of them, namely, Boylston, Brearley, Dejean, Hatfield 
and Le Chatelier, believe that carbon is present in martensite as the car- 
bide FesC, while Benedicks, Lester, Lucas and Thompson appear also to 
support that view although in a more guarded way. To quote: 


Boyiston.—‘‘In my opinion martensite is a mixture of a solid solution 
of iron carbide in . Nes ; 


BrearLey.—‘‘ Martensite is carbide dissolved or finely dispersed in 
alpha iron.” 


DerseAN.—“On the other hand, seeing that the decomposition of 
martensite by gradual heating never yields graphite, but solely cementite 
and ferrite, it is logical to infer that martensite is a solid solution of 
carbide in alpha iron.” 


HatrreLtp.—‘‘I should emphatically state that it is my opinion that 
the carbon is in solution as carbide, Fe;C, or some chemical equivalent.” 


Le CuHaTELIER.—‘‘It is a question of sentiment. In this case my 
sentiment is that carbon exists as cementite because it is under that 
form that it separates from its solution.” 


Benepicks.—‘‘ Martensite is a solid solution of carbon (‘free’ or 
‘combined’) in alpha iron...” And again, ‘Consequently, in 
gamma iron, carbon is to be designated as being probably combined, or 
forming radicals, with iron atoms.” 


LesterR.—‘‘It seems to me that martensite may be defined as an 
aggregate of small distorted iron crystals, which crystals may represent 
a solid solution of iron and carbon. Carbon atoms or other foreign 
atoms seem to be essential . . . ”’ And later, ‘‘ From the view we obtain 
that the solution is a molecular dispersion of iron carbide in alpha 


iron . fs 


Lucas.— The conclusion seems justified that iron carbide must be 


present in martensite . 4 


Tuompson.—“ Martensite is a supersaturated solution of carbon and 
iron carbide in alpha iron . . . ” And again, ‘‘The law of mass action 
appears to me to demand that both free carbon and iron carbide 
should be present in solution.”’ 

Jeffries and Honda and possibly Bain and McCance, believe that 
carbon is dissolved inalpha iron in atomic dispersion. 


Jerrries.—‘!I believe that freshly formed martensite in carbon 
containing steel is fine grained ferrite, crystallizing with a body-centered 
space lattice, in which the carbon is largely atomically dispersed . di 
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Honpa.—‘‘Martensite is a solid solution of carbon in alpha iron, 
or atomically expressed, it has a body-centered cubic lattice, as in 
ferrite, but with carbon atoms in the interspace of the lattice.” 


-Barn.— Mechanically, freshly formed martensite may resemble a 
true solid solution of carbon in alpha iron . No! 


McCancr.—“ Martensite in my opinion is an enforced solution of 
carbon in a mixture of ironand gammairon . . . ” Also, “I believe that 
the carbon atoms exist at the center of unit cubes . 24 

The claim that molecules of the carbide Fe;C cannot be present in 
solution in gamma or alpha iron for lack of room to accommodate them 
between the iron atoms in the space lattices, while difficult of refutation, 
fails to carry conviction. Some of us feel that our knowledge of these 
space lattices and of the constitution of matter in general is not sufficiently 
intimate to warrant any such dogmatic statement. Lester at least 
conceives the possibility of placing these molecules of carbide in the space 
lattices (see Lester’s reply). 

Campbell refers to the presence of both carbon and carbide in 
martensite. 


CAMPBELL.—  Martensite is ferrite or perhaps alpha iron, with a small 
amount of carbon in solid solution and containing iron carbide in a very 
fine state of dispersion . 4 

Sir Robert Hadfield, Mathews, and Stoughton admit that they do 
not know. 


Sir Rospert Haprirtp.—‘ Martensite (martensitic structure) is 
believed to be a solid solution of carbon or of carbide in alpha iron. 
Sufficient evidence does not seem to have been accumulated that would 
enable anyone to determine definitely . . . whether the carbon, when 
in solid solution exists as atoms of carbon or molecules of FesC.”’ 


ae an Fite Y : ‘ 
MATHEWS. ‘I consider martensite as a solid solution, but whether 
of carbon or carbide I am not yet certain . . . ”’ 
SroucnTon.—‘ . . . have used the general term of iron with 


carbon, without intending to indicate thereby any prejudice against 
a belief in a solid solution of iron with cementite.”’ 


From the answers received from Belaiew, Chevenard, Guillet, Hoyt, 
and Portevin, the view favored by these gentlemen in regard to the 
condition of the carbon in martensite is not clear. 

Summing up, it is apparent that a substantial majority of those 
consulted are inclined to believe that carbon is present in martensite 
in the form of the carbide Fe;C, and that it is justifiable to conclude 
that it is the prevailing view. 


ALBERT SAUVEUR 865 


Bonp Unitine Iron anp Carson 


The third fundamental consideration deals with the nature of the 
bond uniting iron and carbon in martensite. 

Martensite must of necessity be (1) a definite chemical compound, 
(2) a colloidal solution, (3) a solid solution,or (4) an aggregate. 

One metallurgist, Arnold, has claimed that martensite was a definite 
chemical compound, namely, the carbide FeosC. He has had few 
followers and his hypothesis is generally held untenable. One at least 
of the gentlemen consulted, namely, Grenet, considers the possibility of 
martensite being a colloidal solution when he writes: 

“This extreme fineness at which structural equilibrium ceases to be 
distinguishable from physico-chemical equilibrium characterizes, in 
my opinion, the colloidal state. And the term colloidal aggregate is 
better suited, I believe, to the aggregates designated as martensite than 
to the aggregates called troostite and sorbite.”’ 

The nature of martensite is thus described by those consulted. 


Bain.—‘‘ Martensite is the product—under certain specific con- 
ditions—of the allotropic change undergone by solid solutions of 
gamma iron.” 

BENEpDIcKs.—“ Martensite is a solid solution of carbon (‘free’ or 
‘combined’) in alpha iron.” 


BreLtatew.—‘‘ Martensite is the hard constituent of quenched iron 
carbon alloys.” 

Boyutston.—‘‘In my opinion, martensite is a mixture of a solid solu- 
tion of iron carbide in beta iron and some alpha iron probably in the form 
of troostite.” 

BrREARLEY.— Martensite is carbide dissolved or finely dispersed in 
alpha iron.”’ 

CAMPBELL.—“ Martensite is ferrite or perhaps alpha iron with a 
small amount of carbon in solid solution, and containing iron carbide in a 
very fine state of dispersion . #3 


CHEVENARD AND Portrevin.—‘ Martensite is a solid solution in which 
ironisinthealphacondition . .. ” 

DreskaAN.—“ . . . it is logical to infer that martensite is a solid solu- 
tion of carbide in alpha iron.” 

Grenet.—‘As I do not know the exact definition of martensite I 
do not know the characteristics by which it can be defined.” 

GumteT.—“ Martensite appears to be alpha iron and gamma iron 
holding carbon in solution,” 


Sir Ropert Haprretp.—Martensite (martensitic structure) is 
believed to be a solid solution of carbon or of carbide of iron in alpha iron.” 
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Hoyr.— My opinion of the nature of martensite is practically as 
given in the Hanemann-Schrader paper of 1925.” 

Harrietp.—‘ . . . largely asolid solution.” 

Honpa.—‘Martensite is a solid solution of carbon in alpha 
Ona a 


Jerrrizs.—‘I believe that freshly formed martensite in carbon con- 
taining steel is fine grained ferrite, crystallizing with a body-centered 
space lattice, in which the carbon is largely atomically dispersed . Be 


Le Cuaretier.—Professor Le Chatelier undoubtedly regards mar- 
tensite as a solid solution of the carbide Fe;C in alpha iron. 


Lester —‘‘It seems to me that martensite may be defined as an 
aggregate of small distorted iron crystals, which crystals may represent 
a solid solution of iron and carbon; the crystals are usually those of 
alpha iron, but gamma iron crystals may be present and may even pre- 
ponderate in rare cases.” 


Lucas.—“In my opinion martensite is a decomposition of austenite 
along the octahedral crystallographic planes in the form of iron and iron- 
carbide. That martensite is not a solid solution seems to be true because 
more than one constituent is visible under high magnification. The con- 
clusion seems justified that iron-carbide must be present in martensite 
and it is my opinion that the iron is probably present in the alpha 
state. The carbide must be present in a highly dispersed condition.” 


Matuews.—‘‘I consider martensite as a solid solution but whether of 
carbon or carbide I am not yet certain.” 


McCancn.—“ Martensite, in my opinion, is an enforced solution of 
carbon in a mixture of alpha iron and gamma iron, but in which the alpha 
iron is largely predominating.” 


Sroucutron.—‘I believe that martensite is the first stage in the 
decomposition of austenite, and that the bulk of the evidence indicates 
that it is the beginning of a decomposition of the solid solution of carbon 
and gamma iron.” 


Tuompson.—“‘ Martensite is a supersaturated solid solution of carbon 
and iron carbide in alpha iron, together with, under normal conditions, 
a certain amount, probably small, of unchanged austenite.” 

While from these answers it would seem as if it is quite generally 
held that martensite is a solid solution, it should be noted that many 
refer to the presence of gamma iron (undecomposed austenite?) and, at 
least in aged martensite, of cementite, which as a matter of fact would 
convert it into an aggregate. Lucas unhesitatingly states that martens- 
ite is an aggregate, and indeed, following Jeffries and others, we should 
regard martensite as made up of submicroscopic grains of ferrite with 
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dispersed particles of cementite. Whether the alpha ferrite contains or 
not some carbon in solution appears to them to be relatively immaterial. 


FORMATION OF MARTENSITE 

¥ 
Passing now to the conditions necessary to form martensite it is 
evident from the answers received that metallurgists agree that in order 
to produce it and to retain it at room temperature, in iron-carbon alloys, 
the allotropic transformation of gamma iron must be delayed by suffi- 
ciently rapid cooling until a temperature of some 300° C. is reached. In 
the presence of elements such as nickel and manganese, sometimes 
referred to as retarding elements, less rapid cooling suffices. Indeed, 
slow cooling in air or even in the furnace of such alloy steels may cause 
the allotropic change to take place at 300° C. and the steel to become 
martensitic. It is generally held that when austenite transforms at such 
low temperatures, the gamma to alpha allotropic transformation takes 
place, but for lack of the necessary plasticity the carbon or the carbide of 
iron is retained in solution in alpha iron although the latter has little if any 
dissolving power for carbon. This solid solution of carbon in alpha iron, 
therefore, is necessarily supersaturated, which, according to some, may 

account in part at least for its great hardness. 


Wuy MartTeEnNsITE Is Harp 


Whether a solid solution or an aggregate, we must seek the cause 
of the intense hardness of martensite. The following reasons have 


been given: 


Because of the hardness of the carbon it contains; 
Because of the hardness of the carbide it contains; 
Because of the hardness of the iron it contains; 
. Because it is a solid solution; 
. Because it is a supersaturated solid solution; 
. Because of the distortion of the crystal lattices; 
Because of the extreme fineness of its grains; 
. Because of the presence of numerous minute particles of the 
ode Fe3C, and 
9. Because of internal strains. 


ANDO R WN 


If we turn to those who have been consulted, we shall find that there is 
decided lack of agreement on this very important point. 


Batn.— ‘Martensite is hard because of the tremendous slip obstructions 
of both the small or badly crystallized alpha iron grains, and the tiny 
carbide particles subsequently developed.” 
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Brenepicks.— . . . its hardness is due to the disturbance of the 
alpha lattice caused by the solute having a low natural miscibility with 
alpha iron.” 


Bevairw.—‘ .. . the whole potential amount of deformation 
inherent in any and every martensitic grain has been exhausted—whence 
its hardness.”’ 


CampBEeLL.—‘‘ Martensite is . . . containing iron carbide in a very 
fine state of dispersion, and the iron carbide is the cause of hardness due 
to slip interference.” 


CHEVENARD AND Portrevin.—‘‘One might as well ask why diamond is 
much harder than graphite . ‘a 


DrseEAN.—‘‘In regard to the hardness of martensite, it is probably 
closely related with its method of formation at a low temperature.” 


GuiILtter.—‘ The extremely small size of the constituents explains 
the hardness.” 


Str Roperr HapFieLpD.—‘‘ Sufficient evidence does not seem to have 
been accumulated that would enable anyone to determine definitely 
what is the cause of the hardness of martensite.” 


HarrreLp.—‘ It would appear that the cause of its hardness is due to 
the fact that it is essentially, though not completely, a solid solution.” 


Hoyv.—‘' The hardness is due to the phase of about 0.9 per cent. 
carbon in which the carbon and iron are in forced solution or combina- 
tion. The high mineralogical hardness would be due to new interatomic 
bonds which are thereby set up.” 


Honpa.—‘ According to my view, at least two-thirds of the great 
hardness of martensite (650 in Brinell Seale) is due to the effect of the 
hardening carbon as explained above, that is, carbon atoms present in the 
interspace of the lattice.” 


JEFFRIES.—‘ . . . the hardness is due principally to the grain 
refinement but partly to the carbon.” 


Le Cuarstier.—‘‘T do not know of any previous observation by which 
this hardness can be explained.” 


Lrester.—‘ The hardness of martensite seems to me to be due to the 
combined effects of small crystal size and warped crystal planes in 
preventing slip along atomic planes.” 


Lucas.—‘‘In my opinion, the hardness of martensite is due to the 
presence of iron carbide in a highly dispersed condition.” 
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McCancre.—“ The normal alpha iron space lattice is consequently 
distorted, owing to the presence of the carbon atom, and the hardness of 
martensite is a consequence of this state of distortion.” 


Sroucuton.—‘T believe that its hardness is caused by internal 
stresses within the crystal which prevent intr‘acrystalline slippage.” 


THompson.—‘‘The hardness is due to several factors. In the first 
place, the needles formed act as strengthening scaffolds throughout the 
mass. Secondly, there must be an appreciable amount of distortion of 
the space lattices which will also increase the hardness, and finally I do 
not see how there can be but severe internal stresses which also have the 
same effect.” 

If it be attempted to analyze these views in regard to the cause of the 
hardness of martensite, I think it will be found that Guillet and Jeffries 
attribute the hardness chiefly to the smallness of the grains, Benedicks, 
Honda and MecCance chiefly to lattice distortions, Bain and Lester to 
both smallness of grain and lattice distortion, Thompson to lattice dis- 
tortion and strains, Campbell and Lucas to the presence of carbide par- 
ticles, Hatfield to the state of solution and Stoughton to internal stresses 
within the crystal. 


Positions OccUPIED BY CARBON ATOMS OR CARBIDE MOLECULES 


Assuming with most, martensite, when freshly formed at least, to be a 
solid solution of carbon or of the carbide Fe3C in alpha iron, let us inquire 
into the positions occupied by the carbon atoms or by the carbide mole- 
cules in the space lattices of the alpha crystals. A few only have had the 
courage to answer that question. 

Barn.—“‘It is not known just where the carbon atoms are located in 
reference to alpha iron space lattice, but the evidence points strongly to 
interstitial spaces and not the customary lattice points usually occupied 
by solute atoms.” 

BrLatew.— According to the latest w-ray evidence, the carbon atoms 
occupy the central points of the cubes in the face-centered lattice of the 
gamma iron. Such structure corresponds to what has been called a solid 
solution of carbon in iron or austenite.”’ 


Harrietp.—‘It might be reasonable to assume that the iron atoms 
of the carbide aggregate tend to take up positions in the normal space 
lattice of the iron, the carbon atoms being probably situated inside the 
normal space lattice of the iron atoms.” 


Honpa.—The carbon atoms are in the interspace of the lattice.” 


Hoyv.—“ After calculating the number of atoms of carbon which may 
replace the iron atoms in the body-centered cubic lattice, and give the 
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density and lattice parameter, as measured, my opinion is that a 0.9 per 
cent. carbon martensite has about half its carbon atoms in the lattice and 
the other half of its carbon atoms in the interstices. No cause for such 
an atomic arrangement is known to me and it may be found later, contrary 
to this picture, that the distribution is simple.” 


Jerrrins.—“I believe that such carbon as remains in atomic disper- 
sion in the ferrite is probably in between the space lattice points.” 


Lrester.—“‘I think that the carbon atoms occupy positions near to, 
but not necessarily on, lattice points of the alpha iron crystals. It seems 
probable that each carbon atom may be associated with three adjacent 
iron atoms, the four atoms occupying positions near to, but not on lattice 
points and forming in effect a molecule of iron carbide. From this view, 
we obtain that the solution is a molecular dispersion of iron carbide in 
alpha iron, this solution differs but little from an atomic solution of carbon 
in alpha iron.” 


McCance.—‘‘I believe that the carbon atoms exist at the center of 
unit cubes of eight iron atoms and replace the center iron atom in the 
normal alpha iron lattice.” 

It is evident, therefore, that there is no substantial agreement among 
those who have devoted much time to the x-ray analysis of steel as to 
the position occupied by the carbon in the crystal lattice of alpha iron. 


INFLUENCE OF STRAINS 


My last question referred to the part played by strains in the harden- 
ing of steel. Here again opinions differ widely, some holding that strains 
play a very important part, some no part at all, while others believe that 
they may to a notable extent contribute to the hardness. 


Barn.—‘‘Strains play a vital part in the hardening of steel in so far 
as the pieces crack and break in the quench or subsequently; otherwise, 
except for a possible action to decrease the amount of residual austenite 
in proportion to their severity, they probably have nothing to do with 
the hardening. They are an effect, not a cause.” 


Brnepicks.—‘ The hardening of steel being due to forcing a less 
soluble substance to remain in solution, it is necessarily accompanied by 
strains in the crystal lattice; on the contrary, the earlier debated strains, 
due to the difference in cooling speed between the inner and outer parts of 
a quenched specimen, have no essential influence on hardening.” 


BrLatnw.—‘‘I believe internal strains play an important part in the 
hardening of steel chiefly because of the volume changes accompanying 
the transformations; 2.e., strains determine in part to what extent the 
main transformation takes place. I do not believe that internal strains 
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have any important direct bearing on the hardness of steel. If there is 
any effect, internal strains would probably decrease rather than increase 
hardness.” 


BREARLEY.—“‘Stresses and strains are important causes of hardening 
but I cannot make any quantitative estimates of their influence.” 


CaMPpBELL.—“‘T do not think that strains Diy any material part in 
the hardening of steel.” 


DrseAN.—‘‘It cannot be denied that cold working and quenching 
impart to steels often very similar properties. It is also probable that 
the formation of martensite which takes place at a low temperature 
accompanied by an important change of volume, produces in the steel 
tensions of an order comparable to those resulting from cold working. 
One should avoid, however, carrying too far the resemblance between 
these two phenomena.”’ 


GUILLET.—“‘ Strains play a very small part in quenching.” 


Str Ropert Haprretp.—‘‘Cases are well known in which stress 
alone, resulting in strain, but without alteration of lattice, is sufficient 
to produce a considerable increase in the ball hardness of certain steels. 
On the other hand, it has not been conclusively determined whether the 
presence of strain is always a necessary condition of the hardening.” 


HatFieELp.—‘‘I have already said that I think that the internal stress, 
and probably also permanent strain effects resulting from quenching, if 
tempered at a low temperature, 7.e., a temperature below that at which, 
so far as we know, the constitution can be modified, the hardness 
becomes less and the ductility greatly increased.” 


Hoyt.—‘‘ Due to the fact that hardening involves an appreciable 
volume change, I believe that strains must play an important role in the 
process through the pressure effects which they will set up. If the pres- 
sure distribution were known, the effect would be that predicted by 
applying the principle of Le Chatelier.”’ 


JEFFRIES.—‘I believe internal strains play an important part in 
the hardening of steel chiefly because of volume changes accompanying 
the transformation; 7.e., strains determine in part to what extent the 
main transformation takes place. I do not believe that internal strains 
have any important direct bearing on the hardness of steel. If there is 
any effect, internal strains would probably decrease rather than increase 


hardness.”’ 


Le Cuatetier.—‘I do not believe that strains can play any role in 
the hardening of steel. When the stresses are uniformly applied to a 
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metal in such a way as to prevent any deformation, no increase of hard- 
ness results, as this depends solely upon the extent of the deformations. 
Since the stresses which may occur when gamma iron changes to alpha 
are not accompanied by deformation, they cannot be a cause of hardness.” 


Lusrer.—<If strains be taken as displacements of atoms from posi- 
tions of stability then strains within the crystals may be regarded as one 
of the two principal factors in the hardening of steel, the other being the 
smallness of the crystals. In this the strains measure the distortion 
within the crystals; the distortion and not the strain may be regarded 
. as the primary cause of the hardness.”’ 


Lucas.—“ Practically an unimportant one—Strains, in my opinion, 
are an effect of hardening rather than a cause.”’ 


Matuews.— . . . it seems to me that in addition to Jeffries’ 
theory, stress does play some part, but not a prominent part.” 


McCancre.—‘‘ Strains take no part in the hardening of steel.” 


Sroucuton.—“‘I believe that strains existing in the interatomic bonds 
within the space lattices are chiefly responsible for the inflexibility which 
I associate with the hardness of steel. I believe that the bonds are under 
such stress that they have not the elasticity to permit deformation with- 
out rupture. The slip interference theory for the hardness of over- 
strained metals seems to meet that particular type of hardness only to a 
limited extent.” 


Tuomrpson.—“ Hardening cracks are the best evidence for the existence 
of very severe internal stresses approximating to the tensile strength 
of the material.” 


CONCLUSIONS 


After this brief survey of the views held by those who have devoted 
much time to the study of the phenomenon of the hardening of steel, I 
believe that it is not possible to tell what is the prevailing view of metal- 
lurgists. Differences of opinion are met with at every stage, in regard to 
the condition of the carbon dissolved in gamma and in alpha iron, to the 
position occupied by the carbon atoms or by the carbide molecules in the 
crystal structure, to the nature of martensite and especially to its hardness, 
which is attributed to many causes. 

It is evident that those who believe they have solved the problem of 
the hardening of steel have done so only to their own satisfaction and to 
that of a few followers. The best that can be done is to state that it is 
generally, but not by any means universally, held (1) that freshly formed 
martensite is a solid solution of carbon or of the carbide Fe;Cin alphairon; 
(2) that martensite forms, and is retained, when austenite transforms in 
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the vicinity of 300° C.; (3) that on aging, minute particles of the carbide 
are thrown out of solution, converting the martensite into an aggregate ; 
(4) that the hardness of martensite is due wholly or partly to one or more 
of the following causes: 

(1) To its being a solid solution; (2) a supersaturated solid solution; 
(3) to the fineness of its grains; (4) to distorted space lattices ; (5) to the 
presence of minute particles of the carbide, and (6) to internal strains. 

As to the positions of the carbon or carbide’in the crystal lattices, the 
least said the better. 

It is also generally held that troostite is a very fine aggregate of 
ferrite and cementite. 

It should be noted that, accepting these views of the nature of martens- 
ite and troostite, hardened steel frequently contains (1) undecomposed 
austenite which is one phase; (2) martensite, another phase, and (3) 
troostite, a mixture of two phases, ferrite and cementite, that is, in all, 
four phases, which is not permissible in a system of two components. 
There must be something wrong with this conception. 

Comparing the situation today with that of 30 years ago as presented 
in my first paper, the only progress (?) made towards a solution of the 
problem may, I believe, be thus summarized: (1) Abandonment of the 
belief in the existence of beta iron; (2) x-ray analysis of iron-carbon alloys 
by which it is shown that gamma iron has a face-centered space lattice 
and alpha iron as well as the iron present in martensite, a body-centered 
space lattice, and (3) the belief expressed by some that the hardness of 
martensite might be caused primarily (a) by the presence of extremely 
small (submicroscopic) ferrite grains or (b) by the distortion of the space 
lattices resulting from the presence of carbon atoms in enforced solid 
solution. This does not constitute a very material advance, if advance 
at all, seeing that it has also introduced additional controversial matter. 


ANSWER OF THE AUTHOR TO THE QUESTIONNAIRE 


In answering my questionnaire and in briefly expressing my views in 
regard to the hardening of steel, I do not claim in any way to have solved 
the problem discussed in this paper. I feel today exactly as I did 30 years 
ago, when, after outlining some conception of the possible cause of 
hardening, I wrote, in concluding my paper: “The writer does not wish to 
advance here any new theory. Indeed, if he knew that his remarks 
would be so interpreted he would refrain from giving them shape. He 
only feels that they may contain some element of truth which may help in 
solving the problem discussed in this paper, and if his arguments and 
deductions are not sound, he hopes they will be promptly refuted.” 

Fortunately, I am not wedded to any theory. I am ready to abandon 
any I may at one time have defended for any other which may appear 
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more logical or more useful. Theories are tools, and we should use the 
best tools obtainable. : 

While referring to my early contribution, it may not be without 
interest to reproduce here some of my arguments as they seem to have 
anticipated the recent claims that the hardness of martensite is due 
primarily to the smallness of the ferrite grains and to the presence of 
minute cementite particles, although perhaps rather clumsily expressed 
at the time. 

The hardness of martensite can very well be attributed, then, to the diffusion 
through its mass of the carbide Fe;C, which we know exists in steel below the critical 
range, and which we know to be extremely hard. It will no doubt be argued that if the 
hardness of martensite is produced by the presence of a certain amount of FesC, or 
cementite, then the pearlite of slowly cooled steel should be equally hard. Let us 
consider, for instance, the case of a steel which below the critical range is composed 
entirely of pearlite, while above this it contains only martensite. Here the martensite 
and pearlite would have the same chemical composition; they would have the same 


Fic. 1.—StTRUCTURE OF PEARLITE. 


proportion of iron and Fe;C. In pearlite, however, the iron and the carbide each 
segregates in comparatively large masses, while in martensite the hard Fe;C is uni- 
formly diffused through the whole mass. May not this account for the difference in 
their mineralogical hardness? To make this matter clear the structure of pearlite, 
which contains 1 part of Fe;C to 7 parts of iron, has been sketched in A, Fig. 1, while 
the structure of martensite can be imagined as appearing somewhat like B. 

A and B show the same proportion of intensely hard Fe3C and of soft iron, but on 
account of the different structural arrangement and distribution of these two con- 
stituents, will not the hardness of martensite, or, rather, its power of resisting abrasion, 
be much greater than that of pearlite? The relatively large soft areas of the pearlite 
will be easily scratched or worn away by friction, while the soft meshes of the martens- 
ite are on all sides protected by the hard carbide, thus presenting great resistance to 
abrasion. ‘The soft meshes may actually be so minute that even the point of a needle 
will be prevented by the surrounding cementite from marking them. 


May not the meshes in Fig. 1 be regarded as the submicroscopic 
ferrite grains of Jeffries and the tiny cementite net as the dispersed cement- 
ite particles? Is it not a clear anticipation of the slip interference 
theory which recently has received much attention? And this was 
30 years ago. 

The views to be presented here, tentatively and cautiously, appear to me 
to be in better agreement with observed facts and experimental evidence 
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as well as with the phase rule, which at least they do not violate. They 
are based largely on the microstructure of “martensite” needles under 
very high magnification as brought out by Lucas, on the behavior of 
austenite on tempering and on the behavior of troostite. They will 
be concisely expressed. e 

Austenite is a solid solution of the carbide FesC in gamma iron. 

Troostite is a solid solution of the carbide FesC in an allotropic form 
of iron different from the gamma forny and which for the present will be 
designated as non-gamma iron. The fact that the resolution of troostite 


Fie. 2.—StTExEL 1 To 1.1 PER CENT. CARBON; QUENCHED FROM A HIGH TEMPERATURBD} 

ETCHED WITH PICRIC ACID. 3230. F. F. Lucas. tae : 

Rod was heated at one end to a high temperature and quenched. This field is 

well toward hard end of specimen and shows very early stages of troostitic develop- 

ment along martensitic needles and as nodules (two of which are seen). Troostite is 
quite dark, martensite much lighter, austenite white. 


fails to reveal the network structure generally found in solid solutions 
may be ascribed to the grains being submicroscopic, which in turn may 
explain, partly at least, the hardness of troostite. Lucas finds that what 
he calls nodular troosite contains radial grains which, under the highest 
powers of the microscope, exhibit all of the characteristics of solid 
solutions. When undecomposed, he reports, that these grains consist 
of a single constituent and that they display orientation phenomena 
when revolved about the optical axis of the microscope. 

Austenite always transforms into troostite on slow or rapid cooling, 
as well as in tempering after quenching. 
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In my paper of 1896, I wrote: 


While we know with reasonable certainty the composition of ferrite, cementite 
and pearlite, we know very little about the true nature of martensite. Indeed, if 
we could discover its composition, the hardening of steel would no longer be an 
unsolved problem. Each theory which has been advanced to explain the hardening 
of steel has attributed to martensite the composition demanded by that theory. Of 
its real composition, however, we have no direct evidence. Unfortunately, the 
details of its structure are so minute and so difficult to resolve that, even when most 
highly magnified, it gives little indication of its chemical composition or even struc- 
tural character. 


The remarkable high-power photomicrographs recently obtained by 
Mr. Lucas have supplied what we were so much in need of 30 years ago 


and have confirmed my belief in the duplex nature of this so-called 
martensite. 


Fic. 3.—IRON-CARBON ALLOY; 2.65 PER CENT. CARBON; QUENCHED IN ICED BRINE 
FROM 1260° C.; mrcHED 3 MIN. IN PICRIC AcID. 2450. F. F. Lucas. 

The structure of hardened steel containing from 1.00 to 1.10 per cent. 
carbon is seen under an original magnification of 3230 diameters in Fig. 2. 
It is customary to state that the dark needle-like constituent is martensite, 
itself a solid solution of carbon in alpha iron, and the lighter one, unde- 
composed austenite. In that light hardened steel must be considered 
as an aggregate of austenite and martensite. On close examination, 
however, we note that the steel also contains particles decidedly darker 
than the so-called martensite needles, and we call these particles troostite, 
which we describe as an aggregate of finely divided ferrite and cementite. 
Hence, as already mentioned, the presence of four phases. 
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Lucas writes: “No evidence has been found that a plain carbon 
steel may become fully martensitic. The structures at high power are 
seen to consist of austenite and martensite, but more often of austenite 
martensite and troostite, sometimes of even lower orders of deco : 
sition.” ai 

In order to study the nature of martensite we may confine our atten- 
tion to a few needles as they appear under very high magnification, (1) 
in quenched samples and (2) after prolongéd tempering. Martentite 
needles embedded in an austenite matrix are seen in F igs. 3 and 4 
representing the structure of an iron carbon alloy containing 2.65 pee 


Fie. 4.—Same as Fic. 3; ANOTHER SPOT; 1260° C., QUENCHED IN BRINE. 


cent. carbon and quenched in iced brine from a temperature of 1260° C. 
The original magnifications were, respectively, 2450 and 2100 diameters. 
The conditions are here at their best to study the structure of the needles 
and the transformation of both the needles and the austenitic matrix on 
tempering. . 

We find that the needles themselves are not made up of a single phase 
but clearly of two phases—that they are therefore of the nature of an 
aggregate, They all have a central or midrib which is much darker than 
the surrounding metal. I believe this midrib to be made up of troostite, 
a solid solution of carbon in non-gamma iron resulting from the allotropic 
transformation of austenite along its octahedral cleavage planes. I 
believe the balance of the needles to consist of austenite in which troostite 
is present too finely divided to be detected even under very high 
magnification but in sufficient quantity to result in a darker coloration of 
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the needles by etching compared to the color of the undecomposed 
austenite surrounding it. This transformation of austenite into troostite 
through the formation of troostite-austenite needles (martensite) along 
the octahedral cleavage planes of austenite is well illustrated by Lucas 
in Fig. 5. 

My views demand that in tempering, austenite should transform into 
troostite (a solution of carbon in non-gamma iron), and this, I believe, 
is precisely what happens as revealed by some experiments? conducted 
by Lucas. This long tempering of a quenched high carbon steel consist- 
ing of martensite needles in an austenite matrix did not result in the for- 
mation of additional needles but clearly in additional troostite causing 
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lig. 5.—DEVELOPMENT OF MARTENSITE ALONG CLEAVAGE PLANES PARALLEL TO 
SURFACE OF AN *OCTAHEDRON THREE SETS OF PLANES. F. F. Lucas. 
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the original needles to color darker and in the occurrence of many troos- 
titic fringes around the needles and of troostitic particles in the austenitic 
matrix. 

It should also be noted that while it required three minutes in picric 
acid to bring out the structure of the sample as quenched, 10 seconds 
sufficed after the sample had been tempered, a strong evidence of the 
presence of much more troostite in the latter. 


ConpivTion oF [Ron IN TROOSTITE 


Passing now to the important question of the condition of iron in 
troostite, which I have so far described as non-gamma, our first impulse 
must be to infer that it is alpha iron. Alpha iron, however, has little if 


2 The sample which after quenching had the structure shown in Figs. 3 and 4 was 
tempered by him for 13 hours at 200°C., repolished, re-etched, and again photographed 
as shown in Figs. 6 and 7, under an Grisinal magnification of 3500 diameters. 
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Fic. 6.—SAME SAMPLE AS ILLUSTRATED IN Fics. 3 AND 4. BRINE-QUENCHED 
FROM 1260° C.; TEMPERED 13 HR., 20 MrN., AT 200° C.; ETcHED 10 SEC. IN PICRIC ACID. 
3,500; BoB: lucas: 


Fic. 7.—SAME As Fic. 6; ANOTHER SPOT. 
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any dissolving power for carbon, from which it follows that carbide should 
always be rejected from troostite both on slow cooling and on tempering. 


Slowly Cooled 


Bea y : 
700 C. 
aggregate of AtT 


(Martensite) 
a reoate of T+S 
anaes Zocbits 
aggregate of S$+P 
100% Pearlite 


Fig. 8.—DIAGRAM SHOWING TRANSFORMATION OF AUSTENITE INTO PEARLITE. 


Quenched 


aggregate A+t+T 
(Martensite) 


Fic. 9.—DIaAGRAM SHOWING TRANSPORTATION IN COOLING AUSTENITE SO THAT THE 
AUSTENITE-TROOSITE AGGREGATE IS RETAINED AND THE STEEL IS HARDENED. 


Lucas, however, finds that while carbide. is expelled from troostite of 
hyper-eutectoid composition; ferrité is: expelled from hypo-eutectoid 
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troostite, clearly indicating that the iron in troostite is capable of dis- 
solving carbon up to the eutectoid point. 

Troostite, in this light, must be considered asa solution supersaturated 
with carbide when it contains more than 0.85 per cent. carbon. This 
non-gamma iron capable of dissolving carbon I shall venture to call beta 
iron, although fully realizing that this beta iron may yield an a-ray 
spectrum similar to that of alpha iron and of delta iron. 

This conception of the nature of austenite, troostite and martensite 
leads us to visualize the transformation of austenite into pearlite 
as follows: 

The complete transformation of austenite into pearlite requires time 
and plasticity, hence slow cooling from a sufficiently high temperature. 
Assuming for the sake of simplicity, the steel to be of eutectoid composi- 
tion, when it enters its critical range, austenite begins to transform allo- 
tropically into a solid solution of carbon in beta iron, which, in my opin- 
ion, is troostite. Time is required for the complete transformation of 
austenite into troostite and finely divided aggregates of austenite and 
troostite are necessarily formed which hitherto have been called martens- 
ite and have generally been considered as solid solutions. The austenite- 
troostite transformation begins along the octahedral cleavage planes of 
austenite, giving rise to the well-known so-called martensite needles. 
These needles consist of a midrib of solid troostite surrounded by aus- 
tenite holding very finely divided particles of troostite. Farther trans- 
formation results in the growth of the needles at the expense of the 
untransformed austenite and in the final complete transformation of 
austenite into troostite. The next step in the transformation consists 
in the formation of alpha iron and simultaneously, since alpha iron cannot 
dissolve carbon, in the rejection of carbide resulting in the formation of 
sorbite. This is followed by the coagulation of the cementite particles 
into plates resulting in the production of pearlite. In cooling austenite 

‘at such a rate that its transformation is delayed until a temperature of 
some 300° C. is reached, the austenite-troostite aggregate is retained and 
the steel is hardened. ‘These views are expressed diagramatically in 
Figs. 8 and 9. 

SUMMARY 


Austenite is a solid solution of carbon, probably in the form of the 


carbide Fe,C in gamma iron. 
Troostite is a solid solution of carbon, probably in the form of the 


carbide Fe3C in beta iron. 
Austenite always transforms into troostite regardless of the tempera- 
ture at which the transformation takes place. | 
Martensite is the aggregate of austenite and troostite necessarily 
resulting from the gradual transformation of austenite into troostite. 
Troostite of eutectoid composition transforms into sorbite. 
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Troostite of hypo-eutectoid composition transforms into sorbite after 
rejection of the ‘‘excess”’ ferrite. 

Troostite of hyper-eutectoid composition transforms into sorbite 
after rejection of the ‘‘excess’”’ cementite. 

The rejection of some cementite from hyper-eutectoid troostite and 
of ferrite from hypo-eutectoid troostite may take place at room tempera- 
ture from which it follows that aged troostite may be described as an 
aggregate consisting of minute particles of the carbide FesC or of ferrite 
in a matrix of the solid solution of the carbide in beta iron, that is, of 
true troostite. 

The transformation of troostite into’ sorbite implies the allotropic 
transformation of beta iron into alpha iron and the formation of a very 
fine aggregate of alpha ferrite and. of cementite. 

Pearlite results from the coagulation into plates of the constituents 

_of sorbite. 

Gamma iron being unstable at room temperature, austenite, on 
reheating, tempers into troostite through the transformation of gamma 
into beta iron and the retention of the carbide in solid solution. 

Although beta iron is more stable than gamma iron, troostite, on 
further reheating, tempers into sorbite through the transformation of 
beta into alpha iron and the rejection of cementite. 

Austenite is harder than gamma iron because it is a solid solution, 
it being well known that solid solutions are generally harder than 
the solvent. 

Troostite is harder than austenite, possibly because beta iron is harder 
than alpha iron; also possibly because of the presence in troostite of 
submicroscopic grains offering greater resistance to slip, the structure 
of troostite being much finer than that of austenite; because of the dis- 
tortion of its crystal lattice or, again, because of the existence of severe 
internal strains. 

The hardness of troostite increases with the percentage of carbon it 
contains, possibly because of increasingly smaller grains. 

The aggregate martensite is harder than the troostite it contains and 
a fortior: harder than the austenite because the structural arrangement of 
these two constitutents offers greater resistance to slip than plain troostite. 
Its very acicular structure favors that view as pointed out by Thompson, 
who writes, “ . the needles formed act as strengthening scaffolds 
throughout the mass.” 

The hardness of martensite increases with its carbon content because 
of the greater hardness of the troostite it contains, and possibly also 
because finer needles and finer grains result from the transformation of 
austenite containing much carbon. 

We are naturally led to inquire into the proportions of austenite and 
of troostite which should be present in the aggregate martensite in order 


_ 


to obtain maximum hardness for a given percentage of carbon. The 
answer may be that we should have as many needles as possible on the 
ground that the greater the number of needles the greater the slip inter- 
ference. This would be in line with the increased hardness resulting from 
an increasing percentage of carbon because as the carbon increases the 
needles become smaller and hence more nurherous. 

It is well to bear in mind that although I have arrived independently 
at the views I have tried to express in regard-to the nature of hardened 
steel, I am not the first who has considered martensite to be an aggregate 
and not a solid solution, as will be apparent from my brief discussion of 
the views expressed by eminent metallurgists. Those, however, with the 
exception of Lucas, who have referred to martensite as being an aggregate, 
also describe troostite as an aggregate. Lucas believes troostite to be 
a solid solution and martensite an aggregate of ferrite and cementite, 
while I consider martensite to be an aggregate of austenite and troostite. 
Dejean has indicated the possibility of two solid solutions being present 
in martensite, one of carbon in gamma and the other of carbon in alpha 
iron, but there is no evidence that he identifies the latter with troostite. 
Boylston, however, refers to the possible presence of troostite in so-called 
martensite needles. 
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Appendix 


Following are the full answers received by the author from those to 
whom he submitted his questionnaire: 


Epear C. Barn* 


1. Martensite is the product—under certain specific conditions—of the allotropic 
change undergone by solid solutions of gamma iron. It is characterized by being 
alpha iron in extremely fine or badly crystallized, although strongly coherent, frag- 
ments. Itmay have agreat range of carbon content in a condition not well understood, 
and is almost always mixed with residual particles of unchanged austenite. From 
freshly formed martensite the carbide of iron may be precipitated very easily even 
at room temperature in particles so fine as to offer no clue to their existence save by 
magnetic tests and shrinkage measurements. This material, containing very fine 
crystallites of carbide, is also called martensite. 

The characteristic needlic structure is the result of the directional nature of the 
allotropic change and is determined by orientation of the parent austenite. 

Martensite is hard because of the tremendous slip obstruction of both the 
small or badly crystallized alpha iron grains, and the tiny carbide particles 
subsequently developed. 

2. The conditions necessary for the formation of martensite from austenite are 
merely, first, such temperature as renders alpha iron the stable form and gamma iron 
unstable and, second, a degree of atomic mobility (and time) sufficient to permit the 
allotropic rearrangement of atoms but not any substantial grain growth. The removal 
of heat from a specimen at a proper rate is the customary manner of providing the 
limited mobility of atoms. Cold work supplies the same requisite atomic mobility 
when applied to preserved austenite. 

The writer has described a possible simple atomic shift which would change gamma 
iron to alpha iron along plates corresponding to gamma iron crystal planes. As yet 
that explanation is as reasonable as any but is purely speculative. 

3. Mechanically, freshly formed martensite may resemble a true solid solution of 
carbon in alpha iron, but it probably should not be called simply a ‘‘solution,” since a 
solution is usually thought to be stable unless definitely designated ‘‘supersaturated”’ 
or ‘‘under-cooled.”’ It is not known just where the carbon atoms are located in 
reference to the alpha iron space lattice, but the evidence points strongly to intersti- 
tial spaces and not the customary lattice points usually occupied by solute atoms. 

4. Strains play a vital part in the hardening of steel in so far as the pieces crack and 
break in the quench or subsequently; otherwise, except for a possible action to decrease 
the amount of residual austenite in proportion to their severity, they probably have 
nothing to do with the hardening. They are an effect, not a cause. 


Cou. N. Bretarewt 


1. Martensite is the hard constituent of quenched iron-carbon alloys. The 
so-called ‘‘acicular”’ structure of martensite is a Widmanstitten structure. Itsneedles 


ES Eaten Na ES Mima ODE Ye 
* Research metallurgist, Union Carbide & Carbon Research Laboratories, Inc., 
Long Island City, N. Y. 


; London, Eng. 


or, more correctly, wedges run parallel to the four faces of an octahedron in every 
martensitic grain. There is, apparently, a slight difference in hardness and in carbon 
concentration between different wedges, but, in general, their nature is one and the 
same. Thus, the occurrence of the Widmanstitten structure is caused not by a 
chemical differentiation, as in slowly cooled steels or in meteorites, but by the physical 
process of deformation during rapid cooling. : 

There is a certain analogy between the formation‘of slip bands in various grains of 
a statically deformed specimen and the martensitic structure of quenched steel. In 
both cases are the structures revealing a deformation, which occurs parallel to the 
octahedral planes. In the former, the slip bands usually show one direction only; 
however, as the amount of deformation increases the number of “directions” increases 
too, till the four directions duly appear. Thus the appearance of all the four direc- 
tions in martensite may, conversely, be taken as a proof that the whole potential 
amount of deformation inherent in any and every martensitic grain has been exhausted 
—whence its hardness. 

2. The conditions necessary for the formation of martensite can be summarized 
thus: any sudden change in internal pressure revealing itself in a more or less simul- 
taneous gliding on the octahedral planes. Such conditions can be realized best by the 
action of interatomic forces during a sudden allotropic transformation. 

During quenching the gamma-alpha transformation takes place suddenly and, 
more or less simultaneously in every grain. This transformation results in a consider- 
able increase of volume as the face-centered lattice changes to the cube-centered. The 
increase of volume in and of every grain is interfered with by the boundaries of the 
grains—thus considerable strains originate and result in producing the maximum 
available deformation parallel to the four octahedral planes in every grain. 

The resistance to any considerable amount of future slip is very much increased and 
so is the so-called hardness. 

8. According to the latest x-ray evidence the carbon atoms occupy the central 
points of the cubes in the face-centered lattice of gammairon. Such structure corre- 
sponds to what has been called a solid solution of carbon in iron or austenite. 

As the face-centred lattice changes to the cube-centered the carbon atoms have to 
be displaced from their initial central positions. The larger the carbon content the 
greater the number of carbon atoms to be displaced. ‘Thus, very likely, the space of 
time available for the change of lattice—at any given speed of cooling—is lessened 
in ratio to the amount of carbon atoms to be displaced and redistributed. Conse- 
quently, the occurring internal stresses will be the larger, the higher the carbon 
content. The fact that the lattice dimensions of austenite increase with the carbon 
content will work in the same direction. 

The actual position of carbon atoms in martensite has not been definitely shown by 
the z-ray examinations. As, on the other hand, both the x-ray and the former 
metallographic investigations have proved that iron in martensite must be present in 
the alpha state, it would seem that the iron particles are free from carbon. ‘Thus the 
carbon atoms must be distributed in martensite in some different way from that which 
exists in the true solid solution-austenite. Some authors therefore consider martens- 
ite as a supersaturated solution, while some others regard it as a colloidal system. 
The present writer still considers that the true colloidal state occurs in troostite and 
the state of solid solution in austenite. For martensite he would prefer for the 
present to use a descriptive phrase, such as “‘as if in solution” or the term “ pseudo- 
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solution.” 
4, Internal interatomic strains resulting from the sudden gamma-alpha transforma- 


tion during quenching are responsible for the Widmanstitten acicular structure of 
martensite and, finally, for the main part of its hardness, a certain increase of hardness 
may be caused by the grain refinement and by the, so-called, key action. 
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Internal intererystalline strains may be responsible for the larger or smaller 
amount of gamma iron changed to alpha iron. 


CarL BENEDICKS* 


1. Martensite is a solid solution of carbon, ‘“free’’ or ‘‘combined,” in alpha iron; 
its hardness is due to the disturbance of the alpha lattice caused by the solute having a 
low natural miscibility with alpha iron. 

2. Martensite is formed on dissolving carbon, “free” or ‘‘combined,”’ in gamma 
iron and then cooling, at a rate permitting the carbon to be preserved in solid solution, 
while the solvent is changed from gamma into alpha state. 

3. As has been established by A. Westgren and G. Phragmén,‘ the carbon in aus- 
tenite does not substitute iron atom for atom in.the gamma lattice; consequently, in 
gamma iron, carbon is to be designated as being probably combined, or forming 
radicals, with iron atoms. As for martensite or alpha iron nothing has been definitely 
established, but it seems probable that carbon occurs in the same way. 

4, The hardening of steel being due to forcing a less soluble substance to remain 
in solution, it is necessarily accompanied by strains in the crystal lattice (see note 1); 
on the contrary, the earlier debated strains due to the difference in cooling speed 
between the inner and outer parts of a quenched specimen has no essential influence 
on hardening. 


Hersert M. Boyustont 


1. In my opinion martensite is a mixture of a solid solution of iron carbide in beta 
iron and some alpha iron, probably in the form of troostite. I am inclined to think 
that the dark parts of the martensite needles are troostitic in character, although I am 
not at all sure that the mixture can be resolved into constituent parts except 
possibly under extremely high magnification. 

2. I think the conditions necessary for the formation of martensite are a rate of 
cooling of steel sufficiently rapid to lower the transformation point temperature to 
approximately 300° C. or lower. <A sufficient amount of alloying material with the 
proper rate in cooling might act in the same way but the point of the whole matter 
is, inmy opinion, that the rate of cooling through the critical range, whether it occurs at 
the usual temperatures or at lower temperatures, be rapid enough to retain below 
its normal region the solid solution of Fe;C in Beta iron. 

3. L[eannot answer this. 

4, Idonot know. 


Harry Brearuteyt 


1. Martensite is carbide dissolved or finally dispersed in alpha iron. 

2. Martensite is formed from austenite on cooling from high temperatures when the 
gamma to alpha change takes place in the iron and the medium is too rigid, owing to 
accelerated cooling, to permit the dispersed carbide to aggregate. 


* Director, Metallographic Institute, Stockholm, Sweden. 

°C. Benedicks: Recherches Physiques et Physico-chimiques sur L’acier au Car- 
bone. These Upsala (1904) 202, where it was concluded that martensite is a solid 
solution in beta iron; it being later shown that beta iron probably is alpha iron con- 
taining a definite amount of gamma iron (cf. Jnl. Iron and Steel Inst. (1912) 2, 242). 
Beta has to be replaced by alpha as is also directly established by w-ray analysis. 

* A. Westgren and G, Phragmén: X-ray Studies on the Crystal Structure of Steel. 
Part I. Jnl. Iron and Steel Inst. (1924) 1, 159. 

{| Professor of Metallurgy, Case School of Applied Science, Cleveland, O. 

{t Brown Bailey’s Steel Works, Ltd., Sheffield, England. 
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3. I do not know. 
4. Stresses and strains are important causes of hardening, but I cannot make any 
quantitative estimate of their influence. 


WILLIAM CAMPBELL* 


In reply to your letter of Aug. 17, I am afraid that I do not know enough about 
martensite and the causes of its hardness to make my reply to your question of any 
value. For the last few years I have been teaching Jeffries’ and Archer’s slip interfer- 
ence theory of hardening. However, I do have some difficulty in accepting their 
theory that part of the reason for its hardness is extreme fineness of grain, especially 
after examining a high carbon steel quenched in very high temperature. 

1. Martensite is ferrite or perhaps alpha iron, with a small amount of carbon in 
solid solution, and containing iron carbide in a very fine state of dispersion, and this 
iron carbide is the cause of hardness due to slip interference. 

2. It is formed by the decomposition of austenite at a temperature considerably 
below the lower critical point. 

3. I do not know enough about atomic structure to be able to answer this question. 

4. I do not think that strain plays any material part in the hardening of steel. 


PIERRE CHEVENARD{T AND ALBERT PortTEviInt 


Definition.—Martensite is a solid solution, in which iron is in the alpha condition, 
and which corresponds for a given percentage of carbon to maximum hardness. It 
is a metastable phase of the iron-iron-carbide system. Its composition varies and, 
therefore, its physical properties cannot be numerally defined. 

Micrographical Characteristics.—It is not colored by oxidizing alkaline reagents such 
as sodium picrate, being in this way distinguishable from cementite. It is colored by 
acid reagents such as picric and nitric acid, somewhat like ferrite and austenite but in 
general a little more than ferrite and less than austenite, which distinguishes it from 
the aggregates pearlite, troostite, and sorbite. It is colored by cupric reagents such as 
Stead’s and Le Chatelier’s much less than ferrite. 

The scratch produced by a needle is of minimum width; it cannot be scratched by a 
quenched needle having the same composition as the steel examined, by which it can 
be distinguished from ferrite and austenite. The latter constituent may also be 
distinguished by the presence of slip bands after slight deformation. 

The needle-like appearance frequently mentioned as an essential characteristic of 
martensite is not absolute; on the contrary, it occurs more clearly when martensite is 
not pure, as, for instance, in quenched mild steels (martensite mixed with ferrite), or 
in high carbon steel drastically quenched (martensite mixed with austenite). It 
disappears in eutectoid steel quenched so as to obtain maximum hardness, and made 
up, therefore, of pure martensite. One must distinguish carefully between the 
martensitic state and the martensitic appearance described as needle-like, which is a 
type of structure closely connected with the Widmanstatten formation and which 
occurs whenever a constituent separates progressively from a phase or solid solution 
(especially in all transformations of alloys in which only two phases occur). As 
martensite, however, is very rarely pure, this appearance is frequent, and as it is 
revealed readily by etching, its use is convenient. 

Physical Characteristics—These characteristics can be fully utilized only when 
martensite forms the totality or the major part of thesample. In martensite, carbide 


* Professor of Metallurgy, School of Mines, Columbia University, New York. 
+ Professor, National School of Mines, Saint-Etienne, France. 
t Ecole Centrale, Paris. 
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is in solid solution, iron in the alpha condition, and the density is minimum because 
of the marked expansion taking place when alpha iron forms. Hence the following 
characteristics: 

1. No sudden evolution of heat on heating. 

2. Minimum density; on heating, dilatation nearly equal to that of alpha iron; 
absence oj the Curie Av point of cementite at about 200° C., followed by notable and progres- 
sive contraction resulting from the precipitation of carbide. 

3. Maximum resistivity, depending upon the percentage of carbon. 

4, Ferro-magnetism: Without any Curie Ao point of the carbide at about 200° C. 

5. X-ray analysis: Cubic crystalline system dodecaedric (face-centered cubes) of 
alpha iron. 

Mechanical Characteristics—Maximum hardness exceeding 600 Brinell in ordinary 
steels when the percentage of carbon exceeds .50 per cent. 


CAUSES OF THE HARDNESS OF MARTENSITE 


This question which has already resulted in the flowing of so much ink has never, 
I confess, interested me much. One might as well ask why diamond is much harder 
than graphite and what is the cause of the white or red coloration of phosphorus. 

I have been satisfied with observing some facts and in seeking experimental rela- 
tions which could be defined and measured and which exist between the various 
factors influencing hardening and the results of that operation. I am satisfied with 
the observation that the increase of hardness which results from the presence of 
martensite corresponds to the presence of a constituent the characteristics and nature 
of which do not result in contradictions with known facts. 

Martensite is a crystallized solid solution which forms on cooling through the 
transformation at a low temperature, accompanied by a notable expansion. Hence 
the following internal modifications: 

Maintenance of the carbon in solid solution (physico-chemical modifications). 

Refining of the grains, formation of twins and strains (structural modifications). 

Occurrence of intense internal strains. 

Experience has taught us that each one of these modifications considered separately 
may result in an increase of hardness. In accordance with our tastes and personal 
tendencies, we attribute to some of them a preponderating or exclusive part in the 
increase of hardness. Hence, we have as many theories of hardening as of observed 
phenomena. 

Since until now it has not been possible to measure and to characterize these 
various modifications and their effects it seems to me difficult to test the part of each 
in this increase of hardness. 

For the time being, therefore, these are simply exercises of the mind which have 
some success because they give free play to the imagination. One sees in it a proof 
of the predilection for explanations borrowed from mechanical science. 

It is apparent that for many, because of their tastes and their intellectual training, 
mechanical representations applied to geometrical edifices even complex, satisfy 
their mind more than the application, pure and simple, of the facts. The History 
of Science presents many such examples. According to H. Poincaré, as soon 
as a phenomenon obeys the principles of energy it conforms with an infinity of 
mechanical explanation, 

Summing up, one tries to connect the increase of hardness with other facts con- 
sidered simple because they are observed daily and because habit makes us accept 
them more readily and makes us consider them as fundamental truths. 

As the experimental proofs of the accuracy of these conceptions appear to me for 
the moment difficult to produce, one may define with more or less ingenuity one or 


—— — 
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another explanation while being certain that he will not meet with serious objections. 
One may in this way go on arguing indefinitely, and it is this which for some has the 
charm of diversions which are more metaphysical than physical. 

One remains in the domain of hypothesis. Not that I deny the part of these in 
science, where indeed it is considerable, but they are of real interest only as they are 
fruitful in provoking research, and I seek in vain what has been until now the useful- 
ness of these hardening theories in adding to our knowledge as well as in the progress 
resulting from their application. 


, 


ConpDITIONS OF THE FoRMATION OF MARTENSITE 


Martensite is formed when the transformation on cooling takes place at a low 
temperature without recalescence (point Ar’’). If the external conditions which 
regulate the law of cooling are not modified during cooling, the higher limit of Ar” 
may be placed at about 350° C. It has been possible to observe the formation of the 
aggregate troostite with recalescence at a low temperature (350°) in modifying sud- 
denly the law of cooling through the removal of the sample from the quenching bath 
(interrupted hardening). 

This formation of troostite from austenite with evolution of heat is also observed 
on reheating for tempering certain steels which have been drastically quenched. 
On the other hand, martensite may be formed through the tempering of austen- 
ite during cooling following the separation of carbide on heating (secondary 
quenchings). 

Considering the case of a simple quenching, that is to say, the gradual cooling of a 
steel from a temperature exceeding the transformation temperature on heating, the 
formation of martensite will depend upon the following factors: 

Kind of steel and structural conditions before transformation. 

Temperature and length of heating. 

Rate of cooling. 

The influence of the two principal factors, namely, heating temperature and rate 
of cooling, the other factors remaining constant, may be thus expressed: 

1. For a given temperature martensite is formed when the rate of cooling exceeds 
the critical speed of quenching causing a part at least of the transformation on cooling 
to take place at the low temperature Ar”. 

2. For a given rate of cooling, martensite is formed when the temperature on 
heating exceeds the corresponding critical quenching temperature. This double condi- 
tion may be expressed by the curve characteristic of the quenching of any given steel. 
(See Portevin and Chevenard.) 

The conditions of the formation of martensite resulting from these characteristic 
quenching curves must be modified when the structures are initially coarse or abnor- 
mal, and also in the case of complex laws of cooling. 

Finally, pressure must play a part in the formation of martensite as it does in all 
transformations accompanied by a change of volume. At present, however, the 
importance of these instantaneously developed stresses during cooling, and therefore 
their influence, cannot be measured. This role of pressure seems to be indicated by 
the differences between the critical speeds of quenching of some wires and some cylin- 
ders and also by the occurrence of martensite in the center of the troostitic regions of 


quenched samples. 
MECHANISM OF THE FoRMATION OF MARTENSITE 
The solid solution gamma or austenite may result in two transformations yielding 


two states of different stability, namely, gamma solution into pearlite, troostite, or 
sorbite, and gamma solution into an alpha solution or martensite. 
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The second state is less stable: it is metastable, compared to the first one, and 
therefore can be produced only in case of surfusion. 

The mechanism is entirely comparable to that of the solidification of cast iron 
which may result in a metastable condition involving the formation of carbide of 
iron, and which can take place only in case of surfusion. 

Th applying the Bancroft-Ostwald rule, one may assume that an intermediate 
metastable state is formed, namely, carbide of iron in the graphitic solidification of 
cast iron, martensite in the pearlitic transformation of steel. The direct experimental 
proof, however, of this transitory martensitic stage has not been obtained, and this 
hypothesis is at the time useless. 

The mechanism of this phenomenon, therefore, is in no way peculiar and is in 
accordance with the behavior of metastable states. One should not go so far, how- 
ever, as to apply the intervention of these metastable martensitic states to all the 
quenching phenomena observed in metallic alloys such, for instance, as duralumin. 

3. Crystallographic Structure of Martensite—Not having personally studied z-ray 
analysis, I can only refer to the conclusions of those who have done work in 
that direction. 

4. Influence of Strains.—My opinion on this subject is expressed in my answer to 
question 2. 

I will only call attention to the fact that the hardness resulting from the quenching 
of alloys and which always appears to be correlative with a transformation at a low 
temperature is not necessarily accompanied by an expansion as is the case of martens- 
ite. It may correspond to a contraction (alloys of gold and copper). In dealing 
with hardening through strains, therefore, these two cases should be considered, 
The tensile strength of steel produced by cold working after quenching and tempering 
and by a martensitic quenching, is practically the same in both cases. 

The similarity between the effects of cold working and of martensitic quenching is 
qualitative only in the case of the hardness, the elastic properties, the refining of the 
structure, and the density. It no longer exists in regard to the essential physical 
characteristics of martensite, namely, absence of point Ao, high electrical resistance. 
Moreover, the experimental study of internal strains shows that there is complete 
reversal in their re-partition when the strains created by rapid cooling are compared 
with those resulting from cold working. 

Under those conditions this interpretation can only be satisfactory to those super- 
ficial minds possessed by the demon of analogy. 


P. DrsEAN* 


1, All the tests performed with martensite, such as determination of the dis- 
continuity of ferro-magnetism, dilatation at 210°, x-ray examinations, etc., agree in 
showing that in that constituent iron is to a great extent in the alpha condition and 
that there is no free carbide present. On the other hand, seeing that the decomposi- 
tion of martensite by gradual heating never yields graphite, but solely cementite and 
ferrite, it is logical to infer that martensite is a solid solution of carbide in alpha iron. 

There is one point, however, which should receive our attention, namely, that 
from a microscopical point of view, martensite does not give the impression of a homo- 
geneous constituent. Under very high magnification, one distinguishes clearly a 
needle-like constituent on a clear background. There seems to be two phases. As 
to their nature, several hypotheses may be offered. One might wonder if they are 
not two “solutions” of the carbide FesC, one in gamma iron (austenite), and the other 
in alphairon. It is not impossible, however, that in both solutions the carbide should 


* Director, Testing Laboratory Polytechnic Institute, Grenoble University, 
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be dissolved in alpha iron and that the only difference would consist in the percentage 
of carbide dissolved—in the same way that the solutions camacite and taenite of 
meteoric irons differ only by the proportion of nickel dissolved in the iron. 

All this tends to prove that the mystery of martensite is not yet completely solved. 

In regard to the hardness of martensite, it is probably closely related with its 
method of formation at a low temperature. . F 

2. When steel is cooled from a sufficiently high"temperature the allotropic trans- 
formation of gamma iron (Ars) and the separation of the carbide from the solid solu- 
tion (Ar;) which is a consequence of it, occur at temperatures which are the lower the 
greater the passive resistances. These resistances are increased either by the speed 
of cooling, by the addition to the steel of a certain number of special constituents 
(nickel, magnesium, chromium, tungsten, etc.), or through a number of other causes 
but little known at the present time—such, for instance, as the more or less advanced 
dissociation of the dissolved carbides. 

As the rigidity of the metal increases as the temperature falls, and as the transfor- 
mation at the point Ars as well as that at the point Ar, includes increases of volume, 
a point is reached when the temperature to which the passive resistances have lowered 
these points is too low to permit the normal transformation to take place. They 
are completely or partly suppressed, and the metal is preserved out of equilibrium. 
The difficulty, however, of maintaining it in that state is the greater the lower the 
temperature, because the tendency of the metal to return to a state of equilibrium 
increases as the temperature is lowered. A point is reached, therefore, when although 
the rigidity of the metal is too great to permit the allotropic transformation of the 
iron with separation of carbide, as takes place at the point Arsa1, it is not sufficient to 
prevent a partial return to a state of equilibrium. It is in this way that at about 250° 
(a point which may be designated by the symbol Ar” or by the letter B) the allotropic 
transformation gamma to alpha can take place without obliteration of the solution 
of the carbide. 

3. As I have not taken up the spectrographic study of martensite, by x-rays, I 
have no personal opinion in regard to the positions occupied by the carbide molecules 
in the crystalline structure of alpha iron. 

4. It cannot be denied that cold working and quenching often impart to steels 
very similar properties. It is also probable that the formation of martensite which 
takes place at a low temperature accompanied by an important change of volume, 
produces in the steel tensions of an order comparable to those resulting from cold 
working. One should avoid, however, carrying too far the resemblances between 
these two phenomena. 


G. GRENET* 


1. As I do not know the exact definition of martensite, I do not know the charac- 
teristics by which it can be defined. The experimental fact is that all the very fine 
aggregates to which the name of martensite is given, result from a transformation 
* with change of phase at a low temperature. 

The relation between cause and effect independently of all hypotheses which bind 
the low temperature transformation with the hardness and the fineness of structure is 
the important fact by which hardening is characterized. 

As for the cause of hardness, I must be more reserved. I would be inclined to say 
this: When the elements of a phase are very small the atomic attraction of the com- 
ponents of an element of a phase is noticeable at the center of neighboring elements. 
The distinction between structural equilibrium and physico-chemical equilibrium 
disappears in this way in a continuous fashion as the structure of an aggregate 


becomes finer. 
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This extreme fineness at which structural equilibrium ceases to be distinguishable 
from the physico-chemical equilibrium characterizes, in my opinion, the colloidal 
state, and the term colloidal aggregate is better suited, in my opinion, to the aggre- 
gates designated as martensite than to the aggregates called troostite and sorbite. 

When this extreme fineness is reached, whether the distinct crystallites belong or do 
not belong to the same type, any mechanical action tending to increase the absence of 
equilibrium meets with a great resistance, whence the hardness. 

2 The condition necessary to the formation of a very fine and very hard aggregate 
(martensite) consists in the transformation with change of phase at a temperature low 
enough to make it impossible for the elements set free to reassemble again. This 
temperature varies with different alloys. 

In quenching most steels, the aggregate is formed through the decomposition of a 
phase supersaturated with its two constituents. In hardening copper-aluminum 
alloys rich in aluminum, the aggregate results from the elimination of one element only 
from thesupersaturated phase. It is natural that the appearance of aggregates formed 
in such different conditions should be different. 

3. To those who say that martensite is the alpha phase supersaturated with 
carbon, I generally make the following objection: It is surprising that that phase alpha 
supersaturated with carbon is easier to produce when it contains 1 per cent. carbon 
than when it contains only traces of it. It is also surprising that what leaves the 
solution most readily is iron. 

Without being too affirmative upon this point, it seems to me that it is more logical 
to consider hardened steels as being formed of several types of crystalline elements, 
rather than of only one type. 

It seems to me likely that during the low temperature transformation, the element 
ferrite, which separates in greater mass than the element cementite and which is more 
malleable, crystallizes in larger elements than the element cementite, admitting that 
these elements are formed. The element ferrite, moreover, is already very small and 
one may suppose that the cementite elements are too small to present a number of 
rectilinear planes large enough to permit the character of cementite to be detected by 
x-ray analysis. 

One of the observations which contributes most to create a distinction between 
martensite and other aggregates, and to the consideration of martensite as a homo- 
geneous phase, is that of the discontinuity of the transformation during cooling 
on quenching. 

Taking up again, in a modified form, a conception of Osmond, one sees in that 
discontinuity a separation of two distinct transformations and one of these transfor- 
mations, the one which occurs at a low temperature, corresponds to the formation of a 
homogeneous phase or solid solution. This discontinuity, however, is not confined to 
steel. It may be observed in the rupture of all unstable equilibria. As many dis- 
continuities as one wishes may be observed by adopting a suitable law of quenching 
and also in many cases (especially with carbon steels) continuity may be observed. 

4, I have formerly attributed the hardening to a congenital cold working of the 
elements set free in the metal in a non-malleable matrix and at the same time I have 
indicated the possibility of the influence of the fineness of the structure. I am today 
inclined towards the latter hypothesis. There exists, however, between the quenching 
phenomenon and the cold working phenomenon a very sharp parallelism. 

Hardening by quenching takes place only if the transformation temperature is low 
enough and therefore the metal lacking enough in malleability to prevent the elements 
set free from reassembling. 

Hardening by cold working takes place only when, at the temperature at which the 
metal is deformed, it is sufficiently deprived of malleability to prevent the disorgan- 
ized and dispersed elements to reassemble. 
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Lron GumImnuet* 


1. Martensite seems to me to be alpha iron plus some gamma iron containing 
carbon in solution. The very small size of the constituents explains the hardness. 

2. In order that martensite be formed in an alloy, a eutectoid must be present and 
the speed of cooling must be sufficient to lower the transformation point to about 
350° C. One may, therefore, regulate accordingly the quenching temperature or the 
quenching bath. 

3. No answer. ; 

4. Strains play a very small part in quenching. 


Srr Ropert Haprretpt 


1. Martensite (martensitic structure) is believed to be a solid solution of carbon or 
carbide of iron in alphairon.’ Sufficient evidence does not seem to have been accumu- 
lated that would enable anyone to determine definitely what is the cause of the hard- 
ness of martensite (martensitic structure), or whether the carbon, when in solid 
solution, exists as atoms of carbon or molecules of Fe3C. 

2. The condition necessary for the formation of martensite (martensitic structure) 
is that the liberation of internal energy should be partially suppressed, and this is 
achieved by causing it to take place at a lower temperature than when it is allowed to 
take place freely. 

The mechanism of this formation is not fully known, but appears to be connected 
with movement along the cleavage planes of the allotriomorphic crystals. 

3. As to the position of the carbon in the space lattices the evidence does not 
seem to be conclusive. 

4. Cases are well known in which stress alone, resulting in strain but without 
alteration of lattice, is sufficient to produce a considerable increase in the ball hardness 
of certain steels. On the other hand, it has not been conclusively determined whether 
the presence of strain is always a necessary condition of the hardening. 


W. H. Hatrieipt 


1. As regards the nature of martensite and the cause of its hardness, I should 
answer that my belief is that the essential characteristics of martensite are, firstly, 
that it is intensely hard, and secondly, that it is largely a solid solution. It would 
appear that the cause of its hardness is due to the fact that it is essentially, though not 
completely, a solid solution. One outstanding experiment of my own, which I never 
published, consisted of taking a heating curve of the hardened state of steel by the 
differential method. It is very difficult experimentally to determine exactly the rela- 
tive amounts of heat evolved, say, in cooling a carbon steel reasonably slowly through 
the critical point and the amount of heat evolved on heating a hardened piece of the 
same steel. My attempt, however, to make this comparison, put me in the possession 
of the knowledge that on heating hardened steel there is an evolution of heat approxi- 
mately of the same order as the evolution of heat when normally passing through the 
carbon change point. This is, therefore, a fundamental fact of very considerable 


* Director, Ecole Centrale, Member of the Institute of France, Paris, France. 

{ Sheffield, England. a . 

5 It will be noticed that in giving the answer to question 1, alpha iron is mentioned. 
This is necessary as the distinction between martensite (martensitic structure) and 
austenite, or austenitic structure, is that between alpha and gamma iron, as confirmed 
by the z-ray methods of Sir William Bragg. 
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importance, and it does mean that any modification that has been wrought in the solid 
solution condition existing at high temperatures by the sudden quenching, although 
still existing in the solid solution state, has, from the physical chemistry point of view, 
been of a much less magnitude than is held by many people in considering this question. 
The very considerable evolution of heat to which I have referred, which occurs during 
the heating of hardened steel, suggests the preservation of the solid solution state 
existing at high temperatures before trapping, but against this deduction one has to 
apply the more important fact that martensite is definitely magnetic, whereas the 
gamma solid solution is non-magnetic. We also have to place along with this latter 
fact the recently determined x-ray observations which suggest that, according to this 
method of attack, the iron in hardened steel is in the crystalline form associated with 
the alpha phase. 

The magnetic characteristics of martensite, while in themselves not necessarily 
indicating the alpha phase, must be taken to do so when supported by the results of 
x-ray crystal study. It would, therefore, definitely be deduced from the above that 
from the evolution of heat given up by the martensite it is a solid solution, and from 
the other evidence, that it is a solid solution in alphairon. It is, however, clear that 
such a deduction simply corresponds to our present state of knowledge. 

As regards the cause of the hardness, I am led to the view that if the martensite 
were a simple solid solution it would not possess its great hardness, and it well may be 
that it is not a simple solid solution, and that, owing to its being only a metastable 
phase, if indeed it can be considered a phase, the arrest of a transformation before 
completion may, and indeed almost certainly will, result in a great internal stress and 
extremely small crystal structure. I should, therefore, put down the hardness of 
martensite as being due to a combination of internal stress and very small crystal 
structure. 

2. The condition necessary for the formation of martensite is that the steel shall be 
heated above the temperature at which the carbide goes into solution and shall then be 
cooled at a critical rate. Carbon steels do not, within my experimental experience, 
lend themselves for a proper study of the formation of martensite. The change from 


the solid solution, once it begins to take place, is very rapid. If, however, other 


elements are added to the steel, the change from the solid solution takes place more 
slowly, although it is somewhat begging the question to consider, as we do, that a 
strict analogy may be made between a steel heavily charged with other elements and a 
plain carbon steel. If, however, we agree that it is correct to work by analogy, then 
undoubtedly there are steels such as high chromium steels and the high nickel steels 
the result of the quenching of the solid solution of which, leads to the production of om 
extremely ductile condition of the steel which is in no sense hard. Such quenched 
conditions of alloy steels do, under the x-ray method of attack, give evidence that 
their crystal structure is dissimilar to that of the alpha phase. Also, and here I 
would refer you to an article of mine which will appear in the Metallurgist, tne supple- 
ment to the Engineer, this autumn, probably in September: this soft gamma state of 
alloy steels will, under a cold-work effect, be converted into a cystalline condition 
identical with that of alpha iron. It is also a fact that such alloy steels, after quench- 
ing in a solid solution condition, will, on tempering at gradually ascending tempera- 
tures, yield a hardness, which, if it cannot be considered equivalent to the hardness of 
a characteristic martensite, undoubtedly approaches in that direction and thus yields 
the alpha phase. From these observations you will see that my deduction is that 
martensite is the mtermediate product between the real solid solution existing at high 
temperatures and the ultimate soft condition of the alpha state. 

With regard to the mechanism of the formation, I think it is to be inferred from 
what I have already said, that the actual mechanism can be described as an arrest in 
the transformation of one phase to another as discussed under question 1. 


— = 
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3. This question takes one much further into the realms of theory than the fore- 
going but I should emphatically state that it is my opinion that the carbon is in solu- 
tion as carbide, FesC or some chemical equivalent. I do not think I will go to the 
length of explaining why, but it is quite clear that if carbon is placed in contact with 
iron at elevated temperatures, FesC is formed: that is a definite and established fact. 
When carbon separates out of solution it falls out as FesC, and I would refer you to 
a paper of mine in the Proceedings of the Royal So¢iety, Vol. 85, 1911. This is my 
understanding of the matter. I am well aware that this subject in itself may be dis- 
cussed at great length and that a very good case could be made in the opposing direc- 
tion. Having asserted that I believe the carbon to be in solution as Fe;C, it is then 
necessary, to answer your question, that I describe how the atoms of the carbide 
molecules should be placed within the crystal. Here I must confess that much as I 
have endeavored to familiarize myself with the space lattice arrangement of the 
atoms, I have not yet obtained from the pure physicists an adequate conception of 
the possibilities in this direction. In the first place, one must obtain a much more 
familiar knowledge of the atom itself before one’s conceptions can take definite shape. 
However, if one again accepts, and I believe one is entitled to do so, the view held 
by physicists on this particular aspect, it might be reasonable to assume that the iron 
atoms of the carbide aggregate tend to take up positions on the normal space lattice 
of the iron, the carbon atoms being probably situated inside the normal space 
lattice of the iron atoms. 

4. I have already said that I think that the internal stress, and probably also 
permanent strain effects resulting from quenching, play a very important part in the 
production of the hardness, and this, in my opinion, is confirmed by the fact that a 
martensitic condition of steel, if tempered at a low temperature, 7.e., a temperature 
below that at which, so far as we know, the constitution can be modified, the hardness 
becomes less and the ductility greatly increased. ; 


SAMUEL L. Hoyt* 


1. My opinion of the nature of martensite is practically as given in the Hanemann- 
Schrader paper of 1925. The hardness is due to the phase of about 0.9 per cent. 
carbon in which the carbon and iron are in forced solution or combination. The 
high mineralogical hardness would be due to the new interatomic bonds which are 
thereby set up. 

2. Martensite forms when austenite is quenched sufficiently rapid to retain the 
gamma iron solid solution down to about 300 to 350°C. At that temperature austen- 
ite changes to what we call martensite. The mechanism is about as given by Hane- 
mann and Schrader. 

3. After calculating the number of atoms of carbon which may replace the iron 
atoms in the body-centered cubic lattice, and given the density and lattice parameter, 
as measured, my opinion is that a 0.9 per cent. carbon martensite has about half 
its carbon atoms in the lattice and the other half of its carbon atoms in the interstices. 
No cause for such an atomic arrangement is known to me and it may be found later, 
contrary to this picture, that the distribution is simple. 

4. Due to the fact that hardening involves an appreciable volume change, I believe 
that strains must play an important rdle in the process through the pressure effects 
which they will set up. If the pressure distribution were known, the effect would 


be that predicted by applying the principle of Le Chatelier. 
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awa 
Koraro Honpa* 


1. Martensite is a solid solution of carbon in alpha iron, or atomistically expressed, 
it has a body-centered cubic lattic as in ferrite, but with carbon atoms in the interspace 
of the lattice. 

2. From the viewpoint of the z-ray analysis, the A; transformation in steels 
consists of the changes: 


A solid solution of carbon in y-iron — a-iron + FesC; 


or, iron atoms of gamma solid solution first change their configuration from a face 


aR, ea 


Fie. 10.—D1IAGRAM SHOWING POSITION AND DISTRIBUTION OF CARBON ATOMS IN 
BETA MARTENSITE, 


centered into a body-centered cubic lattice, carbon atoms being still in the interspace 
between the atoms, and then the separation of carbon as the cementite from the solid 
solution follows immediately. Or, symbolically expressed: 


vy solid solution — a solid solution — Fe + Fe;C. 


That is, the Ai transformation consists in its process of: 
austenite — martensite — pearlite. 


During a very rapid cooling, such as quenching in water, the first change from 
austenite to martensite is so far retarded that it begins to take place at a temperature 
below 300° C., and when this change is completed, the specimen which is subjected to 
this treatment is nearly at room temperature, and hence the second change from 
martensite to pearlite cannot take place owing to the great viscosity of the specimen 
at room temperature. ‘Thus the martensite can be obtained by quenching the steel 
in water. 

3. Recently it is confirmed that there are two kinds of martensite, which can be 
tempered at two different temperatures, about 180° and 340°; the one (alpha) is more 
easily etched than the other (beta). 

Carbon atoms in beta martensite very probably have their position in the center 
of the face of an elementary cube, distributed here and there according to the law of 
probability, as shown in the annexed Fig. 10. On the other hand, carbon atoms in 
alpha martensite have probably their position midway between a corner and the 
body-center in the diagonal of the unit cube, also scattered at random here and there 
according to the concentration of carbon. This position is not so stable as that above 
referred to; that is, alpha martensite is less stable than beta martensite. These con- 
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figurations of carbon atoms behave themselves like diagonal supporters in a square 
framework, giving to the lattice-building a great strength as a whole, which explains 
the real meaning of the so-called “hardening carbon.” 

4. Undoubtedly the martensite is undergoing a great internal stress, and hence 
the natural hardness of martensite is increased by the stress as in the case of cold-work. 
It is estimated that the increase of hardness due to the internal stress does not exceed 
150 in Brinell scale. Also the fineness of martensite crystals increases the natural 
hardness of martensite. By ‘natural hardness” we understand the hardness of a 
single martensite crystal, which does not undergo any stress. According to my view, 
at least 2g of the great hardness of martensite (650 in Brinell scale) is due to the 
effect of the hardening carbon as explained above, that is, carbon atoms present in 
the interspace of the lattice. 


ZAY JEFFRIES* 


1. [believe that freshly formed martensite in carbon containing steel is fine grained 
ferrite, crystallizing with a body-centered space lattice, in which the carbon is largely 
atomically dispersed, and that the hardness is due principally to the grain refinement 
but partly to the carbon. In aged or tempered martensite the carbon may be partly 
or even largely associated to form myriads of minute particles of iron carbide partly 
within ferrite grains and partly at grain boundaries. The maximum hardnegs will 
probably occur at a certain stage of association of the carbon. 

2. I believe the main condition necessary for the formation of martensite in carbon 
containing steel is the suppression of the transformation temperature of austenite by 
certain combinations of alloying elements and rates of cooling, to a temperature range 
within which the face-centered cubic space lattice of austenite can change to the body- 
centered cubic space lattice of ferrite independently of the iron carbide formation. 
While the mechanism of this change from austenite to martensite is very imperfectly 
understood, it seems probable that the transformation begins from many centers and 
the main change occurs by the progressive growth of the ferrite from these many 
centers. The austenite would of course decompose at the surfaces of the ferrite grains. 
Only a slight shift in the atoms is required to produce this change. The carbon would 
be largely trapped in substantially the same distribution in which it existed in the 
austenite. The carbon atoms can diffuse slowly at room temperature and more 
rapidly at higher temperatures. A small amount of iron carbide could form simul- 
taneously with the austenite transformation. The rate of diffusion of the carbon is 
so slow that the carbide formation is not completed except after very long aging at 
room temperature, the time becoming shorter the higher the temperature. 

3. I believe that such carbon as remains in atomic dispersion in the ferrite is prob- 
ably in between the space lattice points. I do not believe that FesC is in solid solu- 
tion in the ferrite. 

4. I believe internal strains play an important part in the hardening of steel chiefly 
because of the volume changes accompanying the transformations; 7.¢., strains 
determine in part to what extent the main transformation takes place. I do not 
believe: that internal strains have any important direct bearing on the hardness of 
steel. If there is any effect, internal strains would probably decrease rather than 


increase hardness. - 
H. Le CHateviert 


1. The hardness of martensite is a specific property of that solid solution similar 
to the hardness of bronze containing 20 per cent. of tin. I do not know of any 
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previous observation by which this hardness can be explained. Solid solutions of zine 
in copper are not hard while those of tin in copper are hard. Silicon is a soft 
substance but when it is combined with oxygen it yields a very hard substance. In 
the same way, when alpha iron dissolves carbon, it hardens, while gamma iron 
behaves differently. One must not try to explain everything. 

2. In order to produce martensite the solid solution austenite which is stable at 
a high temperature must be cooled rapidly enough to a temperature at which separa- 
tion of the carbide from the solid solution cannot take place, 7.e., below 200° C. for 
ordinary carbon steel, and to a higher temperature for chromium and tungsten self- 
hardening steels. 'The temperature, however, should not be so low as to prevent the 
return of the gamma iron to the alpha stage. Cooling therefore must be rapid 
down to a temperature comprised between two limits depending upon the composi- 
tion of the steels. Above this temperature zone pearlite is produced or some transi- 
tion constituent such as troostite. Below that zone, austenitic steel results. This 
contains gamma iron and is non-magnetic. 

3. Ihave no opinion in regard to the condition of the carbon in martensite. There 
is no experimental method by which the condition of substances in solution can be 
ascertained. In the case of salts dissolved in water as, for instance, sodium sulfate, 
some believe that it is the solid salt, others that it is a mixture of hydrates, and still 
others that the salt no longer exists, having been decomposed into ions. It is a ques- 
tion of sentiment. In this case, my sentiment is that carbon exists as cementite 
because it is under that form that it separates from its solution. 

4. I have never studied the lattice structure of iron and have no opinion on that 
subject. 

5. I do not believe that strains can play any role in the hardening of steel. 
When the stresses are uniformly applied to a metal in such a way as to prevent any 
deformation, no increase of hardness results, as this depends solely upon the extent of 
the deformations. Since the stresses which may occur when gamma iron changes to 
alpha are not accompanied by deformation, they cannot be a cause of hardness. 


H. H. Lester* 


1. It seems to me that martensite may be defined as an aggregate of small dis- 
torted iron crystals, which crystals may represent a solid solution of iron and carbon. 
The crystals are usually those of alpha iron, but gamma iron crystals may be present 
and may even preponderate in rare cases. Carbon atoms or other foreign atoms seem 
to be essential. Their presence in the iron crystals serve to distort those crystals and 
probably serve also to retard crystal growth. The hardness of martensite seems to me 
to be due to the combined effects of small crystal size and warped crystal planes in 
preventing slip along atomic planes. 

2. Conditions necessary for the formation of martensite are the presence of foreign 
atoms in excess of the amount that would form an unsaturated solution with the iron 
at ordinary temperatures and a rapid cooling rate from a‘point where the foreign atoms 
are held in unsaturated solution to a point where the solution would be supersaturated. 
Conditions that are peculiarly helpful and that are present naturally where martensite 
is formed with the presence of carbon are the presence of an allotropic transition point 
and a higher solubility for carbon in the allotropic form corresponding to the higher 
temperature. Martensite is then formed by a rapid cooling through the gamma-alpha 
transition point. The mechanism of formation consists essentially in the formation of 
a supersaturated solid solution. The crystals of the solution are small, but not 
necessarily smaller than a critical size that permits the obtaining of sharply defined 
x-ray crystal spectrum lines. 
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3. Iregard the martensite with which most of us are familiar to be a solid solution. 
I think that the carbon atoms occupy positions near to, but not necessarily on lattice 
points of the alpha iron crystals. It seems probable that each carbon atom may be 
associated with three adjacent iron atoms, the four atoms replacing four iron atoms 
and occupying positions near to, but not on lattice points of the alpha iron crystals 
and forming in effect a molecule of iron carbide. om this view we obtain that the 
solution is a molecular dispersion of iron carbide in alpha iron, and differs but little 
from an atomic solution of carbon in alpha iron. 

4. If strains be taken as displacements of atoms from positions of stability 
then strains within the crystals may be regarded as one of the two principal 
factors in the hardening of steel, the other being the smallness of the crystals. In this 
the strains measure the distortion within the crystals; the distortion and not the 
strain may be regarded as the primary cause of the hardness. : 


Francis F. Lucas* 


1. In my opinion martensite is a decomposition of austenite along the octahedral 
crystallographic planes. That martensite is not a solid solution seems to be true 
because more than one constituent is visible under high magnification. Martensite 
responds strongly to two dissimilar etching reagents, picric acid and boiling sodium 
picrate, one of which etches ferrite readily but does not attack iron carbide and the 
other which stains iron carbide but does not etch or stain ferrite. Neither reagent 
seems to have appreciable effect on austenite under the same etching conditions. The 
sodium picrate usually stains austenite a straw yellow. 

The particle size of the ferrite and the carbide constituents present in martensite 
seems to be bordering just on the range of present microscopic vision and it is possible 
that these particles either singly or in groups may be resolved by methods yielding a 
higher degree of resolution than heretofore employed. 

The conclusion seems justified that iron carbide must be present in martensite and 
it is my opinion that the iron is probably present in the alphastate. The carbide must 
be present in a highly dispersed condition. The uniformity of thestructure of martens- 
ite indicates a regular and an orderly procedure in its formation. Deep etching 
does not develop etching pits but does bring out either a mottled appearance or a 
mother-of-pearl coloration. When this coloration is present the structure is found to 
be laminated. The lamellae are continuations of the crystallographic planes inher- 
ent in the austenite. Multiple twinning frequently is found to occur in martensite 
along these crystallographic planes. 

No evidence has been found that a plain carbon steel may become fully marten- 
sitic. The structures at high powers are seen to consist of austenite and martensite 
but more often of austenite, martensite and troostite, sometimes of even lower orders 
of decomposition. rh 

Martensitic needles have never been found to cross grain boundaries or twinning 
planes, 7.¢., each needle is contained within a zone of uniformly oriented austenite. 

Each needle has a midrib or vein which etches more deeply with picric acid than 
does the rest of the needle. The presence of a midrib in the martensitic 
needle seems first to have been discovered by Osmond. It is almost always a straight 
line and in my opinion marks the path in the crystallographic plane along which 
decomposition from austenite to martensite first took place, 1.€., it is the first metal 
transformed. Since decomposition to lower orders is progressive unless arrested, 
these midribs or veins, in my opinion, indicate that the first transformed material has 
had time enough during the quenching to undergo secondary transformation form- 
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ing troostite so that the midribs of the martensitic needles when they appear are 
really troostite and the outer parts of the needle are martensite. 

In my opinion the hardness of martensite is due to the presence of iron carbide 
in a highly dispersed condition. 

2. In my opinion the evidence to date seems to indicate that martensite is formed 
at a high temperature rather than at a low temperature. Drastically quenching an 
iron carbon alloy (C. 2.65 per cent.) results in austenitic grains containing a few 
needles of martensite—no other constituents are present in the grains selected which 
can be recognized under the highest powers of the microscope. ‘Tempering at 200° C. 
for a long time does not result in the development of more needles within the grains. 
It does cause the needles to decompose in part or in their entirety to troostite. The 
austenite also undergoes some decomposition of a troostitic nature. The microscopic 
evidence seems to indicate that if a given iron carbon alloy is quenched drastically the 
martensitic needles are feather-like acicular needles, i.e., more perfectly formed, and 
less troostite is present. If quenched from a lower temperature in a less drastic 
manner than in an ice and brine solution, the martensitic needles are not long, tapering 
and well-formed, but are quite broad and of rather indistinct outline. The structure 
also contains much troostite in small particles. It seems to me that martensite is 
formed by the first shock of quenching. 

3. Ido not believe martensite to be a solid solution. 

4. Practically an unimportant one. Strains, in my opinion, are an effect of hard- 
ening rather than a cause. 


Joun A. MatHEews* 


I consider martensite as a solid solution, but whether of carbon or carbide I am not 
yet certain. There seems to be two ways by which martensite could be produced. 
One by quenching from a temperature above the critical and the other by cold work. 
During the quenching operation most of the austenite is converted to martensite, if 
not all. In the case of cold work on austenitic steels, it has been shown that the 
austenite is directly converted into martensite under stress. Therefore it seems 
to me that in addition to Jeffries’ theory, stress does play some part but not a promi- 
nent part. 


A. McCancert 


1. Martensite, in my opinion, is an enforced solution of carbon in a mixture of 
alpha iron and gamma iron, but in which the alpha iron is largely predominating. On 
quenching there is a critical rate of cooling which varies with the composition of the 
steel and allows the change from gamma iron to alpha iron to take place, but does 
not permit of the carbon coming out of solution. Consequently, the normal alpha 
iron space lattice is distorted, owing to the presence of the carbon atoms, and the 
hardness of martensite is a consequence of this state of distortion. 

2. The conditions necessary for its formation are the presence of carbon in solution 
in a region of temperature where gamma iron is stable, and a rate of cooling from this 
state to normal temperatures which exceed the critical rate of cooling explained above 

3. I believe that the carbon atoms exist at the center of unit cubes of eight fron 
atoms and replace the center iron atom in the normal alpha iron lattice. 

4, Strains take no part in the hardening of steel. 


* Vice President and Metallurgist, Crucible Steel Co. of America, New York. 
} The Clyde Alloy Steel Co., Ltd., Motherwell, England. 
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I believe that martensite is the first stage in the decomposition of austenite, and 
that the bulk of the evidence indicates that it is the beginning of a decomposition of 
the solid solution of carbon and gamma iron. I believe that its hardness is caused by 
internal stresses within the crystal which prevent intracrystalline slippage. 

I take it for granted that the conditions necessary for the formation of martensite 
are the cooling of austenite through the range of its ae decomposition at a rate so 
rapid that complete decomposition cannot occur, but yet not quite rapid enough to 
prevent any decomposition. It seems to me that the mechanism of the partial 
decomposition must consist in a change from gamma iron to alpha iron and a separa- 
tion of this alpha iron from solution. I do not know any evidence as to whether the 
change from gamma to alpha precedes the separation from solution, but I should 
assume that the change from gamma iron to alpha iron would be the first step in the 
decomposition, both because there would be no tendency to separate from solution 
unless the iron were changing into the alpha state, and second because the change from 
gamma to alpha is evidently a much more rapid one than the separation of iron from 
solid solution, as evidenced by the fact that cooling is not rapid enough to bring 
pure gamma iron to atmospheric temperatures, but it is comparatively easy to 
bring a proportion of solution to atmospheric temperatures by rapid cooling. 

You ask whether I believe that the solid solution is of iron with carbon, or of iron 
with cementite. I have no opinion on this question and have used the general term 
of iron with carbon, without intending to indicate thereby any prejudice against a 
belief in a solid solution of iron with cementite. 

I believe, in a general way, in the evidence given by the x-ray spectrometer, but I 
can not agree that the results can be interpreted with sufficient definiteness and 
accuracy to indicate what positions the atoms of the different elements occupy in 
the space lattice. It seems to me that the z-ray spectrometists overlook the com- 
plicated nature of the atom as indicated in the electron theory of matter. 

T believe that strains existing in the interatomic bonds within the space lattices are 
chiefly responsible for the inflexibility which I associate with the hardness of steel. I 
believe that the bonds are under such stress that they have not the elasticity to permit 
deformation without rupture. ‘The slip interference theory for the hardness of over- 
strained metals seems to meet that particular type of hardness only to a limited extent. 


F. C. THompsont 


1. Martensite is a supersaturated solid solution of carbon and iron carbide in alpha 
iron, together with, under normal conditions, a certain amount, probably small, of 
unchanged austenite. It is not uniform in composition, the needles being of different 
carbon content from the rest of the mass. They are probably lower in carbon than the 
matrix. It is formed by needles of alpha iron containing carbon forming from the 


‘austenite under the action of the stresses set up in the process of quenching. ‘These 


needles are not twinned gamma iron but are probably to some extent pseudomorphic 
after the latter. The hardness is due to several factors. In the first place the needles 
formed act as strengthening scaffolds throughout the mass. Secondly, there must be 
an appreciable amount of distortion of the space lattices which will also increase the 
hardness. And, finally, I do not see how there can but be severe internal stresses which 
will also have the same effect. 

Even where needles cannot be seen IJ still think that they are present, perhaps on 
an ultra-microscopic scale. The law of mass action appears to me to demand that 
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both free carbon and iron carbide should be present in solution. The tem- 
pering properties also seem to me to be compatible only with the view that some 
austenite, or perhaps more strictly speaking gamma iron, is normally retained. 

2. The conditions necessary for its formation appear to me to be limited to the 
single condition that the rate of cooling should be greater than a certain critical value. 
The mechanism of the formation is the gradual production of needles of a supersatu- 
rated solution of carbon and carbide in alpha iron along the octahedral planes of the 
original austenite. These are of lower carbon content than the original austenite, 
which latter must, therefore, become richer in carbon as the processproceeds. ‘The 
volume change due to the change from gamma to alpha iron will cause internal stresses 
and strains of a gradually increasing magnitude. 

3. All that I think can be definitely said at the moment is that the carbon atoms 
rest in between the iron atoms. ; 

4, Already answered. Hardening cracks are the best evidence for the existence of 
very severe internal stresses approximating to the tensile strength of the material. 


DISCUSSION 


J, JEFFRIES AND R. S. ArcHeEr, Cleveland, O. (written discussion).— 
The members of the Institute are indebted to Prof. Sauveur for his com- 
pilation of current opinion on the hardening of steel. Quite aside from 
any possible value in the establishment of scientific truth, ’such a digest 
can not but be interesting, and will probably be still more interesting in 
retrospect “‘thirty years later.’ 

There is, of course, only one correct answer to the question, and it 
should be the object of all scientists to ascertain this answer. It is not 
anticipated that all the details of this problem will be worked out for many 
generations. It is important, however, in these studies to hold the 
ground which science has already won, to provide a sound foundation 
for further investigation, and to thus progress toward an even better 
understanding of the hardening and hardness of steel. 

It seems probable that much ground would be lost if certain of the 
views put forward in the present paper were given the weight ordinarily 
accorded Prof. Sauveur’s conclusions. His ideas on the sequence of 
changes in the hardening and tempering of steel, his conception of troost- 
ite, and his views on beta iron as a factor in hardening are at variance with 
the great mass of existing evidence. In fact, he makes no attempt to 
reconcile his views with the conflicting evidence. 

The writers were interested in Prof. Sauveur’s ‘clear anticipation” of 
the slip-interference theory of hardening, as stated in his paper. (See 
page 874.) In preparing their statement of this theory‘ the writers availed 
themselves of the results of many previous investigations, the most funda- 
mentally important of which were carried out within the last 30 years. 
If there is any merit in this statement, the credit is due to the entire body 


°Zay Jeffries and R. 8. Archer: Slip-interference Theory of the Hardening of 
Metals, Chem. and Met. Eng. (June, 1921). 
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of scientific men whose work has made the generalization possible. The 
establishment of truth is, however, a more important objective than the 
apportionment of credit. 

It is not desired to detract in any way from Prof. Sauveur’s splendid 
pioneer work on the hardening of steel, but the writers would like to point 
out that, his theory of hardening of 1896 ag’ given on page 874, is not in 
pee dane, with their own. The slip interference theory in part rests on 
the following fundamental postulates: 

1. The hardness and strength of even it hardest alloys depend 
primarily on the high inherent cohesion of the atoms of the predominant 
metal. 

2. Metals are commonly soft because of the existence of planes of 
potential slip which render impossible the realization of this inherently 
great cohesion. 

3. The hardening and strengthening of metals by any of the known 
methods may be considered as due principally to ‘‘slip-interference.”’ 

Prof. Sauveur’s explanation of 1896 involves the older conception that 
iron is inherently soft, so that the hardness of hardened steel must be due 
to the presence of some material which is itself very hard. In fact, he 
supposed that it was necessary for the soft iron to be surrounded ‘‘on all 
sides” by the hard cementite. There was naturally no mention of the 
fundamentally important slip mechanism of deformation, since this was 
not discovered until after 1896. 

The problem of the hardness of hardened steel is now one of evaluating 
the various factors which may increase resistance to slip. This evalu- 
ation must rest, of course, on a true conception of the constitution of 
hardened steel. 

During the last few years considerable progress has been made in 
quantitative estimates of the slip-resisting factors in both ferrous and 
non-ferrous metals and alloys. At the present rate of progress a still 
better understanding of hardened steel can confidently be expected in the 
near future. The writers can hardly agree with Prof. Sauveur that the 
progress of the last 30 years “does not constitute a very material advance 
if advance at all.” 


S. L. Hoyt, Schenectady, N. Y.—I should like to associate with Dr. 
Jeffries and Mr. Archer in expressing appreciation of this contribution of 
Prof. Sauveur, but time is limited and I will proceed to a few remarks. 

I notice that Prof. Sauveur lays emphasis on the phase rule and its 
requirement as applied to the study of the constitution of steel. In that 
connection I would interpret Prof. Sauveur’s paper as assuming four 
phases to be in equilibrium at the pearlite transformation point; the first 
being austenite; the second, troostite; the third being iron of the pearlite, 
and the fourth iron carbide of the pearlite. But the phase rule shows 
that four phases are not possible under conditions of stable equilibrium. 
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Prof. Sauveur indicates in his diagram that they do not occur 
simultaneously, but if we have stable equilibrium, the phases present 
during equilibrium must co-exist. I would like to hear if Prof. Sauveur 
feels that separating these phases in the diagram eliminates the 
disagreement with the requirements of the phase rule. 

We also have further evidence which to my mind shows that these 
phase relationships are different from what Prof. Sauveur assumes: First- 
ly, pearlite has been shown by Col. Belaiew to form on octahedral planes 
of a face-centered cubic lattice. According to Prof. Sauveur’s descrip- 
tion, pearlite would form in a body-centered lattice. Secondly, pearlite 
which forms from troostite, is known to be granular pearlite, but the pear- 
lite which forms on slow cooling is lamellar pearlite. Consequently, these 
two experimental facts are opposed to the conception Prof. Sauveur has 
presented. 

The general disagreement among metallurgists to whom the paper was 
submitted indicates that something rather fundamental is still lacking 
and as if we did not have the proper fundamental conception of 
the constitution of quenched steel. 

Last fall in Cleveland I had the pleasure of reading a paper by 
Hanemann and Schrader which dealt with the subject and presented an 
entirely new viewpoint. Since reading that paper, the metallurgical 
colloquium at the Research Laboratory has made a study of the paper, 
and it appears to us to be inherently sound, and offering a very valuable 
viewpoint from which to consider the constitution of steel. This is to be 
published in the February number of the Transactions of the American 
Society for Steel Treating, and it seems to me that those interested in this 
question can study this paper with a great deal of interest and profit. 


J. AurxanpeR, New York, N. Y. (written discussion).—Prof. 
Sauveur’s paper is most welcome, not only to metallurgists, but also to 
those lesser breeds of scientists without the law of metallurgy who dare to 
look from their own angle at so highly a disputed question as that of the 
hardening of steel. His 1896 paper on this topic registered direct hits in 
two important particulars: 1, that fine dispersion is a vital factor in the 
hardness of martensite; 2, that the details of its structure are so minute, 
that even the highest magnification gives little indication of its chem- 
ical composition or structural character. (Parenthetically, I may ob- 
serve that the colloidal zone begins just about at the limit of 
microscopical resolvability.) 

Metallographs, like biological slides, even in what they do show, may 
often exhibit artifacts consequent on the treatment of the specimen; but 
in any event, they fail to reveal the important submicroscopic structure 
of the material involved. The a-ray spectrometer, in jumping from 
dimensions measured in microns to those measured in Angstrom units, 
leaps over the colloidal zone lying between; and while it can tell us much 
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about the space lattice of crystals, is not determinative of the size or dis- 
tribution of sizes of the very crystals into whose inner structure it prys. 


THE Zone or Maximum CobLuorALity 


Metallurgists are facing in their own field what chemists and physicists 
are still fighting over—the lines of demarcatiof between solution, colloidal 
solution and suspension. If we could but apply the ultramicroscope to 
metals, as has been done with solutions, colloidal solutions, suspensions 
and even solid soaps, glasses and pyrosols (Lorenz), much evidence now 
hidden would be brought to light. Just in this neglected area we have 
what I termed the zone of maximum colloidality, and what Merica and 
Jeffries and Archer called critical dispersion. 

The fact that 8. U. Pickering was able to make extremely stiff masses 
by the mayonnaise method of emulsifying finely soap water and kerosene, 
indicates that degree of dispersion with its tremendous release of surface 
forces, rather than ‘‘keying effect” is a critical factor in hardening; for 
soap water and kerosene can hardly act as keys. Similarly, the firmness 
of putties made by mixing a definite weight of oil with like weights of any 
inert mineral ground down to varying degrees of fineness, will increase in 
proportion to the fineness of the grinding—the zone of maximum colloidal- 
ity, which approaches that of true solution, is not as a rule reached in 
this fashion. 

Sweeping aside, as the shadow, all such apparent differences in 
answers to the questionnaire as are due to variations in nomenclature, 
scope of definition or confusion of effect with cause, and visualizing the 
material phenomena beneath, it seems to me that most of the metallurgists 
consulted believe that fineness of dispersion is a dominant factor 
in hardening. 

A return to first principles might be aidful, since there is no reason to 
believe that metals are exempt from the general laws of nature. There- 
fore let us first consider the basic meaning of “‘hardness”’ and the methods 
whereby it is measured. 


HARDNESS 


Concisely, “hard”? means not easily scratched; “hardness” means 
resistance to scratching, indentation, or abrasion. Hardness is usually 
determined by forcing, under pressure, against or across the object being 
tested, another hard object, and noting the nature of the scratch or dent, 
if any. Mineralogists use Moh’s table comparatively. This begins 
with tale and ends with diamond, the standard minerals being mainly 
definite chemical substances possessing a definite space lattice. Over- 
looking the differences between the different crystal faces of the same 
erystal, their hardness is due to the specific attractions of their constitu- 
ent particles (atoms, molecules, or molecular groups, as the case may be). 
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In the case of sandstone, for instance, the particles are quite visible, and 
consist of millions of molecules. 

When we leave the domain of chemical individuals, and study 
aggregates, the phenomena become more complex; for we must then con- 
sider the interfacial forces between the individual constituents, as well as 
the intrafacial forces within them. We have every reason to believe that 
the bond between two different interfaces may be stronger than that of 
either free surface to its own kind—just as a man may leave his parents 
and cleave to his wife. Thus a glued wooden joint is considered satis- 
factory if the wood splits before the glue lets go; in which case the inter- 
facial forces glue /wood and glue /glue are greater than the forces wood/ 
wood. With aggregates, as the free surfaces increase, their effects in- 
crease, until molecular subdivision is approached. Then the tendency of 
the particles toward assuming a space lattice relationship to each other, 
results in a decrease in hardness, a condition which might be considered 
as a straining toward a position of minimum of potential; for kinetically 
speaking, the deadest thing is one big crystal. (Would not “One Big 
Union”’ be the social counterpart?) 

With colloids, whether they consist of ultramicroscopic crystals or 
random groups, quite the opposite is the case. As Thomas Graham 
remarked: ‘‘Colloids possess Energeia, which even in metals, may slowly 
express itself. Tin and lead anneal at room temperature, and old lead 
roofs are said to consist of a few large crystals. Freshly-deposited 
travertine at Mammoth Hot Springs (Yellowstone Park) is ecrypto- 
crystalline; but on going up the hill I found increasing evidence of 
crystallinity, until, at the top, where geologists estimate the deposits to be 
20,000 to 30,000 years old, I found large glistening crystals.” 


THe INTERMEDIATE COLLOIDAL ZONE OF DISPERSION 


To reach the state of microscopically-visible particles from a state 
of true molecular dispersion (which often occurs on cooling), or conver- 
sely, to reach a state of true molecular dispersion from visibly coarse 
subdivision (which often occurs on fusion), the melt must traverse the 
gauntlet of the intermediate colloidal zone of dispersion. This obvious 
principle has been experimentally demonstrated by von Weimarn, the 
well known Russian physical chemist. With metals and alloys, the 
transition may be complicated by intercurrent allotropism, chemical 
changes and variations in degree of solubility with temperature. 

Metallurgists are not quite agreed upon the chemical identity of the 
individual phases or individual substances in martensite, but the pre- 
ponderance of evidence is that we have there mainly a dispersion of 
cementite (Fe3C) in the alpha allotrope of iron. When hardened steel is 
treated with acid, a large part of the carbon combines with the hydrogen 
incidentally formed, and comes off as hydrocarbon gases of peculiar 
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odor. This is not so with tempered steel, and is evidence of the extreme 
fineness of the cementite in martensite. As several point out, martensite 
may contain some free carbon and some gamma iron, for we have an 
attempt toward a kinetic equilibrium, which is interrupted by increase in 
viscosity, but which slowly strives to establish itself. Hence, as Prof. 
Sauveur puts. it, fresh martensite begins to*age as soon as it is formed. 
This aging is quite characteristic of colloidal pe persion, and is due to | 
aggregation. 

On reading over the views of the many Migeeuisned metallurgists 
who answered the questionnaire, as well as Prof. Sauveur’s own views, 
the fact emerges that many of them believe and practically state, though 
in other and various language, that martensite is essentially a colloidal 
dispersion of cementite in alpha iron. Only Grenet, however, comes out 
with this form of expression, which brings the phenomena involved in the 
hardening of steel into line with phenomena in many other fields of 
knowledge. 

So far as I know, Dr. H. Kneebone Tompkins was the first to point 
out the analogy between colloidal and metallurgical phenomena. His 
thesis, presented in 1896, lay unknown in the archives of the University 
of London, until it was published as an appendix, in 1920, to the Report 
of the Joint Discussion on Colloids of the Faraday Society and the 
Physical Society. Prof. C. Benedicks (about 1907), Prof. Wolfgang 
Ostwald (about 1911), and no doubt others besides myself came inde- 
pendently to the same view. But the idea of the zone of maximum 
colloidality, which I advanced some time ago, seems to show why marten- 
site is harder than the finer austenite or than the coarser troostite. 
[Besides Journal articles, see my ‘Colloid Chemistry,” 2nd. ed., 1924, 
and ‘Colloid Chemistry, Theoretical and Applied,” Vol. I, Ch. 1 (now 
in press). ] 

A. SAvuVEUR (written reply to discussion).—Discussion of technical 
papers should be, I believe, confined to criticism of the evidences offered 
by the author in support of his views or to criticism of his argumentation. 
Those who have discussed my paper having failed to do this a reply is 
hardly necessary. 

In regard to Dr. Hoyt’s reference to the phase rule, I simply meant 
to call attention to the fact that if we accept the views generally held 
of the nature of martensite and troostite, then quenched steel frequently 
contains four phases; namely, the solid solution austenite, the solid 
solution martensite, the element iron and the compound Fe;C, while 
accepting my conception of the nature of troostite but two phases are 
present; namely, the solid solution austenite and the solid solution 
troostite. 

In referring to the views I tentatively expressed some 30 years ago to 
explain the hardening of steel, I had no desire to detract from the import- 
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ance of Dr. Jeffries’ and Mr. Archer’s contribution to the study of this 
question. My only reason for mentioning them was to support my con- 
tention that no considerable progress had been made in the last 30 
years in our attempt to explain the hardening of steel. Notwithstanding 
Dr. Jeffries’ and Mr. Archer’s statement, I still believe that the views I 
then expressed were quite anticipatory of what they call the “slip inter- 
ference theory.” If those interested will take the trouble of reading my 
paper of 1896 they may judge for themselves. 

Dr. Alexander’s interesting remarks take us at least out of the beaten 
track into a field which he, at any rate, and some others consider full of 
promise. His philosophy and breadth of view are refreshing and I for one 
wish him and his co-workers Godspeed. Is there a colloidal world and 
does martensite belong to it? 

In the realm of solids are colloids necessarily harder than the solid 
solutions which give them birth, and harder than the aggregates which 
they in turn beget? If martensite is a colloid it should be borne in mind 
that it differs from its parent in containing iron in the alpha condition 
whereas the former contains gamma iron. There is here a critical 
(allotropic) change accompanying the transformation of the solid solution 
into a colloid which is not generally observed. It is precisely why it is 
difficult to consider the hardening of steel merely as an instance of the 
well known greater hardness of solid solutions compared to that of the 
solvents, be this due to fineness of grains, to distorted lattices, to the 
greater attraction between foreign atoms, to dispersion of the solute or 
to other causes. 


r 
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An Introduction to Ultra-violet Metallography 


By Francis F. Lucas,* New York, N. Y. 


(New York Meeting, February,-1926) 
Previous Work 


A microscope objective of given numerical aperture, when used with 
light of given wave length, has some fixed limit of resolution. This may 
be expressed as potential resolving ability—the ability to resolve is inher- 
ent in the lens but whether this limit is achieved in practice is quite 
another matter. 

Nearly 50 years ago Abbe evolved theoretical considerations which 
indicated that the ability of a lens to resolve detail is directly proportional 
to twice the numerical aperture of the objective and inversely propor- 
tional to the wave length of the light used. It is true, unquestionably, 
that as the numerical aperture of the objective is increased the potential 
resolving ability of the lens is increased and likewise when the wave length 
of the light used is decreased, the degree of resolution is increased. 
Whether Abbe’s formula expresses the exact relationship is not a matter 
of great concern. It suffices to know that to improve resolution, other 
things being equal, two avenues of approach are available. LEither the 
numerical aperture of the objective may be increased or the wave length 
of the light decreased. With the apochromatic system it is possible to 
employ successfully wave lengths from 400 to 500 uy and still secure rea- 
sonably short exposures. The present limit for numerical aperture is 1.40 
N. A. although objectives of 1.60 N. A. are now anexperimental possibility 
for metallurgical work. Thus certain well defined limits are set for those 
who work within the range of the visible spectrum. 

In order to take advantage of the increase in resolving power which 
accompanies a decrease in the wave length of light employed, Dr. A. 
Kohler and Dr. M. Von Rohr of the Zeiss Scientific Staff developed the 
“monochromats.” These are quartz objectives corrected for the single 
wave length 275 yu which lies in the ultra-violet region of the spectrum. 
They also developed a series of quartz oculars and a complete photo- 
micrographic equipment with which to use the quartz optics. Quartz 
must be used for the optical parts because glass absorbs ultra-violet 
light almost completely. Thus there was made available about 20 years 
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ago a complete photomicrographie equipment capable of working in the 
ultra-violet range. This equipment was intended primarily for trans- 
parent specimens mounted on quartz slides and covered with quartz cover 
glasses. It seems that at least several equipments were manufactured 
which also were intended to be used for metallurgical work. An exhaus- 
tive search of the literature has not been made, but the records appear to 
contain little information of results achieved. 

About 4 years ago, in order to investigate the possibilities of ultra- 
violet metallography, the Bell Telephone Laboratories arranged with the 
Zeiss Scientific Staff to design a complete photomicrographic equipment 
using a wave length of 275uy. It was desired to obtain if possible a 
horizontal type of equipment similar in design to the Martens metallurgi- 
cal outfit, which had been used successfully at high powers. The design 
of such a horizontal type of equipment was deemed impracticable by the 
Zeiss Staff so that the equipment finally developed was of the conven- 
tional vertical type. 


DESCRIPTION OF APPARATUS 


In this equipment the source of illumination is a spark gap and a 
quartz slit. The light passes through a collimator and two prisms of 
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Fig. 1.—ScHEMATIC DIAGRAM OF OPTICAL SYSTEM FOR WORKING IN THE ULTRA- 
VIOLET RANGE, 


quartz to emerge from the prism diaphragm in the form of a line spectrum. 
The desired line is focused on the vertical illuminator of a metallurgical 
microscope and, by means of a suitable optical system contained within 
the vertical illuminator, is caused to illuminate a quartz plate which deflects 
the light downward to the specimen as in any metallurgical microscope 
using the Beck type illuminator. Since light’ waves invisible to the 
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human eye are used, a fluorescent screen is employed to center the light 
on the aperture of the vertical illuminator. Once the light is centered 
this screen is removed and another is substituted in the form of a searcher 
eyepiece. The searcher eyepiece is used to view the image and it is 
placed just above the ocular of the microscope. A schematic diagram of 
the optical system is shown in Fig. 1. 


Fig. 2.—EQUIPMENT USED IN ULTRA-VIOLET PHOTOMICROGRAPHY. 


The assembled equipment (Fig. 2) consists of two units. The micro- 
scope is the research stand fitted with a special vertical illuminator. Tt is 
secured to the base of the vertical camerastand. The cameraisfor 5 by 7-in. 
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plates, orsmaller, and permits a bellows extension of 80 cm. but an extension 
of approximately 30 em. only is used because of the focal computations 
which enter into the problem. The camera is arranged to swing out of 
position so that a searcher or focusing eyepiece, may be brought into 
position just above the ocular of the microscope. 

The searcher consists of a fluorescent screen which is viewed by a | 
magnifier. The fluorescent screen has cross rulings so that the magnifier 
may be placed in exact focus for the image, which will be made visible by 
the fluorescence of the screen under the action of the ultra-violet rays. 

The camera and microscope are mounted on a stool of substantial 
construction as shown. 

The vertical illuminator consists of a quartz plate mounted in a tube 
and capable of being accurately adjusted. The illuminator has its own 
optical system including a diaphragm which must be coordinated with the 
illuminating train of the spark-generating equipment. The illuminator 
is illustrated in Fig. 3. 


Fig. 3.—ILLUMINATOR USED WITH EQUIPMENT SHOWN IN Fia. 2. 


The spark generating equipment is mounted in a case which is spaced 
32 em. from the microscope stool. It consists of a wooden cabinet sup- 
ported on a box to match. ‘Two condensers and a safety spark-gap are 
mounted in the bottom of the cabinet. On top is a T-shaped, adjustable 
optical bench carrying a diaphragm, a prism table, a collimator and the 
spark stand. ‘The electrode terminals have a micrometer screw adjust- 
ment and both electrodes are opened or closed simultaneously so that 
the gap will function centrally before a quartz slit mounted on the 
frame of the spark stand. The electrodes are strips of cadmium or 

magnesium. 

Mounted on the end of the cabinet is a small mercury vapor lamp in a 
suitable metal housing. The flask mounted in front of the opening in 
the lamp housing, is filled with a green filter solution yielding approxi- 
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mately monochromatic light and is used as a condenser. This lamp 
assembly may be used in two ways. Lither it may be swung around 
between the two units of the equipment and thus illuminate the vertical 
illuminator directly or it may be swung back so that a small mirror 
reflects the light through the prism diaphragm. By this latter arrange- 
ment it is possible to center the illuminatién with the mercury vapor 
light by aligning the optical system of the microscope with reference to 
_ the aperture of the prism diaphragm. F 

The mercury vapor lamp has another important function to perform. 
It provides a steady source of approximately monochromatic illumination 
free from noise, by which the operator can focus the specimen, study a 
structure, and select a field as a preparatory step to photography with 
the ultra-violet illumination. Once the field is selected with the mercury 
vapor light, it must be refocused with the ultra-violet light using the 


CARBON PLATE 
VARIABLE RESISTANCE \ SAFETY SPARK GAP 


CONDENSERS 


DOUBLE POLE SNAP 
SWITCH 


STEP-UP 
TRANSFORMER 
PRI. 220 V 60~ 
SEC. 10000 V 


CADMIUM OR MAGNESIUM 
SPARK TERMINALS 


Fic. 4.—DIAGRAM OF ELECTRICAL SYSTEM WITH EQUIPMENT SHOWN IN Fa. 2. 


searcher eyepiece. This is necessary because the effective rays of the 
mercury vapor lamp lie within the visible spectrum. For ultra-violet 
photography the image must be focused with the line used, either the 
cadmium or the magnesium line as the case may be. 

The spark is generated by a step-up transformer, the output of which 
is regulated by a carbon plate rheostat in the primary winding. When 
the system is functioning properly the primary current is 2.5 to3. amp. ata 
voltage of 220 and a frequency of 60 cycles. ‘The secondary potential 
is 10,000 volts. Fig. 4 gives details of the electrical system. 

An expanded metal cage lined with amber glass affords a maximum 
degree of protection for the eyes against the injurious action of ultra- 
violet light. This cage fits over the spark stand and has a hand hole for 


vou, LXx111.—58. 
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access to the electrode-adjusting screw, also an aperture for the light to 
emerge to the collimator. This arrangement muffles the noise of the 
spark somewhat. 

Tables 1 and 2 contain data compiled by the Zeiss company, descrip- 
tive of the monochromat objectives and the quartz eyepieces. The 
column of Table 1 headed “ Relative Resolving Power” gives the equiva- 
lent aperture of corresponding objectives working with daylight, assum- 
ing such objectives were available. That is, the 6-mm. monochromat has 
an aperture of 0.35, but because of the effectiveness of the short wave 
length of light used, it develops resolution equivalent to that which would 
be developed by an objective of 0.70 N.A. when used with daylight. 


TaBLE 1.—Monochromatic Objectives 
Corrected for \ = 275 wu and 160-mm. Tube Length 


RELATIVE 
RESOLVING 
SysTEM D5SCRIPTION PowrER 
DYYiSELICS = incase meysk seco aren oie shared 6 mm. num. ap. 0.35 0.70 
(Gly cerine@ sete sie Lene eros eae teen 2.5 mm. num. ap. 0.85 0 
TMM GTSlON Sees aa ee eS cae ae ea eee 1.7 mm. num..ap. 1.25 2.50 
TABLE 2.—Quartz Eye-pieces 
Descriptive No. MAGNIFICATION Focus, Mm. 
5 5 36 
7 fi 26 
10 10 18 
14 14 13 
20 20 9 


TasLe 3.—Magnifications and Optical Camera Lengths, for the Monochro- 
mats and the Quartz Eyepieces at 160-mm. Tube Length and 
dX = 275 uu Wave Length 


Objectives Eyepieces 5 if 10 | 14 20 
| 
6 mm, Magnifications............ 200 300 450 600 906 
NUM. AP. | Optical camera-lengths..... 24 em, 25.5 em. 27 em. 25.5 em. 27 em 
0.35 
R eRe. O..70) Magnitications: ....2 Won: 250 400 500 800 1000 
Optical camera-lengths..... 30 cm. 34 cm. 30 cm, 34 em. 30 em 
2:5 mm, Magnifications............ 500 700 1000 1400 2000 oi 
NUM. AP. | Optical camera-lengths..... 26.5 cm, | 26.5cm. | 26.5 cm. | 26.5 cm. | 26.5 em 
0.85 : hi 
Rave. 12-70) Magnifieations,...«..esun 600 800 1200 1600 2400 
: Optical camera-lengths.....| 31.5 cm. 30 cm. 31.5 em. 30 cm. 31.5 cm 
1.7mm, | Magnifications............ 700 1000 1500 2000 na 3000 Se 
NUM. AP. | Optical camera-lengths..... 24 cm. 24.5 cm. 26 em. 24.5 cm 26 em 
1726 el SS 
R.R.P. 2:50] Magnifications............ 900 1300 1800 2500 3600 
Optical camera-lengths..... 31 cm. 32 cm. 31 cm. 31 cm. 31 cm 
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The 2.5-mm. and the 1.7-mm. objectives develop corresponding improve- 
ments in resolving ability. The values given are theoretical and from 
the writer’s actual observations appear exceedingly conservative. Infact 
it seems doubtful whether the possibilities of these objectives have been 
explored more than superficially so far as practical application is concerned. 


Exact Focusing 


The ultra-violet microscope is an instrument of far greater precision 
than any other microscopic apparatus available for metallography. It 
requires great exactness of focus, which must be obtained by viewing an 
image on a fluorescent screen under an intensity of illumination that is in 
no wise comparable to that obtainable when working with the ordinary 
metallurgical equipments. In fact, the details of the image are just barely 
visible and some expedient must be employed to insure exact focusing, 
as will be described later. It does not permit sitting comfortably at a 
focusing screen and studying the minute detail of the image with a magni- 
fier and making the exact focus which will accentuate the one characteris- 
tic of the structure which it is desired to portray. One must visualize 
the entire field and gage the state of focus by means of the small searcher 
eyepiece. The intensity of the illumination is hardly sufficient to do 
otherwise although the writer has experimented with various fluorescent 
screens in place of the usual focusing screen of the camera. He has con- 
cluded that the searcher eyepiece method is the most hopeful. 

It became evident that if exact focus is to be obtained, except by 
chance, some method must be used to enable the operator to judge when 
the field is in focus other than by judging the details of the structure itself. 
Several methods were tried such as depositing fluorescent materials 
on the surface of the specimen, or lightly scratching the surface with a 
delicate instrument but the results were not satisfactory. The depth of 
penetration of the objectives seemed insufficient to insure exact focusing 
by the scratch method and the fluorescent materials tried appeared very 
coarse. By chance it was observed that carbon completely absorbed 
ultra-violet light and so it seemed likely that if finely divided carbon 
could be applied to the surface of the specimen then sufficient contrast 
would result between the carbon and the specimen to enable one to focus 
the border line exactly. The problem was to get the carbon applied as a 
thin layer in the form of a line and to have it adhere when the immersion 
objectives are used. This was finally solved in a very simple way. 
An ordinary piece of typewriter carbon paper is laid face down over the 
surface of the specimen and a line drawn with a single stroke of a sharp 
medium-hard drawing pencil. The line of carbon on the specimen can be 
quickly located; insures exact focusing and the carbon sticks regardless 
of the immersion fluid. This method has been used in connection with 


the pictures reproduced. 
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It will be observed that the illuminating train is in two units: that is, 
the vertical illuminator is not mounted on the same unit with the spark 
stand. This means that the beam of light emerging from the diaphragm 
on the small optical bench must be made to coincide exactly with the 
optical axis of the vertical illuminator. To accomplish this both units 
should be level and the barrel of the microscope then raised or lowered 
until the image of the spark registers in the center of a uranium glass 
screen, placed over the end of the vertical illuminator. The uranium 
glass screen, which fluoresces under ultra-violet light, is fitted in a cap 
that slips over the end of the vertical illuminator. The image of the 
spark is focused by means of the collimating lens on the optical bench. 

The light from the spark as it passes through the prisms and the prism 
diaphragm is spread out in the form of a line spectrum and the line 
desired is brought to bear on the uranium glass screen placed over the end 
of the vertical illuminator for the purpose, by shifting the line-up of the 
optical bench. This bench is in T-form and is supported by three leveling 
screws, one of which functions with a bevel drilling in a plate and thus is 
restrained from moving laterally. The points of the other leveling 
screws bear on plates so that the optical bench may be shifted through 
an are of 10 or 15° about the fixed screw which is the one next to the 
prism diaphragm. 

With the optical system properly adjusted the image of the prism 
diaphragm cuts in on the field and is quite sharply in focus. It must be 
brought into axial alignment by means of the centering screws controlling 
the adjustable lens of the illuminator. The diaphragm of the illuminator 
does not cut in on the field and its function is similar to that of the dia- 
phragm on the conventional Beck illuminator of which the ultra-violet 
illuminator is a modification. 

For purposes of centering and aligning the equipment an achromat 
objective of low power is used in conjunction with a low-power Huyghenian 
eyepiece. These operations are carried out by means of the mercury 
vapor light, but as a final check the writer uses the ultra-violet light and 
the searcher eyepiece. 

The objectives are provided with sliding objective changers so that 
once they have been centered with their respective sliders no further 
attention is required. 


MAGNESIUM vs. CADMIUM SPARK 


The writer understands that the ultra-violet equipment was originally 
designed for use with magnesium line 280uu but that on trial distinct 
images were not obtained. It developed that the magnesium line on 
careful analysis consisted of two lines very close together and it was 
thought a double image resulted for this reason. This led to the selection 
of the cadmium line, 275uy, but unfortunately the intensity of this 
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line is far less than the magnesium line. Because of the brightness of the 
magnesium line one is sorely tempted to use it. So far as the writer is 
concerned he seems to have obtained crisp brilliant images with either 
the magnesium line or the cadmium line, nevertheless he withholds final 
judgment. One thing can be said for the cadmium spark—what it lacks 
in intensity of illumination it makes up for iff noise and it quite outdoes 
the magnesium spark in this respect. 


PossIBLE Optrtcal, CoMBINATIONS 


The optical combinations possible with the equipment and the magni- 
fications obtainable are given in Table 3. This table is also from data 


Fig. 5.—A TYPICAL ULTRA-VIOLET PHOTOMICROGRAPH ‘‘FLAT”’ AND ‘‘MUDDY.” 
THE ILLUMINATION IS CRITICAL BUT THE IMAGE IS JUST OUT OF FOCUS. CRISP BRIL- 
LIANT IMAGES ARE NOT ATTAINED UNLESS THE FOCUS IS EXACT. ‘THE SPECIMEN WAS 
A 0.50 PER CENT. CARBON COMMERCIAL STEEL HARDENED. ‘THE BLACK AREAS INDICAT- 
ING ABSORPTION OF LIGHT ARE TROOSTITE. TAKEN WITH 2.5-MM. OBJECTIVE AND 
14 X OCULAR WIIH CADMIUM SPARK. ‘THE MAGNIFICATION IS 1600 X. 


compiled by the Zeiss Scientific Staff. The equipment is so designed 
that when the image is sharply in focus in the searcher it will also be 
sharply in focus on the plate when the camera is set so that the plate will 
be about 30 em. above the eyepiece. Apparently a few centimeters one 
way or the other in the position of the plate matters little and so the table 
is laid out, with two exceptions, to give magnifications in multiples of 
100 X. The time required for exposure will be doubled roughly, as the 
change from one to the next higher eyepiece is made. 

The computation of the optical parts is so well balanced that the image 
appears to depreciate little if at all even when the highest power of eye- 


piece is used. 
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PLATES 


The matter of suitable plates for ultra-violet work required much 
careful study. The difficulty seems to be to get a fine grained plate that 
is sensitive to ultra-violet light. The writer has used Wellington Anti 
screen; Eastman 40; Eastman 33; Hammer Ultra Rapid Blue Label and 
Hammer Special Red Label with about equal success. The characteris- 
tics of these plates are not all that could be desired and in some the grain 
is quite coarse. 


RESULTS 


At this time it is not the object to show the application of the ultra- 
violet microscope to the study of structures apparently irresolvable by 


Fig. 6.—ILLUSTRATING LACK OF CRITICAL ILLUMINATION. THE CENTER OF ILLU- 
MINATION IS NOT CONCENTRIC WITH THE OPTICAL AXIS. THE SPECIMEN APPEARS TO 
BE OUT OF LEVEL BUT ACTUALLY THE LIGHT IS AT FAULT. 'THE SPECIMEN WAS A HIGH- 
CARBON STEEL, HARDENED. NOTE ABSORPTION OF LIGHT BY THE TROOSTITE, WHICH 
IS REPRESENTED BY THE BLACK AREAS. TAKEN WITH 2.5-MM. OBJECTIVE AND 14 X 
OCULAR WITH CADMIUM SPARK. ‘THE MAGNIFICATION Is 1600 &. 


other methods, but to describe the equipment and to illustrate the results 
obtained when photographing well known structures. In this way the 


quality of the image may be judged and compared with results obtained 
with the apochromatic system. 


FRANCIS F. LUCAS 919 


Photographs taken with this equipment are shown in Figs. 5 to 15. 
The results obtained with ultra-violet light have usually tended toward 
“flat,” “muddy” negatives showing little contrast and no brillianey. 
The writer experienced this same sort of difficulty, but found that the 
trouble was due to one of two conditions or to a combination of the two: 
Either the image was not in exact focus or the’illumination was not critical. 

When the illumination is critical and the image is in exact focus the 
result surpasses by far the best results obtainable with the apochromatic 
system. For instance, a 16-mm. apochromatic objective has a numerical 
aperture of 0.30. This objective has little potential resolving ability. 
The 6-mm. dry series monochromat has a numerical aperture of only 0.35 


Fic. 7.—A SPECIAL HIGH CARBON-STEEL. NOTE THAT SOME OF THE MARTENSITIC 
NEEDLES ARE LIGHT AND OTHERS DARK INDICATING GREATER REFLECTION OF THE LIGHT 
BY THE FORMER. ALSO NOTE DARK SHADED ZONE BORDERING THE AUSTENITIC GRAINS. 
THIS ALSO IS INTERPRETED TO MEAN SELECTIVE ABSORPTION OF ULTRA-VIOLET LIGHT. 
TAKEN WITH 6-MM. OBJECTIVE AND 5 X OCULAR WITH MAGNESIUM SPARK. MAGNIFI- 


CATION 375 X. 

but because of the effectiveness of the short wave length of light with 
which it is used, the potential resolving ability of the objective becomes 
equivalent, theoretically, to that of anapochromatof0.70N.A. Observa- 
tions indicate that this is a very conservative estimate as the objective 
seems to have very nearly the same potential resolving ability as the 
objectives of 1.40 N.A. of the apochromatic system. The writer has 
observed that the monochromats produce a sharpness of detail which 
seems unattainable with the apochromatic system. This perhaps is one 
of the outstanding achievements of which the equipment is capable—the 
terms resolution and sharpness being somewhat synonymous. With- 
out sharpness in the image resolution cannot be obtained and con- 
versely if greater sharpness can be obtained then the resolution will be 


improved. 
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Fig. 8.—SAME FIELD As Fic. 7. TAKEN WITH 6-MM. OBJECTIVE AND THE 10 X OCULAR 
THE MAGNIFICATION IS NOW 750 X. 


Fic. 9.—SaME FIELD As Fics. 7 AND 8. TAKEN WITH THE 6-MM. OBJECTIVE AND 14 x 
OCULAR. THE MAGNIFICATION 1s 1050 X. It WILL BE OBSERVED THATIN Fics. 8 anp 9 
THE QUALITY OF THE IMAGE HAS NOT BEHN IMPAIRED BY HIGH EYEPIECING. AFTER 
THESH PICTURES WERE TAKEN, IT BECAME EVIDENT THAT IMPROVEMENTS HAD TO BRE 


MADE IN THE TECHNIQUE OF POLISHING SPECIMENS FOR ULTRA-VIOLET WORK. NotTE 
INNUMERABLE FINE SCRATCHES RESOLVED BY THE OBJECTIVE. 
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Fia. 10.—RELIEF CAN BE OBTAINED IN ULTRA-VIOLET METALLOGRAPHY BY RESTRICT- 
ING THE ILLUMINATING BEAM. ‘TAKEN WITH THE 6-MM. OBJECTIVE AND THE 10 X 
OCULAR. THE MAGNIFICATION IS 750 X AND THE SAME SPECIMEN WAS USED AS FOR 
Fras. 7, 8 AND 9. 


Fig. 11.—NoRMALIZED HYPER-EUTECTOID STEEL TAKEN WITH THE 6-MM. OBJECTIVE 
AND THE 14 XK OCULAR WITH THE MAGNESIUM SPARK. THE BLACK AREAS ARE CARBON 
DEPOSITED FROM THE CARBON PAPER. IN THIS CASE THE FIELD WAS NOT MOVED AFTER 
FOCUSING SO THE CARBON AREAS APPEAR IN THE FIELD OF VISION. THE MAGNIFICATION 


1s 700 X. 
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Fig. 12.—SAME SPECIMEN AS Fic. 11 EXCEPT THAT THE FIELD WAS MOVED AFTER 
FOCUSING TO ELIMINATE THE CARBON. ‘TAKEN WITH THE 6-MM. OBJECTIVE AND 20 X 
OCULAR WITH MAGNESIUM SPARK. ‘THE MAGNIFICATION Is 1000 X. NovTE THAT HIGH 
EYEPIECING HAS NOT AFFECTED THE QUALITY OF THE IMAGE. A SCRATCH IS RESOLVED 
AS ASERIES OF DOTS. ‘THE RESULT OBTAINED COMPARES FAVORABLY WITH THE DEGREE 
OF RESOLUTION OBTAINED WITH THE 1.40 N.A. APOCHROMAT USING THE SAME SPECIMEN. 


Fic. 13.—SAME SPECIMEN AS IN Fi. 12, BUT PHOTOGRAPHED WITH AN APOCHROMAT 


or 1.40 N.A. USING BLUE LIGHT OF THE VISIBLE SPECTRUM. COMPARE WITH Fia. 14 
TAKEN WITH THE ULTRA-VIOLET EQUIPMENT. 
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Fig. 14.—SAME SPECIMEN AS Fic. 12 BUT TAKEN WITH THE 2.5-MM. OBJECTIVE AND 
14 X OCULAR USING THE CADMIUM SPARK. ‘THE MAGNIFICATION 18 1600 X AND THE 
DEGREE OF RESOLUTION SURPASSES ANYTHING THE WRITER HAS ACHIEVED BY ANY 
OTHER MEANS. 


Fic. 15.—SorBiITE IN EUTECTOID STEEL AT A MAGNIFICATION OF 700 X. NOTE THAT 
ABSORPTION OF ULTRA-VIOLET LIGHT IS GREATEST WHERE THE STATE OF STRATIFICATION 
IS LEAST COMPLETE. 
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IDENTIFICATION OF STRUCTURES 


Ultra-violet light has selective properties which should help to identify 
structures. It appears that certain constituents of hardened steel, for 
example, absorb ultra-violet light more readily than do other constituents. 
It is quite likely that this same characteristic will be found in connection 
with other metals. It is known that many colorless organic objects 
show the effects of selective absorption of ultra-violet light, and although 
they show no signs of color by white light they respond to ultra-violet 
light as though colored. 

The writer has made many observations of iron and steel structures 
and can report tentatively as follows with regard to the selective char- 
acteristics of ultra-violet light. The specimens were polished and etched 
in the usual way. 


Austenite Reflects ultra-violet light. 

Martensite, untempered Probably absorbs ultra-violet light to some extent 
but much light appears to be reflected from individual 
needles. The needles photograph light. The mid- 
ribs photograph dark like troostite. 

Martensite, slightly tempered Probably absorbs ultra-violet light readily—the 
needles photograph dark. 

Troostite Absorbs ultra-violet light to a large extent. Troo- 
stite photographs almost black due to this selective 
absorption. No other constituent of hardened steel 
seems to absorb ultra-violet light as readily as 


troostite. 

Sorbite Shows less absorption than troostite but more than 
pearlite. 

Pearlite Reflects ultra-violet light. 

Free carbides Appear to reflect completely ultra-violet light. 

Free ferrite Appears to reflect completely ultra-violet light. 


GENERAL CONCLUSIONS 


The ultra-violet microscope can be said to have lived up to expecta- 
tions. Crisp brilliant images can be obtained which surpass in quality 
those obtainable with the apochromatic system. The potential resolving 
ability of the monochromats can be realized in practice and the practical 
application of the ultra-violet microscope should develop much new 
information. The ultra-violet microscope is the most complicated of 
any within the realm of technical or scientifie microscopy, It requires a 
highly developed technique for its successful manipulation and the speci- 
mens must be prepared with great care. The ultra-violet equipment 


appears to have a potential resolving ability probably greater than twice 
that of the apochromatic system. 
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DISCUSSION 


H. 8. Grorex, Long Island City, N. Y. (written discussion).—The 
recent interesting paper by F. F. Lucas, “An Introduction to Ultra- 
violet Metallography,’’ represents pioneering work for which all should 
be grateful. 

The fact that a bas-relief is imparted to the appearance under certain 
conditions, as depicted in Figs. 10 and 14, suggests to the writer that 
the conditions in the optical train at times may be such as to eliminate 
the axial rays as in conical illumination. The effect of the axial rays in 
ordinary illumination is to mask the beneficial effect of the oblique rays, 
and the suggestion is here advanced that possibly this contributes in 
the same way, to some degree, to the exceptional results attained with 
ultra-violet illumination. 


F. F. Lucas.—The writer appreciates Mr. George’s discussion on 
illumination as a helpful contribution. 

The writer is inclined to believe that improvements in resolution are 
coming from several sources: 

1. The big gain is made by virtue of the short wave-length light 
used. Of this there can be little question. 

2. The fact that the objectives are monochromatic means that all 
errors of chromatic aberration are wiped out—chromatic aberrations 
do not appear when single wave-length light is used. The monochro- 
mats are corrected for spherical errors and the writer is inclined to believe 
that, as a whole, a very high order of purity in the correction of the objec- 
tives is possible. This would improve definition. 

3. Fluctuations in the path of the spark between electrodes prob- 
ably imparts, to some degree, obliquity to the rays and thus promotes 
improvement in resolution. It is quite conceivable that axial rays may 
be entirely absent if the spark fluctuates widely. 

It also is probable that variations in the intensity of the illumination 
result as the spark fluctuates. 

The difficulty in the present ultra-violet equipment is to obtain real 
critical illumination. Even very slight decentering produces flares and 
inequalities of illumination, which are wholly ruinous to definition such as 
Fig. 14 shows. At present we are working toward greater mechanical 
precision in the adjustment of the optical parts of the illuminating train 


with the object: of improving conditions. 
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The Effect of Annealing upon the Hardness of Cold-worked 
Ingot [ron 


By CHarues Y. Ciayton, Roxtio, Mo.* 


(New York Meeting, February, 1926) 


A stady of the literature shows that the greater part of research work 
on annealing of cold-worked iron has been for the purpose of studying the 
effect on grain-size and properties other than hardness. No reference has 
been found of experimental work of the same nature as that explained in 
this short paper. 

The material used throughout was Vismera iron, an iron containing 
0.03 carbon and made several years ago by the Inland Steel Co. One- 
half inch stock was cut into cylinders 34 in. long. The cylinders were 
then compressed for 60 sec. in a Reihle testing machine under loads as 
indicated below: 


~ COMPRESSION, AVERAGE LENGTH, 
SERIES Pounps INCHES 
1 10,000 0.693 
2 15,000 599 
3 20,000 .501 
4 25,000 -426 
5 30,000 .378 
6 35,000 .351 
7 40,000 cot) 


Fig. 1 shows these cylinders after compression. Each series con- 
sisted of 17 specimens lettered O, B, C, D, H, F, G, H, 1, J, K, L, M,N, 
P, Q and R. One specimen of each series was reserved for study of the 
properties in the cold-worked condition. The other specimens were 
annealed in a Hump furnace for 14 hr. at the following temperatures: 


LErrers cer ce LEerrers Hen SiS 
Beware otacats aie aia teas eon eon ee 250d Aceesceben re ecb orchey aeesar ee Re rere 650 
at laclalasahecetice eS et ene 300) Kote dee GN ae ee eee 700 
IDM: Shige neo Mupieee Rae S50 see haneet se eee aa eee 750 
Elis Haney NN artes ces oo Sere Ec roe ees 4.00: Fase Rented cet ake ely seca On nay te 800 
Were ated aatgrph cme eeee Mee Aeron aie A 4500 Ni ake Ses tte ee eae eae 850 
Ea eas tien talthaney acre ae Rea D004 Otte Sete cece ohare ge ere eens rie 900 
Ls WS rer a SiN Shr certs NEY on: O00 6. P2ethes nator = aE ee 950 
Tel oat Cia Sates ee nes 600-5 Que ee Ne red dre eae 1000 


* Professor of Metallurgy and Ore Dressing, Missouri School of Mines and Metal- 
lurgy. 
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Fie. 1.—CyuinpEers or 0.03 C sTHEL AFTER COMPRESSION AT 10,000 To 40,000 
POUNDS. 


IN al Ni 7_|\ i 
Seas Yea 
: Vor aN i 


v _—— : Ni —! 
2 5 L-\, 

68 - 4 Saye 
66 “ ——- | | 
aH So rn 


wcll etl 
200 250 300 350 400 450 500 550 600 650 100 150 800 850 900 950 1000 1050 
Annealing Temperature, Degrees C. 


Fig. 2.—CuRVES SHOWING RocKWELL HARDNESS FOR THE SEVEN SERIES OF STEELS 
TESTED AT DIFFERENT ANNEALING TEMPERATURES. 
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After annealing the specimens were polished and etched and the 
grain-size! of each was measured. A plot of these values does not bring 
out anything of interest. 

As it was felt that a study of the hardness of these specimens might 
bring forth some interesting data, tests were made both with the Brinell 
and the Rockwell testing machines. (Rockwell tests were made at the 
laboratories of Wilson-Maeulen.) In as much as a number of Rockwell 
tests could be made upon each specimen these values have been plotted 
rather than Brinell. 

Rockwell values are given in Table 1 and plotted in Fig. 2. 


OBSERVATIONS 


Cold compressed iron (0.03 carbon), regardless of the amount of cold 
work, hardens upon being annealed at a temperature within the blue- 
heat range? between 250° C. and 425° C. 

Samples compressed under loads of 20,000, 30,000, 35,000 and 40,000 
lb. respectively, soften upon being annealed between 500° C. and 600° C. 


Samples compressed under loads of 10,000 and 15,000 lb. did not 


soften upon being annealed. 


Tasie 1.—Rockwell Hardness of Ferrite after Compressing with Various 
Loads Followed by an Anneal 


Compression, Pounds per Sq. In. 
Annealing 

Temperature, °C.| 19 900 15,000 20,000 | 25,000 | 30,000 35,000 | 40,000 
None b 6027 69.8 reise 75.9 82.6 81.5 83.1 
250 aed 80.5 B72 88.6 yee 91.2 89.9 
300 pearls 80.6 | 85.8 | 88.8 89.1 87.7 89.1 
350 71.5 i¥S 83.4.0) Sirs Wes oat Bere 87.9 
400 | 65 2-17 e400 BOL meni 84.8 | San. 3) a gees 
450 LW 6rileds Taco 80.3 | 84.4 85.5 | 85.4 86.4 
500 | 66.9 (pie TOIT: Mh Tso pal 82.9 86.0 
550 ree 79:0 Sato 72 Baste vrs 83.6 
600 (ERY 76:84 12°, $2. 7aa eyes) eres 74.9 
650 75.2 80.8 75.2 TT-T. AT Sine a iets S27 
700 77.6 80.6 | 79.1 78:4 | GSare 1832 73.3 
750 73.5 Thi 89.0 3220 Re Lee (RBA i WAl® 
800 75.5 76.4 78.4 78.4 Bar 74.0 70.0 
850 TIAN Moe 81.6 75.9 | 72.6 70.2 81.8 
900 79.2 Kt Bale sb gchar | 68°52.  7be4 S4As ours 
950 80.4 1Sa8 76.5 Tihs wim Aan 75.5 | 79.2 
1000 | 81.1 | 74.4 85.1 83.8 | vGe1 86.6 86.6 


1 This work was done by F. C. Schneeberger, a student at the Missouri School of 
Mines and Metallurgy. 

2 Since this article was prepared Dr. Albert Sauveur has called attention to the 
fact that this work confirms some work done by himself and Dr. Lee. (The Influence 
of Strain and Heat on the Hardness of Iron and Steel. Iron and Steel Inst., Advance 
proof.) 
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Influence of Temperature, Time and Rate of Cooling on 
_ Physical Properties of Carbon Steel.—I1* 


By Francis B. Fotey,f Cuas. Y. Cuaytont ann W. E. Remmers$ 


(New York Meeting, February, 1926) 


INTRODUCTION 


Durine the summer of 1919, the late Dr. Henry M. Howe, then Chair- 
man of the Division of Engineering of the National Research Council, 
organized a committee to obtain a better insight into the behavior of 
carbon steels under the influence of various treatments by a proper con- 
trol of the time and temperature factors. During part of 1919 and 1920, 
work in connection with this investigation was carried on at Dr. Howe’s 
laboratory at Bedford Hills, N. Y. During 1921 there was an enforced 
hiatus in the work, occasioned by the illness which resulted in Dr. Howe’s 
death in 1922. At that time one of the present authors compiled the 
results of the work which had been done and this was published in 1923.1 
Following the publication of this work, it seemed desirable to carry on 
in the same manner an investigation of steel of C 0.75 per cent., which 
steel had not been as fully treated as had the other steels of C 0.34 and 
0.52 per cent., used in the published work. Furthermore, certain unusual 
results have been obtained in the treatment of C 0.52 per cent. steel by 
quenching and drawing, and repetition of this part of the work seemed 
advisable. ‘This has been done during the past year at the School of 
Mines and Metallurgy of the University of Missouri at Rolla, Mo., by a 
cooperative undertaking of the School and the Bureau of Mines, working 
in conjunction with the Committee on Heat Treatment of Carbon Steels 
of the National Research Council. The present paper is a report of the 
results obtained in this work. 


* Published by permission of the Director of the U. S. Bureau of Mines. 

+ Consulting Metallurgist, U. S. Bureau of Mines; Metallurgist, Lucey Manu- 
facturing Corp., Chattanooga, Tenn. ; 

t Professor of Metallurgy and Ore Dressing, Missouri School of Mines and Metal- 


lurgy, Rolla, Mo. 
§ Research Fellow in Metallurgy, Missouri School of Mines and Metallurgy, 


Rolla, Mo. 
1 Howe, Foley and Winlock: Influence of Time, Temperature and the Rate of 


Cooling on Physical Properties of Carbon Steel. T'’rans. (1923) 69, 722. 


VOL. LXXIII.—59. 
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Srppy or Carson 0.75 Per Cent. 


The steel used in this investigation was from the same stock of 7- 
in. round bars used and described in the original paper on this subject. 
It had the following composition: 


Caen Per ela oe Oe 0275 per cetthr: VPs mas ae eee 0.031 per cent. 
VETO a cgree eye ete Cues arp 0.52:per cent.” (Svatee settee re tee 0.027 per cent. 


Apparatus Used 


The furnace used was the identical one used in the previous research, 
except for a new heating element and new insulation that had to be 
obtained. This necessitated checking the temperature distribution within 
the heating element. The method of determining uniformity of heat 
distribution was the same as that which was described in the earlier 
report and the results obtained were not materially different. An indi- 
cating potentiometer was used to measure all temperatures. The ther- 
mocouple used was platinum-platinum-rhodium. Base metal couples 
used at first were found to decalibrate too rapidly for satisfactory work 
and were abandoned. 

For the interesting two inches of the test specimen the variation in 
temperature in the furnance did not exceed 7° C. at any of the tempera- 
tures at which tests were run. 


Preliminary Treatment of Specimens 
The 7<-in. round bars were cut into 514-in. lengths for treatment 
and every piece was given a preliminary normalizing treatment, which 


consisted in heating to 871° C. (1600° F.) and air cooling. 
Method of Procedure 


The arrangement of specimens in the furnace and the general pro- 
cedure (including the heating rate) used in the Howe, Foley and Winlock 
investigation were adhered to as closely as possible in this work. 

In the previous work on this stoel the Ac; had been determined as 
741° C. (1366° F.). In the present work the temperature of heating 
(T max.) was 10° C. above this Ac; or 751° C. (1382° F.) The time of 
holding at temperature was varied from 20 min. to 1 and 2 hrs. 

The following methods of cooling were used. The designating letters 
follow those used in the work reported by Howe, Foley and Winlock: 


APPROXIMATE CooL- 
Ina Rare, ° C, 


Cootine Meruop PER SEc. 
AS Doublemetarded furnacelcooling see ete 0.01 
C*Plain furnaceicooling<...., ..2s eee ee 0.05 
E*Retarded airicooling gi 5...5 . «. 2 sis Stee eee 0.60 
Fe Plain ‘aircoolin gine ria «5 2 oo Cee eee ee 0.90 


G Accelerated @airicoolings.).).. ....420 cen eee ee 1.10 


on 


FRANCIS B. FOLEY, CHAS. Y. CLAYTON AND W. E. REMMERS 931 


An additional method of cooling, that of burying the specimens in 
powdered lime, was also used and will be designated “L.”” It gave a 
cooling rate of 0.28° C. per second, which is between a retarded air and 
a plain furnace cooling. 

The methods used to obtain the above rates of cooling have been 
described in the previous work and will be only briefly touched upon here. 
The double retarded furnace cooling (A) was obtained by leaving a 
considerable current flowing through the furnace winding while the pieces . 
in the furnace were cooling. Plain furnace cooling (C) was done by shut- 
ting off all the current and allowing the pieces to cool undisturbed with 
the furnace. A muffle, which surrounded the specimens during heating, 
was removed along with the specimens which cooled down within it to 
obtain the retarded air-cooling rate (E). Plain air cooling (F) consisted 
in suspending the specimens in air without the hot muffle surrounding 
them. A fan, blowing on the specimens as they were suspended after 
removal from the furnace, produced the accelerated air cooling (G). 
The lime cooling (L) was tried because it is a form of annealing generally 
in use. 

The rates of cooling given in the table represent the approximate 
average rates in the range of temperature between 751° and585°C. This 
range in every method of cooling included the passage through Ar. The 
rate of cooling when transformation is taking place during cooling 
determines the physical properties obtained, other things being equal. 

All the rates of cooling used were such that automatic recording was 
not needed. The method of recording them was the same as that used 
in the work by Howe, Foley and Winlock. | 

Everything in this experimental work, the size of the specimens, the 
temperature of heating (751° C.), the rate of heating, and the composition 
of the steel (C. 0.75 per cent.) was maintained constant with the exception 
of the time of holding at temperature and the rate of cooling. 


PREPARATION OF SPECIMENS 


Two test pieces, one for the determination of Charpy impact values 
and one for the determination of tensile properties, were treated in each 
heat. ‘The manner of machining the test pieces from our specimens is 
described in the previous report of which this is a continuation. One 
tensile test and four impact tests were thus obtained from each heat run. 
The tensile specimens were broken in a small Emery hydraulic testing 
machine of 230,000-pounds capacity at the Bureau of Standards by Tom 
W. Greene, under the supervision of R. 8. Johnston. 

The elongation of the bars was measured by a Ewing extensometer. 
The proportional limit was determined from the stress-strain diagram as 
that stress at which the ratio of unit stress to unit deformation ceased to 
be constant. The yield point was taken by the drop of beam method, 
which is accurate with such a sensitive machine as the one used. The 
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tensile strength was determined by observing the maximum load prior to 
rupture. The tensile strength, proportional limit, and yield point values 
per square inch were based on the original cross-sectional areas of the 
specimens. The stress at rupture was obtained by following the falling 
off in load as the specimen necked down. It is computed as the load per 
unit of area of the reduced section of the specimen as determined after 
rupture took place. 

The Charpy impact test specimens were broken at the Watertown 
Arsenal under the supervision of F’, C. Langenberg. 


Results Obtained 


Table 1 gives the results obtained which show the same general phe- 
nomena observed in the work done on C 0.34 and 0.52 per cent. steels, 
already reported; they are, in general, a corroboration of that work. 

Although the tendency in this carbon steel is to increase in strength, 
hardness and ductility with increase in cooling rate, the increase, particu- 
larly with respect to notched impact value, is not so great nor so sustained 
as was found to be with the steel of C 0.34 per cent. In Table 1 we have 
borrowed figures from the corresponding treatments reported in the 
investigation by Howe, Foley and Winlock, of which this paper is really a 
continuation. The phenomenon of increase in Charpy impact value with 
increase in cooling rate, up to that which we have designated as ‘‘F” 
(plain air cooling), agrees with the results obtained with C 0.34 per 
cent. steel. 

An outstanding point which has developed in all these investigations 
is that the lowest values for all of the physical properties obtained were 
those resulting from a very slow rate of cooling from above the critical 
temperature. This applies to hardness, ductility and toughness as 
judged from impact-resistance values. 

Magnifications of 2000 diameters showed that the fastest rate of 
cooling (approximately 1.10° C. per second) produced a distinctly lamellar 
pearlite (Figs. 1 and 2). As the rate of cooling slackens the pearlite 
lamelle are broken up so that with the slowest rate used much of the 
cementite is spheroidal (Figs. 5and 6). The lamelle in the rapidly cooled 
specimens are not resolved at a magnification of 500 diameters (Figs. 7 
and 8), which magnification is fully sufficient to resolve the cementite 
formation in the slower cooled specimens. The photomicrographs 
accompanying this article (Figs. 1 to 6 at X 2000 and 7 to 12 at X500) 
show the breaking down of pearlite lamelle into the globular form.” 

It also appears to us from our microexamination of the specimens 
treated that the pearlite lamellae become coarser and tend more towards 


breaking up into globules as the time of holding at the annealing 
temperature increases to 2 hrs. 


‘2 The notations G, G2, E, E2, etc., in connection with Figures 1 to 12, refer to 
the column ‘‘Coolinz Method” in Table 1. 
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Fig. 1.—Srer. conrarninG 0.75 PER CENT. C, T Max. 751° C., HELD 20 MIN., ACCELER- 
ATED AIR COOLING (G). XX 2000. 


Fig. 2,—STEEL CONTAINING 0.75 PER CENT. C, T max. 751° C., HELD 20 MIN,, ACCELER- 
ATED AIR COOLING (G2) xX 2000. 
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Discussion 


The best combination of physical properties obtained in this work 
resulted from plain air cooling (F) and is associated with a fine condi- 
tion of lamellar pearlite. As the lamell break up into globules due to the 
slower rates of cooling, the steel becomes softer and the Charpy values 
are lowered. 

Pearlite probably does not form in specimens cooled at faster rates 
than those we have used in this work: Such rates produce troostitic, 
sorbitic, and martensitic structures which give hardness combined with 


Fig. 3.—STEEL CONTAINING 0.75 PER CENT. C, T max. 751° C., HELD 2 HR., RETARDED 
AIR COOLING (E2). XX 2000. 


low notched impact values. These structures are the result of a marked 
lowering of the Ar temperature. This marked lowering of the Ar causes 
the formation of a very great number of nucleii within the undercooled 
austenite, which nucleii grow slowly because of the low temperature. 
The limit of undercooling, which may be followed by transformation, 
produces martensite with crystals of colloidal dimension. 

Just as it takes a certain amount of undercooling of austenite to 
produce the values of nucleii number and linear rate of crystallization 
which result in martensite, troostite and sorbite, so it would seem that a 
certain degree of undercooling is necessary for the formation of lamellar 
pearlite, and that when undercooling is minimum, lamellar pearlite will 
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not form but spheroidal cementite result instead. This would mean that 
the ultimate stable product of cooling through the critical temperature 1s 
spheroidal cementite plus ferrite and not pearlite. On the other hand, 
possibly, pearlite always forms and then, as in our slowest coolings, 
spheroidizes during the retarded cooling after passing through Ar. 

The former conclusion is suggested by the fact that under a given set 
of slow cooling conditions, the specimen which has been held longest above 
the critical temperature tends to a greater degree of spheroidization. 
The longer holding period causes a greater degree of diffusion of carbon 
in the austenite and as a consequence there are fewer carbon-rich areas to 


\\* 
KK 


NG 


Fig. 4.—STEEL CONTAINING 0.75 PER CENT. C, T max. 751° C., HELD 20 MIN., RE- 
TARDED AIR COOLING (EK). XX 2000. 


retard the transformation. Under very slow cooling conditions the 
transformation starts at a higher temperature because of both factors, 
the lack of high-carbon areas, which would tend to retard transformation, 
and the slowness of cooling, which enables the transformation to take 
place when it is due. It would seem that spheroidization which took 
place below the Ar temperature would not be affected by the length of 
stay above the critical temperature and that, therefore, the degree of 
spheroidization under given conditions of cooling ought to be the same 
regardless of the time of holding above the critical temperature. Very 
possibly a combination of the two factors produces the spheroidal condition 
of cementite. The combination of high temperature, prolonged holding, 
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and very slow cooling would probably produce spheroidal rather than 
lamellar cementite. 

For the best combination of physical properties to be obtained from 
annealing carbon steels, the steel will first be normalized thoroughly 
reheated to the lowest point practical above the critical temperature, held 
a very short period of time (depending on sizeof piece being treated), and 
then cooled at the fastest rate which will permit lamellar pearlite to 
form. Probably a piece first put into the sorbitic state by a quench and 
draw presents the most homogeneous condition to start out with, but such 
steel would probably have better physical properties than could be 
obtained by annealing. ‘The prevalent practice of normalizing steel prior 
to final treatment is no doubt beneficial even when the final treatment is 
to be a simple annealing. 


Fia. 5.—STEEL CONTAINING 0.75 PER cENT. C, T max. 751° C., HELD 20 MIN., RE- 
TARDED FURNACE COOLING (A). X 2000. 


Trsts oF STEEL OF CARBON 0.52 PrR CENT. 


Effect of Quenching Temperature on the Impact Values of Drawn Steel 

In the work already cited of Howe, Foley and Winlock, extraordinary 
impact-test values were obtained with C 0.52 per cent. steel when 
quenching from very high temperatures was followed by drawing at 
675°, C, (1247° F.). In that work specimens 7 in. round by 5/4 in. 
long were first given a normalizing treatment consisting in heating to 
900° C. (1652° F.), and air cooling; then a number of specimens were 
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quenched in water from 780° C. (1436° F.), 845° C. (1553° F.), 910° C. 
(1670° F.), and 975° C. (1787° F.) and subsequently drawn at 300° C. 
(572° F,), 450° CG. (842° F),9525°-C..077" Fy, and Gia CON1247° Fy, 
Specimens drawn at 300° C. showed a lowering of impact value as 
the temperature at which they had been quenched increased. The higher 
drawing temperatures gave specimens whose impact value increased as 
the temperature from which they had been quenched increased. For 
example, a specimen drawn at 675° C. following a quench in water from 
780° C. gave an average impact value of but 5.09 ft.-lb., whereas the 
same drawing following a quench in water from 975° C. gave an impact 
value of 23.80 ft.-lb. These results seemed to us extraordinary and 


‘TAQ ay an x 
Fie, 6.—STEEL CONTAINING 0.75 PER CENT. CARBON, T Max. 751° C., HELD 2 HR., 
RETARDED FURNACE COOLING (A2). XX 2000. 


we have, therefore, repeated the work in part and carried the quenching 
temperature higher. 

The quenching temperatures used in our present experiments were 
845° C. (1553° F.), 975° C, (1787° F.), and 1040° Cy (1904° F.). ‘The 
time of holding at the quenching temperature was 10 min. and the 
specimens were normalized as in the previous work by air cooling from 
900° C. The heating was carried out in the same furnace and in the same 
manner as described in the original work. Prior to quenching, the water 
was started circulating vigorously and remained in circulation during 
the cooling of the specimens. Two drawing temperatures were used: 
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Fic. 7.—STEEL CONTAINING 0.75 PER CENT. C, T Max. 751° C., HELD'20 MIN., ACCEL- 
ERATED AIR COOLING (G). X 500. 


Fic. 8.—STEEL CONTAINING 0.75 PER CENT. C, T Max. 751° C., HELD 2 HR., ACCELER- 
ATED AIR COOLING (G2). X 500. 
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450° C. (842° F.), the holding time being 30 min., and 675° C., the holding 
time being 10 min. as before. To repeat all the drawings used in the 
previous work was not considered necessary. Only such are used as 
seemed necessary to check the general phenomenon evidenced by the 
results which have been published. Our results are given in Table 2. 

All of our impact values are higher than those obtained by similar 
treatments in the work of Howe, Foley and Winlock. The reason for 
this probably lies in the fact that their specimens were quenched in still 
water, whereas our specimens were quenched in well agitated water. For 
the lower drawing temperature, and for the low quenching temperature, 
the spread of impact value is wider than obtained in the work of the 
previous investigators. - 


Taste 2.—Impact Values of Quenched and Drawn Steels Containing 
0.52 Per Cent. Carbon (Composition 0.52 Per Cent. C, 0.55 Per Cent. Mn, 
0.22 Per Cent. Si, 0.030 Per Cent. P, and 0.029 Per Cent. S) 


Ouenehed: Specie Impact Value (Charpy), Foot-pounds 


in Water men jj 
from © C. No. | Minimum | | | Maximum Average oe 
Quenched as shown and drawn at 450° C. (842° F.), 30 minutes; air cooled 
| 
845 1 3.95 5.16 9.66 | 12.38 7.79 
4.14 7.96 9.90 12.86 8.72 8.25 
975 1 10.36 folie! OMA eet leeres 11.90 ipl su 
2 10.60 10.72 10.83 12.02 11.04 eas 
1040 1 10.36 10.48 10.83 11.19 10,72 
2 9.55 | 1119 ti 0 ooze tome 
Quenched as shown and drawn at 675° C. (1247° F.), 10 minutes; air cooled 
845 1 10.02 | 12.98 | 16.11 | 18.07 | 14.30 
2 9.55 10.13 13222 15.47 12.09 13.39 
975 1 | 24.74 | 25.32 | 26.06 | 27.55 | 25.92 
2 25.08 26.35 26.50 26.80 26.17 | 26.04 
1040 1 24.88 | 25.03 26.80 PA PAS: 25.99 
2 24.45 | 24.45 24.74 | 25.91 24.89 25.44 


The wider spread of values for the specimens quenched from 845° CG. 
may be accounted for by the fact that steel of this carbon content requires 
a severe quenching in order to produce full hardness, or, what is the same 
thing, approximately complete martensitization. Still water did not 
supply the proper conditions in the previous work and circulating water 
provided an approach to the desired condition for use only on the end of 
the specimens which entered the water first. The effect of this is more 
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pronounced in the specimens which were drawn at the lower temperature, 
because the influence of the conditions under which the specimens were 
hardened is still quite marked. It is less marked when the drawing 
temperature is raised to 675° C. 

More severe quenching is required to produce full hardness by quench- 
ing carbon steels from a low temperature than when the quenching 
temperature is increased. Therefore, we suppose that while the condi- 
tions which prevailed in our work fell somewhat’ short of those necessary 
for the production of full hardness by quenching from 845° C., these 
same conditions were more nearly ideal for the quenchings from 975° and 
1040° C. Therefore, we have more uniform results from the specimens 
quenched from the higher temperatures. 

The values we have obtained are a general corroboration of the results 
reported by Howe, Foley and Winlock. 


Fic. 9.—STEEL CONTAINING 0.75 PER CENT. C, T max. 751° C., HELD 20 MIN., RE- 
TARDED AIR COOLING (E). X 500. 


DISCUSSION 


The present work shows, as did the previous work in which one of 
the present authors was engaged, that higher values for impact resistance 
are obtained with this steel of C 0.52 per cent. if a drawing at 450° Cto 
675° C. is preceded by quenchings in water from temperatures in the 
neighborhood of 1000° C. than when the preparatory hardening Is done 
from temperatures nearer but above the Ac3. This procedure is con- 
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trary to the usual admonition that quenching for hardening should 
always be done from temperatures as near but above the Acs as pos- 
sible. Whether this phenomenon is a peculiarity of the particular steel 
we have used or not we are unable to say, but we have no reason to think 
that it is. The steel is carefully prepared acid open-hearth steel of nor- 
mal composition and is representative of good commercial material as 
far as we are able to tell through careful observations made throughout 
its production and subsequent preparation. Only a repetition of the 
work, using other melts of steel of like carbon content, can settle this 
point. 


Fic. 10.—STEEL CONTAINING 0.75 PER cENT. C, T Max. 751° C., HELD 2 uR., RE- 
TARDED AIR COOLING (E2). X 500. ‘ 


This steel did show, under the microscope, that some of the pro- 
eutectoid ferrite was banded in a segregated form as shown in Fig. 13. 
We hesitate very much to attribute this behavior under impact stress 
to banded ferrite, although it might well be caused by it. It is a fact 
that commercial carbon steel bar-stock of hypoeutectoid composition 
generally contains banded ferrite and, therefore, these findings may have 
a broad application. 

We suspect that when steel of this kind is to be used in the “as 
quenched” condition or after drawing at a temperature as low as 300° C. 
hardening would best be done at the lowest temperature which a 
produce the desired hardness. When the drawing is to be done at higher 
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temperatures probably quenching would best be done, if practical, at 
considerably higher temperatures, as this work shows. The difficult 
of course, would come in the danger of cracking the steel. None Re a 
in the treatment of these 7<-in. round by 5!9-in. long specimens, but 
pieces of different shape probably would crack. 
There are no transformations known in thé solid state above the Ac 
in Steels of the composition used here. Certain changes, however me 
going on with increase in the temperature of the metal. One of these 
changes is in the size of the individual crystals of the austenite: this 
change increases with temperature. The other change which beruce 


Fie. 11.—Sreen conrarninG 0.75 PER cENT. C, T Max. 751° C., HELD 20 MIN., RE- 
TARDED FURNACE COOLING (A). X 500. 

is in the degree of homogeniety of distribution of the elements, particu- 
larly carbon, in the austenite; as the temperature rises a greater degree 
of homogeniety is attained. We feel quite safe in believing that an 
increase in the size of the individual crystals of austenite would not lead 
to an improvement in physical properties such as we find. On the other 
hand, we can well believe that the production of a more homogeneous 
austenite, prior to quenching by heating to a sufficiently high tempera- 
ture, could easily account for the improvement. 

According to French and Klopsch? a cooling rate of 220° C. per second 
is required to produce complete martensitization in a carbon steel of 


2French and Klopsch: Quenching Diagrams for Carbon Steels in Relation to 
Some Quenching Media for Heat Treatment. Trans. Am. Soc. Steel Treating, 


Sept., 1924. 
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C 0.45 per cent. cooled from 875° C., the specimens used in their work 
having been 1-in. rounds. Water at room temperature, such as was 
used in our work, gives a cooling rate on }4-in. rounds, according to 
French and Klopsch, of between 110° and 150° C. per second. This rate 
of cooling was not rapid enough to produce complete martensitization 
in their C 0.75 per cent. steel. In our specimens troostite was present, 
even in the specimens quenched from the highest temperature we used 
(1040° C.). Fig. 14 shows typical acicular martensite associated with 
troostite in this C 0.52 per cent. steel. In the reason for the presence of 
troostite in these rapidly quenched steels, will probably be found the 
reason for the higher impact values we have obtained. French and 


Iie, IP 


STEEL CONTAINING 0.75 PER CENT. C, T max. 751° C., HELD 2 HR., RE- 
TARDED FURNACE COOLING (A2). X 500. 
Klopsch used the thermocouple at the center of the mass being quenched, 
so that the rates they obtained were the slowest that existed in the mass 
during cooling. The presence of microscopic quantities of troostite can 
hardly be caused by a slower rate of cooling in these localities of micro- 
scopic size. ‘They are most likely the result of an heterogeneous austen- 
ite. Certain spots have a low carbon content, and, therefore, a higher 
rate of cooling than that which exists in the mass is necessary in order to 
produce martensite in such localities. We cannot harden pure iron 
because we are unable to lower the transformation during cooling to the 
extent that we can when carbon is present, and we produce troostite 
amidst martensite in these medium-carbon steels because not enough 


~ 
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carbon is in the troostitie areas to aid in lowering the transformation to 
the temperature at which martensite is produced. 

Portevin and Garvin? showed that a slower rate of cooling can be 
used in producing complete martensitization if the temperature of quench- 
ing is increased. This would indicate that at higher temperatures a 
degree of homogeneity is attained that is not’ present at lower tempera- 
tures, and it is to the more uniform distribution of carbon, which we have 
thus obtained, that we attribute these higher impact values. In the 
high drawing temperatures which follow the quenching, we are not con- 
cerned with the crystal size of the austenite which preceded the quench- 


Fig. 18.—LONGITUDINAL SECTION OF ROLLED BAR OF STEEL CONTAINING 0.52 PER 
cENT. C. XX 150. 


ing. The influence of that is entirely lost. No doubt its influence is 
found in the martensite which succeeded it and perhaps to some extent, 
in the next generation, troostite, but practically none remains in the high 
temperature sorbite. The segregation of carbon, however, exists in a 
modified form throughout all of the subsequent modifications. In the 
sorbite it is a segregation of carbide of iron, and a segregation of carbide 
means localized impoverishment of carbide, for the gain in carbide by 
one locality is at the expense of another. 

If, in order to produce the best impact values in quenched and drawn 
steels, it is necessary to go to such high temperatures and quench there- 


3 Investigations on Influence of the Rate of Cooling on Hardening of Carbon 
Steels. Jnl. Iron Steel Inst. (1919), 99, 551. 


VOL, LXx11I1.—60. 
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from, considerable advantage will be lost in the case of intricately shaped 
pieces because of the great danger of cracking. If our reasons for the 
increase in toughness found is correct, there should be no loss incurred 
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Fic. 14.—TRoostiTE IN MARTENSITH OF STEEL CONTAINING 0.52 PER CENT. C, QUENCHED IN WATER FROM 1040° C, 
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is established at the high temperature, one would not expect the diffused 
carbon to segregate again at a lower temperature while still above Ar, 
unless too close an approach to Ar were made. 

In this latter event, perfect homogeneity of austenite not being 
attained perhaps in any event, the allotropic transformation would com- 
mence in such spots of lower carbon as might chance to exist. However, 
there is room for experimentation here and we propose to try it. Of 
course, as we have stated before, this is only“practical where a high 
drawing temperature is used to produce a tough steel. It is no aid either 
in steels which are used in the ‘‘as hardened”’ state, or in those which are 
drawn at low temperatures. Neither is it of use in annealing steels of this 
type for, in very slow coolings, ferrite forms at the borders of the trans- 
formed austenite crystals and, if these are large, a coarse ferrite segregation 
results. In other words, the diffusion attained at the high temperature is 
nullified by the segregation of ferrite at the crystal boundaries during 
cooling, and the coarseness of the austenite crystallization is accentuated 
by its presence there. This condition is a special case but is one which, it 
seems to us, has broad application in industry. 
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Effect of Air Gap in Explosion System on Production of 
Neumann Bands* 


Francis B. Forey{ anp J. E. Crawsuaw,{ Signau Mountain, TENN. 
(New York Meeting, February, 1926) 


In THE first report! disks of steel of known composition and history 
were exposed, under carefully prescribed conditions, to impacts of 


explosion products resulting from the explosion of 50-gm. charges of. 


explosives having well-determined rates of detonation, or to impacts of a 
weight of known mass, falling through measured distances. There were 
available at the Bureau of Mines Experiment Station five explosives, 
having rates of detonation of 5716, 4470, 3190, 2296, and 1523 meters per 
second. It being desired to continue this exposure downward, and no 
explosives with a lesser rate of detonation being at hand, resort was had 
to the impact of a falling weight, the differences in the velocity of impact 
being attained by varying the height from which the weight was allowed 
to fall. It was expected by this means to demonstrate experimentally 
that the development of Neumann bands was determined by the sudden- 
ness of the deformation of the metal in which they were produced. But 
while progressive deformations were obtained with the explosive 
charges, the falling-weight method failed because the tup was 
progressively deformed, also the disks were so flattened as to be unfit for 
metallographic examination. 

A return, therefore, has been made to the use of explosives as the 
source of energy, an air-gap being interposed between the charge of 
explosive and the disk, as the effect diminishes as the function of the dis- 
tance between the charge and the object on which the products of its 
explosion, or the shock wave from its detonation, impinge. The details 
of the arrangement of the tests by the air-gap method were the same as 
those described by Foley and Howell,? except that after the system had 
been set up and the desired apparent specific gravity for the explosive 
attained by tamping it, the small lead block, with the steel disk adhering 


* Published by permission of the Director of the Bureau of Mines. 
+ Metallurgist, Bureau of Mines. 
{ Explosives Engineer, Bureau of Mines. 
17, B. Foley and 8. P. Howell: Neumann Bands as Evidence of Acti 
ands ction of Explo- 
sives on Metal. Trans. (1923) 68, 891. Sea be 
2 Op. cit., 899. 
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to it (because of the vaseline coating regularly used in the Bureau of 
Mines small lead block test), was slipped down; or, the explosive charge, 
with its contained detonator, which adhered firmly to the walls of the 
paper tube, was, with the tube, slipped up until the desired measured 
gap was secured. 

This report deals with eight specimens, or disks, numbered 1 to 8 air 
gap, of the same shape and material as was used in the previous work. 
The explosive used was 60-per cent. straight nitro-glycerine dynamite, in 
50-gm. charges, tamped to an apparent specific gravity of 1.21, and fired 
by No. 7 electric detonators. Specimen 1 represents the original 
material, not subjected to the impact of explosion. The explosive was 
detonated while in contact with the surface of specimen 2, and at the 
distances above the surface of specimens 3 to 8 here shown. 


DEPRESSION OF 


ArR SPACE, Leap Buocr, 
SPECIMEN NUMBER Mrtiimeters MILLIMErEers 
TL UIE EES y Oy. lasts: Shenango 
2, SUPT PASE . 558 Cae es a ene ee Ge ee ee Weegee ee 0 20.75 
PRBCU LTR CL) aE get. ofc cc = de ee o dN Ay ROR CV ROME as cl 80 4 17.00 
ELLEN 1) Meee ee Ee cee Ae ee tes POS hie Cae rig fea Se 8 12.00 
5S GIP IN Oised ob ecco HAGE Coes OOO ae Sale ere 16 125 
BAITED AID Nene ARR Tena cite) ccstoher elect n ehaie ceryenc cxctorensitems erences avn 32 6.00 
if GUERRA, coe Soly & Regen CIO DE ee CEG Ais hee en ee 64 3.25 
SECU 75D) eae oye Ne, md tae as, «bape see eases weenie ites eo 128 2.00 


The last column records the extent of the depression of the lead 
block on which the specimen was supported. 

Following the practice in the first investigation, all the specimens were 
photographed, at 200 diameters, at three points along the axis of the 
disks, designated as positions 1, 2 and 3. Position 1 is 1 mm. from the 
front face, or that face of the specimen that was toward the explosive; 
position 2 is at the center of the specimen; and position 3 is 1 mm. from 
the back face, or that face of the specimen that was down, or away 
from, the explosive. 

Specimen 2, which had no air space between it and the explosive, 
shows numerous Neumann bands. With an air space of 4 mm. the 
number of bands was considerably less, as shown in specimen 8. With an 
increase in the air space up to and including 16 mm., there is little change 
in the appearance under the microscope as shown by the photomicro- 
graphs of specimens 3, 4 and 5. There are fewer bands, particularly 
in position 2, with an air gap of 32 mm., and the number seems to 
decrease gradually until with an air gap of 128 mm. (specimen 8), no 
bands appear at the center of the specimen, and but a few exist in posi- 
tions 1 and 3. The lowest impact velocity used in this work is then 
sufficient to produce some Neumann bands. 
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Fig. 1.—SprciMen 1, WHICH WAS NOT SUBJECTED TO EXPLOSIVE IMPACT. XX 200 


Fria. 2.—PosITION OF SPECIMEN 2; No ore BETWEEN SPECIMEN AND EXPLOSIVE. 
x H 
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x 200. 


Fig. 4.—PostvIon 3 OF SPECIMEN 2; NO AIR SPACE BETWEEN SPECIMEN AND EXPLOSIVE. 
X 200. 
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Fia. 5.—Position 1 OF SPECIMEN 3; 4-MM. AIR SPACE BETWEEN SPECIMEN AND EXPLO- 
SIVE. X 200. 


Frc. 6.—Posrrion 2 oF SPECIMEN 3; 4-MM. AIR SPACE BETWEEN SPECIMEN AND EXPLO- 
SIVE.  X 200. 


i 
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Fic. 7.—POosITION 3 OF SPECIMEN 3; 4-MM. AIR SPACE BETWEEN SPECIMEN AND EXPLO- 
SIvE. X 200. 


Fig. 8.—Posttion 1 or SPECIMEN 4; 8-MM. AIR SPACE BETWEEN SPECIMEN AND EXPLO- 
SIVE. X 200. 
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Fig. 9.—PosItTION 2 OF SPECIMEN 4; 8-MM. AIR SPACE BETWEEN SPECIMEN AND EXPLO- 
SIVE. X 200. 


Fre. 10.—PosiTion 3 oF SPECIMEN 4; 8-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 
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Errect or Neumann Banps on SouvsILity oF [Ron IN 
Hyprocutoric Acrp 


So far it has not been found possible to detect Neumann bands in 
steel that has been subjected to very sudden deformation, unless the 
steel contains an excess of free ferrite. Thus the examination of steel for 
Neumann bands by means of the microscope is confined to steel of very 
low carbon content in the annealed state, and it does not permit us to 
determine quantitatively the extent of twinning. It is known that 
Neumann bands are a characteristic of ferrite and that such constituents 
of steel as troostite, sorbite and pearlite contain ferrite. The question, 
therefore, arises: Are Neumann bands produced in sudden impact in 
these other constituents of steel, as well as in the pro-eutectoid ferrite and 
are we unable to detect them only because the ferrite crystals are so small 
that they are not visible as such under the microscope? May it not be 
possible to correlate the Neumann bands that we are able to see in the 
ferrite of low-carbon steels with some measurable property and then to 
use that property as a gage to measure the imperceptible Neumann bands 
that may be present in high-carbon and alloy steels? To say that twin- 
ning does not exist in pearlite, for example, is to say that twinning cannot 
be produced in ferrite when the crystal size reaches a certain minimum. 
If shock does not produce Neumann bands in very fine ferrite, such as 
that in pearlite, does it have any other effect? 

In the first report of the Committee*® attention was called to the fact 
that Osmond and Wuth, Heyn and Bower, and Goerens have noted that 
the rapidity of solution of iron increases steadily with the degree of mechan- 
ical treatment to which the iron has been subjected, and that these obser- 
vations suggest a possible means by which the development of Neumann 
bands in a specimen might be quantitatively followed. In other words, 
if the solubility of iron in a given solvent increases with the mechanical 
work previously done upon it, the degree of twinning in the different test 
pieces cut from the same piece of steel shafting, but each subject to a 
different degree of exposure to deformation, might be ascertained by the 
measurement of the relative rates of solution of the differently exposed 
specimens in the given solvent. 

Specimens 1, 3, 5 and 7 air gap, of those described in the first part of 
this paper, were used to make a preliminary test of this solubility theory. 
The procedure planned was as follows: A small portion, of approximately 
square cross-section, was to be machined from a radial position in each of 
specimens 1, 3, 5 and 7 air gap. The cross-sectional area of each piece 
thus obtained was to be measured as precisely as possible with a microm- 
eter. Each piece was then to be covered with an acid-resisting coating, 
except upon the measured surface. The piece was then to be weighed 


3 Op. cit., 913. 
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and the measured cross-sectional area exposed to the solvent. After the 
determined length of exposure, the specimen was to be removed, washed, 
dried, and weighed and the solution titrated for iron. The loss 
from solution was then to be calculated as loss per square millimeter 
of exposed surface. 

A protective coating of paraffin was used in the first experiments and 
the pieces were immersed in a solution of equal parts of nitric acid and 
water but this was unsuccessful because the acid ate in between the 
paraffin and the sides of the piece until portions of the paraffin were 
lifted off bodily so that the area attacked was unknown. The pieces 
were, therefore, electroplated with copper. The method used was that 
recommended by Rawdon! for preparing thin sections for micro-examina- 
tion. First, a thin layer of copper was applied in a neutral solution of 
cuprous cyanide and then a fairly heavy deposit in a solution of copper 
sulfate and sulfuric acid. The cross-sectional area of the pieces having 
been determined, they were copper-plated all over; then the copper was 
removed from the end that was to be exposed to the acid. ‘The piece was 
weighed and then suspended for 14 hr. ina solution of equal parts of 
hydrochloric acid and water, this solvent being used because, while it 
attacks iron, it does not attack pure copper. After removal and drying, 
the piece was again weighed and the solution titrated for iron with 
KMn0O,. Each piece was suspended in a separate beaker containing in 
every case 25 cc. of the acid solution. The ends were again ground off 
and the experiment repeated, changing the time of immersion in the 
acid to 1 hr.; after another regrinding the specimens were immersed 
for 2 hr. The results were as follows: 


Bbadmen tose? Hr. a ee. Loss ane HE, ; she Loss ne Hr. = 
Ho. Weight | Titration | Wateee Titration | Weight | Titration 
ee era ee J =3 E 
83 air gap....) 0.0000806 | 0.0000773 | 0. 000225 , 0.000262 | 0.000407 | | 0. 000350 
5air gap....) 0.0000745 | Not deter- 0.000314 | 0.000388 | 0.001173 0.000249 
mined | 

7 air gap... | 0 .0000542 | 0.0000913 | 0.000119 lO. 000181 | 0.000127 | 0.000103 
lair gap. ve] 0 .0000419 | 0.000106 | 0.000092 | 0.000177 | 0.000123 | | 0. 000177 


These results have been plotted, the result being shown in Fig. 23. 
No attempt is made to draw any conclusions from this preliminary 
work regarding the solubility of these pieces in 50:50 hydrochloric 
acid and water, other than to say that the results indicate that an 
accurate determination of the losses in dilute acid will probably show a 
relationship to exist between the solubility of the metal and the degree of 
deformation, or twinning that the specimens have undergone under the 
action of the explosive. 


4H. S. Rawdon: Preparation of Small Pieces for Microscopic Examination 
Chem. & Met, Eng. (1921) 24, 475. 
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Fig. 11.—Position 1 oF SPECIMEN 5 
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Fig. 12.—Posrt1ion 2 OF SPECIMEN 5 
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Fig. 13.—PosITioN 3 OF SPECIMEN 5; 16-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 


Fia. 14.—Posirion 1 or spEcIMEN 6; 32-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 
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Fig. 15.—PosItTioN 2 OF SPECIMEN 6; 32-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 


Fic. 16.—PostTIon 3 OF SPECIMEN 6; 32-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200, 
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Fic. 17.—PosiTIon 1 OF SPECIMEN 7; 64-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 


Fic. 18.—PositTIon 2 OF SPECIMEN 7; 64-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. XX 200. 


961 


Fig 19.—PosITIoN 3 OF SPECIMEN 7; 64-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 


Fic. 20.—PosiTIon 1 OF SPECIMEN 8; 128-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. XX 200. 


Vou, Lxxii1.—61. 
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Fig. 21.—PosiTIon 2 OF SPECIMEN 8; 128-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 
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Fig. 22.—PosITION 3 OF SPECIMEN 8; 128-MM. AIR SPACE BETWEEN SPECIMEN AND 
EXPLOSIVE. X 200. 
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A sensitive test of the solution after removal of the pieces showed no 
trace of copper. This is a point in favor of the use of copper as a coating 
and hydrochloric acid as a solvent. The disadvantage of using a copper 
coating is that it readily oxidizes on the surface when exposed to the air 
and probably there is some gain in weight from this source. Neverthe- 
less, the results obtained by weighing agree betfer within themselves than 
do the losses obtained by titration. Evidently a better method of analyz- 
ing for such small amounts of iron will have to be adopted. 

There was a negligible loss in weight after 19 hr. in the acid. A 
general agreement exists between the weight loss and titration loss found 
after 1 hr. in the solution, Fig. 23. In both the 14 and 1-hr. tests the loss 
by titration is greater than that found by weighing. When it is consid- 
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Fig. 23.—SoLuBILity IN HYDROCHLORIC ACID. 


ered that the weight loss takes in the loss from the solution of other 
elements than iron and that the titration loss represents only the iron 
dissolved, the loss determined by weighing should be greater rather than 
less, than the loss determined by titration. Only in the 2-hr. test does the 
titration loss appear less than that obtained by weighing, but here the 
titration loss is less in 2 hr. than that found after a 1-hr. test. This throws 
the analytical method under suspicion. In general, we do not feel that 
much weight can be given the quantitative values obtained and we do not 
feel justified in making a comparison on that basis. Specimens 2, 4, 6, 
and 8 air gap have been held back for solubility tests after our methods of 
determining solubility have been improved. Improvement should be 
made in the method of analyzing our solution for iron after removal of the 
pieces. The results obtained warrant us in going forward with the 
determination of solubility. 
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DISCUSSION 


B. Sroucuton, Bethlehem, Pa.—Mr. Foley, did you use a standard 
in connection with this solubility? For example, we know that acid 
steel dissolves more slowly in dilute acids than basic steel. You would 
have to have some base line to start from in determining the Neumann 
bands in relation to the solubility. 


F. B. Fotsy.—Our standard for determination of the effect of 
Neumann bands on solubility has been a specimen free of Neumann 
bands before subjecting it to impact.. We used no other standard. 


S. L. Hoyt, Schenectady, N. Y.—By their recent studies of the pro- 
duction of Neumann bands and by the use of a new type of ocular, Dr. 
Rosenhein and Dr. McMeehan were able to obtain results in a micro- 
scopic study such as this which hitherto had not been produced, and 
their evidence showed fairly conclusively, and certainly to Dr. Rosen- 
hein’s own personal satisfaction, that Neumann bands were not twins. 
On the other hand, the band, when studied with this new means, was 
shown to consist of a series of more or less roughly parallel lines, not at all 
a homogeneous band; secondly, slip lines subsequently produced on a 
sample which had already been subjected to impact and polished to show 
Neumann bands, showed that the slip band did not cross the Neumann 
bands with the same structure which you would get, for example, in a 
piece of twinned copper. In other words, the slip bands in crossing the 
Neumann band ran at random orientation with respect to the band 
proper. If the Neumann band were a twin we would have reason to 
expect perfect parallelism of these slip bands. 

Mr. Foley, did you consider the nature of Neumann bands in the light 
of Dr. Rosenhein’s recent contribution, and did you find yourself in 
agreement therewith? 


F. B. Foutny.—My recollection is that Rosenhein said that with the 
velocities used he did not think the Neumann bands were twins, but he 
did not know about any higher velocity such as we had used in our work 
here. The best evidence of twinning I have obtained is in one partic- 
ularly good photomicrograph at 930 diameters in an earlier paper.® 
There it is shown that Neumann bands are not only depressions but also 
elevations. In other words, in one crystal a Neumann band appears as a 
mountain or ridge and in another as a trough or trench. 

I imagine that the reason why a Neumann band will appear in this 
particular crystal as a trench and in another as a prominence or ridge is 
due to the difference in the solubility of the faces presented to the acid 
during the acid attack. That is, if an 001 cube face is presented to the 


5 Trans. 48, 912, Fig. 39. 
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acid that face is attacked much less rapidly than an octahedr al, 111 plane 
face would be. 

These considerations satisfy my own personal conception of twinning 
in a solid crystal. I am not referring to interpenetrating twins which 
form from the liquid, in which case one crystal appears to pass through 
another. These are two conditions which are quite different—I imagine 
the twin in solid crystal formed by impact has to be considered as some- 
thing different from the congenital twin produced from a liquid solution. 


C. P. Yap,* New York, N. Y.—For some time I have been most 
interested in Neumann bands. About a year ago I had an interesting 
experiment with a piece of Armco iron. I thought that if Neumann 
bands are twinning planes, twinning may reasonably be expected to take 
place under compression. On the other hand, if they are slip bands or 
mechanical cleavages, they may be expected to be present as a result of 
tensional stress. The piece was carefully polished and examined to see 


. Where extensional stress 
7 ws ata maximum 


‘Where compressional stress 
ws atamaximum 


Fig. 24.—SPEcIMEN oF ARMCO IRON PREPARED FOR EXAMINATION FOR NEUMANN BANDS. 


if any Neumann bands were present, but very few were visible. Then 
with a vise and hammer, I bent it by quick blows to about an angle of 
90°. I had the specimen prepared for microscopic examination, at A and 
B (Fig. 24) where the compressional and extensional stress are greatest. 
There were numerous Neumann bands at B and hardly any at A. More- 
over, these bands have appreciable width. 


F. B. Fotey.—I cannot see why twins could not be produced in 
tension as well as in compression. Do you know that it is not possible 
to produce them by tension? 


C. P. Yarp.—My knowledge of this subject is rather limited, but I 
would expect twinning to result from compressional stresses, as illus- 
trated by the formation of twinned martensitic needles. Three years 
ago in a lecture at the Rice Institute of Houston, Texas, Prof. Miers 
stated that twinning is not extensive in rapid Prvetnliaation, whereas it 1s 
extensively found in case of slow crystallization when the stresses are 
more or less uniformly distributed throughout the mass of the cooling 
body. But then the mechanism of twinning in iron may be entirely under 


different conditions. 


*Resarch Assistant to Dr. Ancel St. John. 
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J. 8. Vanick, Bayonne, N. J.—There is a distinguishing characteristic 
in Neumann bands in alpha iron, that I think Mr. Foley has not enlarged 
on, and that is the ragged band they form, but which you do not find in 
the same bands in gamma or in the brasses. These micrographs show 
this feature and I have come across it many times in examining similar 
structures. The explanation, as near as I can see, lies in the ultimate 
crystal structure of the two; that is, the body-centered form of the 
alpha and the face-centered lattice pattern for the gamma and brasses 
give two different sets of gliding planes for the deformation to act upon. 
In the gamma grains or in the face-centered lattices the bands are 
parallel, straight-sided and usually stop within the grain and are more 
of the nature of block movements. In the alpha grains they are fre- 
quently irregular, cross-grain boundaries and run the entire length of the 
specimen. That is especially well shown in the meteorites. 


F. B. Fotry.—This type of Neumann band was well illustrated in one 
of Dr. Krivobok’s slides.* It occurred to me that the twinning planes 
were approaching the surface at an angle, where they gave a nodal 
effect with saw edges, similar to that produced when the lamellae in 
pearlite approached the surface of the specimen at an angle as shown in 
photographs taken by Belaiew and which he used for measuring the 
width of the pearlite lamellae. I am curious to know if the nodal effect 
is not caused by the angle which the twin makes with the surface of the 
specimen. I notice on one side of the bands the line is perfectly straight 
and on the other side it is jagged, 


J. 8. Vanick.—That was the pattern I had always associated with 
Neumann bands. The other straight-line patterns, also interpreted as 
slip bands or twinning bands, depend on whether the structure has been 
heated or cooled. 


G. Sr. J. Perrorr,* Pittsburgh, Pa. (written discussion).—In experi- 
ments recently carried out at the Explosives Testing Station of the 
Bureau of Mines, Bruceton, Pa., it has been shown that the velocity of 
the shock wave across a 6-in., air gap between two cartridges of 40 per 
cent. straight nitroglycerin dynamite wrapped in a paper tube is only 400 
m. per sec. less than the rate of detonation of the explosive. It is, there- 
fore, evident that decrease in the magnitude of the blow rather than in 
its velocity was responsible for the decrease in the number of Neumann 
bands in the author’s experiments as the air gap between explosive and 
specimen was increased. 


F. B. Foury (written reply to discussion).—The 40 per cent. straight 
nitroglycerin dynamite which Dr. Perrott used would have a rate of 


SA. I. M. EB. Pamphlet No. 1557-E., issued with Mining AND Merauuury, Feb., 
1926. 


* Assistant chief explosives chemist, Bureau of Mines Experiment Station. 
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detonation in a 114-in. diameter cartridge of 4470 m. per sec. A loss of 
but 400 m. per sec. in velocity in 6 in. would still leave a high rate of 
velocity at the greatest distance (128 mm.) intervening between the 
explosive and any of the specimens used in our experiment. Velocities 
_as low as 1523 m. per sec. were sufficient to produce Neumann bands in 
our previous work in which the explosive was directly in contact with the 
specimens. It, therefore, seems obvious that, as Dr. Perrott says, the 
decrease in energy is responsible for the decrease in the number of Neu- 
mann bands. Still, to produce them at all in this material, a certain, but 
unknown, rate of application seems necessary—a very slow rate of 
application of large amount of energy giving rise to slip bands and general 
deformation. Apparently in relatively brittle, coarse-grained irons 
Neumann bands may be produced by mere static deformation and as the 
material becomes finer grained high velocities of application of energy 
seem to be necessary and possibly when a certain fineness of grain is 
attained Neumann bands may not form at all. Grain size, mass and 
velocity are the factors involved. 
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The Iron-tungsten System 
By W. P. Syxns,* CLEVELAND, OHIO 


(New York Meeting, February, 1926) 


In CONNECTION with a study of tungsten steels, Honda and Murakami! 
reported an investigation of the system iron-tungsten. This report 
included a tentative equilibrium diagram, photomicrographs of various 
alloys in the series, and qualitative measurements of hardness and magne- 
tic properties. The present investigation originally had as its object the 
study of the hardness and tensile properties of a series of carbon-free 
iron-tungsten alloys. But, as the work progressed it became evident 
that the system possessed other features of interest, so the scope of the 
investigation was enlarged. 


MATERIALS 


The iron powder used in preparing the alloys was obtained as follows: 
Iron oxalate was precipitated from a ferrous-sulfate solution by the 
addition of a solution of oxalic acid. This oxalate, after thorough wash- 
ing, was ignited to iron oxide, which after reduction in hydrogen at about 
1000° C. yielded iron powder containing but about 0.2 per cent. iron oxide 
and about 0.005 per cent. carbon. ‘Tungsten metal in the form of powder, 
such as is used in the manufacture of filaments for incandescent lamps, 
was the other constituent. This material analyzed 99.8 per cent. tung- 
sten and contained no carbon. The metal powders, in the desired pro- 
portions, were mixed by tumbling and formed, under pressure of 20 tons 
per sq. in., into rods 3¢ by 3¢ by 10 in. 

To form the alloys without contamination, sections of the pressed 
rods were placed on alundum slabs and heated in an alundum tube 
wound with a tungsten resistor and packed in heat-insulating material. 
While the resistor was heated, a stream of hydrogen was continually 
passed through both the tube and the case containing it. The tungsten 
winding on the tube, as well as the material heated within the tube, was 
thus protected from oxidation. Such a furnace will operate constantly 
for several days at temperatures up to 1500° C. and for shorter periods 


* Metallurgist, Cleveland Wire Works, Incandescent Lamp Dept., General 
Electric Co. 
1 Kotara Honda and K. Murakami: Sci. Rep. Tohoku Imp. Univ., 6, No. 5. 
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when the temperature is raised to 1800° C. At this temperature, the 
alundum softens and the tube collapses after a few hours. , 

In this furnace complete fusions were made of iron tungsten alloys 
containing tungsten up to 60 per cent. To fuse completely an alloy 
richer in tungsten than 60 per cent., it was necessary to heat the pressed 
rod directly by passing current through it’ the rod being mounted 
between water-cooled electrodes and protected from oxidation by an 
atmosphere of hydrogen. 


TEMPERATURE DETERMINATIONS 


As the lowest melting point in the series is about 1525° C. the general 
use of a thermocouple is accompanied by serious difficulties. Most of the 


Fic. 1.—ALUNDUM HOOD CONTAINING SPECIMEN FOR DETERMINATION OF FUSION TEM- 
PERATURE WITH OPTICAL PYROMETER. 


temperature measurements above 1500° C. were made with an optical 
pyrometer. A block of the metal to be fused was placed on a section of 
alundum tubing; over this block was set an alundum hood with a section 
removed through which the pyrometer could be sighted on the inside 
wall, just behind and above the specimen, as shown in Fig. 1. The 
specimen, thus mounted, was placed in the furnace at approximately 
1450° C. and the temperature increased at the rate of about 1° C. per 
minute. The first liquid formed appears in sharply defined black spots 
on the surface, or more often black lines on the edges of the block of 
metal. This dark area is presumably the reflection of the relatively dark 
open end of the furnace tube. 

Several such determinations of the melting point of pure iron were 
in agreement, within +3°C. The fusion temperature of pure nickel under 
like conditions was also noted. From these readings a slight correction 
was applied to the calibration chart of the pyrometer lamp. The alloys 
used for fusion-temperature determinations were previously heated for 
several hours at 1500° C. to 1515° C., to insure thorough diffusion of the 


components. By following this procedure, the observed temperatures 
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at which fusion commenced for a given composition pts as closely as 
the corresponding readings taken on pure iron. 

When plotting these temperatures, the first appearance of fusion was 
taken as the solidus. The liquidus, or temperature of complete fusion, 
was less definitely marked. However, by raising the temperature 
through the fusion range at a rate as low as 10° C. per hr. and noting the 
point at which the melt assumed a convex surface, the liquidus could be 
fixed within, say +5° C. These determinations were supplemented by 
microscopic examinations of the specimen, in which any unfused material 
could be identified. 

In the range between 40 and 50 per cent. tungsten, a thermocouple 
was immersed in the melt and a cooling curve taken to determine, as 
accurately as possible, the location of the eutectic, which was indicated by 
‘the optical pyrometer readings and the microstructure. 


EQUILIBRIUM DIAGRAM 


The equilibrium diagram of the system iron-tungsten arrived at by 
fusion-point determinations and microscopic examination of alloys of the 
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Fig. 2.—PartT or EQUILIBRIUM DIAGRAM OF IRON-TUNGSTEN SYSTEM, 


system is shown in Figs. 2 and 3. At 1525° C., iron will hold in solid 
solution about 33 per cent. by weight of tungsten and the melting point 
of this composition is less than 10° C. below that of pure iron. 
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Iron-tungsten alloys containing 33 per cent. or less of tungsten when 
quenched from the solidus will present, under the microscope, only the 
large polyhedral grains of the solid solution, Fig. 4. The mane from 
pure iron to 6 per cent. tungsten offers some peculiar features of micro- 
structure, which will be described later, 

When an alloy of iron and 33 per cent. or less of tungsten is cooled 
from fusion to room temperature over a period of several hours, a second 
phase appears as a precipitate somewhat crystalline in form and 
unattacked by a nitric-acid etch. It appears first at the grain boundaries. 
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Fig. 3.—EQUILIBRIUM DIAGRAM OF IRON-TUNGSTEN SYSTEM. 


With slower cooling or lengthy heating at some temperature near 1200° C., 
this phase is scattered throughout the grains of solid solution; see Fig. 5. 
This second phase appears to be the compound Fe;W: containing 68.7 
per cent. tungsten, which is found to be the single constituent of an 
alloy of that composition after prolonged heating at 1550° to 1575° C. 
This compound has been given the name iron tungstide,? but its com- 
position had been placed at 62 per cent. tungsten, or the compound Fe.,W. 

On slow cooling, then, the tungsten, in the form of the iron tungstide, 
precipitates in the solid along the line BG, Fig. 2. This line was located 
by microscopic examination of a series of specimens, water-quenched 


2H. Harkort: Metall., (1907) 18, 19, 20. 
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after heating for 6-hr. periods at temperatures ranging between 700° and 
1500° C. As an example may be cited the determination of solid solu- 
bility temperature of 20 per cent. tungsten in iron. Several blocks of the 
alloy of this composition were prepared by heating at 1500° C. for 6 hr., 

and water-quenched. Their microstructure was that of the solid mie 
tion—the single phase. One specimen was replaced in the furnace at 
1500° C., the temperature lowered to 1450° C. and held within 10° C. of 
that temperature for 6 hr. The specimen was then water-quenched and 
its microstructure noted. As none of the second phase was visible, a 


Fra. 4.—Tunasten 30 PER CENT., IRON 70 PER CENT., WATER-QUENCHED FROM 1500° C.; 
ETCHED WITH 10 PER CENT. NITRIC ACID IN ALCOHOL. X 1000. 


second block of this alloy was cooled to 1400° C., held at that temperature 
6-hr., quenched and examined. A piece held at 1350° C., was the first of 
this composition to show any precipitate of the tungstide. By further 
heatings at 1360° and 1380° C., the point on the solid-solubility curve for 
this alloy was placed at 1370° C. 

The tungstide precipitated at temperatures of 700° or 800° C. can 
be easily discerned by the rapid darkening of the surface of the alloy when 
immersed in 10 per cent. nitric-acid etching solution. The alloy con- 
taining 8 per cent. tungsten after holding for 6 hr. at 600° C. showed no 
indications of a precipitate. This percentage then was taken as the solid 
solubility of tungsten in iron at 600°C. Specimens of 8 per cent. tungsten 
content held at 500° C. for 40 or 60 hr. failed to develop any indications 
of a precipitate. 

With an increase in tungsten above 33 per cent., the tungstide appears 
in specimens quenched from the solidus. The alloy 49 per cent. tungsten- 
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51 per cent. iron appears to be a eutectic. The freezing point of this 
alloy, as determined by the thermocouple, is 1527° C.; by the optical 


Fie. 5.—Tunesten 30 PER CENT., IRON 70 PER CENT., FURNACE-COOLED, 1N 40 HR. 
FROM 1500° To 500° C. xX 500. 


Fic. 6.—TunGsTeN 49 PER CENT., IRON 51 PER CENT., FUSED, FURNACE-COOLED TO 
ABOUT 1520° C. AND QUENCHED; EUTECTIC COMPOSITION. X 100. 


pyrometer, this temperature was determined as 1525° C. The alloy 
fuses at a constant temperature, the lowest observed in the series, and 
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presents a characteristic microstructure, apparently a conglomerate of 
imperfectly formed crystals of iron tungstide mixed with a definite per- 
centage of the solid solution of tungsten in iron. This structure is illus- 
trated in Fig. 6. As the tungsten content increases from 33 to 49 per 
cent., this eutectic-like structure occupies increasingly more of the total 
area of the cross-section. In the alloy shown in Fig. 7, containing 35 
per cent. tungsten, a small amount of the eutectic appears near the edge 
of the section. The long needles of the compound were precipitated in 
the excess solid solution along the line BG, Fig. 2, as the alloy cooled below 
the solidus to 1500° C., at which temperature this specimen was quenched. 


Fig. 7.—TuNGsTEN 35 PER CENT., IRON 65 PER CENT., FUSED, FURNACE-COOLED TO 
ABOUT 1500° C. AND QUENCHED. X 100, 


In the alloy containing 45 per cent. tungsten, Fig. 8, the eutectic 
actually takes up the greater part of the section. The photomicrograph 
was taken at the border of the eutectic and excess solid solution. 

As indicated by the line BE, Fig. 2, the first indications of fusion 
occur at 1525° C, in all the compositions between 33 and 68 per cent. 
tungsten. Increasing the tungsten content above 49 per cent. results 
in the formation of larger masses of Fe;W2 and a rapid rise in the liquidus 
line CH. ‘The alloy of 55 per cent. tungsten, 45 per cent. iron, shown in 
Fig. 9, did not completely fuse until the temperature reached 1600° C. 

By prolonged heating below the liquidus, the compound Fe;W, can 
be formed in amounts that increase with the tungsten content. In 
Fig. 10, is shown a section of the 62 per cent. tungsten alloy after heating 
for 20 hr. at 1550°-1575° C. It is composed of large areas of iron tung- 
stide inclosing patches of the eutectic or iron-rich portion of the eutectic. 
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During the formation of the compound at temperatures near 1550° C., 
there is considerable shrinkage which results in the formation of many 


Fig. 8.—TuNGsten 45 PER CENT., IRON 55 PER CENT.; FUSED, FURNACE-COOLED TO 
ABOUT 1520° C. AND QUENCHED. X 100. 


Fig. 9.—Tunasten 55 PER CENT.,IRON 45 PER CENT.; FUSED, FURNACE-COOLED TO 
ABouT 1520° C. AND QUENCHED. X 100. 


voids throughout the material. The alloy after heating for 30 hr. at 
-1550°-1575° C. is shown in Fig. 11. As far as can be observed, it is made 


976 THE IRON-TUNGSTEN SYSTEM 


up of only one phase. The large black patches are the shrinkage cavities; 
small black etching pits are visible throughout the compound. Electro- 


~s+rOo 


Fia. 10.—TuNGSsTEN 62 PER CENT., IRON 38 PER CENT.; HEATED 20 HR. 1550° To 1575° C. 
QUENCHED. X 300. 


— 


Fig. 11.—Tunesrten, 69 PER CENT., IRON 31 PER CENT., THE COMPOUND F'E3W 2 FORMED 
DURING 30 HR. HEATING AT 1550° To 1575° C. X 300. 


lytic etching in a solution of sodium hydroxide will develop faint grain 
boundaries in the compound. 
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Fie. 12.—TuNGSTEN 69 PER CENT., IRON 31 PER CENT.; INCOMPLETE FORMATION OF 
Fr;W: DURING 20 HR. HEATING AT 1550° To 1575° C.; SMALL AREAS OF IRON-RICH 
MATERIAL SURROUNDED BY UNETCHED TUNGSTIDE. XX 300. 


Fic. 13.—TuNGSTEN 69 PER CENT., IRON 31 PER CENT.; AFTER COMPLETE FORMA- 
TION OF COMPOUND THIS SPECIMEN WAS HEATED TO 1700° C. anp Fr;W2 PARTLY 
DECOMPOSED. THREE PHASES: 1, TUNGSTEN RICH; 2, IRON TUNGSTIDE; 3, IRON RICH. 
x 1000. 


VOL, LXxIII.— 62. 
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Fic. 14.—SAME SPECIMEN AS IN Fia. 138; AFTER HEATING 14 uR. aT ABOUT 1550° C. 
SHOWS FE3;W2 INCREASING IN AMOUNT. THREE PHASES: 1, TUNGSTEN RICH; 2, IRON 
TUNGSTIDE; 3, IRON RICH. XX 1000. 


Fic. 15.—SaMe SPECIMEN As IN Fras. 13 AND 14; AFTER HEATING 3 BR. AT 1550° C 
COMPOUND F'E3;W2 HAS BEEN FORMED AGAIN ALMOST COMPLETELY. Two PHASES: 
1, TUNGSTEN RICH; 2, IRON TUNGSTIDE. > 1000. i 
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Fie. 16.—TuUNGSTEN 65 PER CENT., IRON 35 PER CENT.; AFTER HEATING 1 HR. AT 
1650° C. DECOMPOSITION OF TUNGSTIDE HAS BEGUN. 1, TUNGSTEN RICH; 2, TUNGSTIDE 
FE;W2; 3, IRON RICH. X 500. 


Fic. 17.—Tunesten 75 PER CENT., IRON 25 PER CENT.; HEATED 6 ur. aT 1675° C, 
AND QUENCHED; SHOWS PARTIAL DECOMPOSITION OF TUNGSTIDE, THREE PHASES: 
1, TUNGSTEN RICH; 2, IRON TUNGSTIDE, 3, IRON RICH. X 1000. 
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Fia. 18.—TuNGSTEN 62 PER CENT., IRON 38 PER CENT.} COOLED SLOWLY FROM 1675° 
C. 1, TUNGSTEN RICH; 2, IRON TUNGSTIDE; 3, IRON-RICH SOLID SOLUTION FROM WHICH 
PARTICLES OF TUNGSTIDE HAVE PRECIPITATED. XX 1000. 


) Fie..19.—Tunasten 75 PER CENT., TRON 25 PER CENT.; HEATED 20 HR. 1550° to 


aire 1G ni 1 7) 
1575° C.; TUNGSTEN-RICH PHASE IN CENTER OF FIELD, SURROUNDED BY IRON TUNGS- 
TIDE. X 1000. 
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Fie. 20.—TunesteEN 85 PER CENT., IRON 15 PER CENT.; HEATED 20 HR. 1550° TO 
1575° C.; ROUNDED AREAS OF TUNGSTEN-RICH PHASE SURROUNDED BY FE3W2. X 
500. 


Fic. 21.—TuNGSTEN 98.5 PER CENT., IRON 1.5 PER CENT.; HEATED 20 HR. AT 1600° 
To 1625° C.; WHITE ARBAS OF Fr3W2 IN TUNGSTEN-RICH MATRIX. X 1000. 
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This composition is the first of the series to show no attraction for 
the compass needle, and this is brought about only after heating for 25 to 
30 hr. at about 1550° C. 

If an alloy containing more than 60 per cent. of tungsten is heated to 
1650° C. or above, a decomposition of the compound sets in. This fact 
is denoted by line HL, Fig. 2. Within the tungstide appears a tungsten- 
rich area 1, Figs. 13, 16, and 17, and outside the tungstide is a phase that 
seems to be the solution of tungsten in iron. In Fig. 18, this iron-rich 
area 3 is covered with small particles of the tungstide, which probably 


were precipitated in accordance with the equilibrium as shown by line 
BG, Fig. 2. , 


Fig, 22.—TunGstTEn 99 PER CENT., IRON 1.0 PBR CENT.; HEATED 20 HR. AT 1600° To 
1625° C. X 1000. 


By heating again, at a lower temperature, an alloy in which the 
tungstide has been decomposed, the compound can be to a large extent 
reformed; see Figs. 14 and 15. The decomposition occurring at tem- 
peratures above 1650° C. is accompanied by the reappearance of mag- 
netic properties in the alloy; this fact indicates that free iron is one of 
the products of the composition. 

A tungsten-rich phase appears and increases in quantity as the 
tungsten content is raised. In alloys formed below 1650° C., this 
tungsten-rich material occurs in the form of islands surrounded by the 
tungstide; see Figs. 19 and 20. At the tungsten-rich end of the diagram, 
this solubility of iron in tungsten at 1600° C., as determined by examina- 
tion of a series of alloys, was placed at 1.20 per cent. Tungsten contain- 
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ing 1.50 per cent. iron, after 12 hr. heating at 1600° C., shows some 
undissolved iron present as the iron tungstide, Bigs 1 

The solid solution of 1 per cent. iron in tungsten as quenched, after 
heating 12 hr. at 1600° C., is shown in Fig. 22. If this alloy is gradually 
heated to fusion by an electric current, the section at which fusion occurs 
will show segregations of iron-rich material in’the form of envelopes sur- 
rounding the tungsten-rich grains; see Fig. 23. This shows that iron 
lowers the freezing point of tungsten very markedly, as shown by the 
solidus line KT, Fig.3. Alloys containing from 69 to 95 per cent. tungsten 
were fused in this same manner. No attempt was made to determine the 
temperatures at which complete fusion occurred, but as no new phases 


° 

Fic. 23.—TunGsTEN 99 PER CENT., IRON 1 PER CENT.; HEATED 20 oR. AT 1600 

C. THEN FUSED; SHOWS ENVELOPES OF IRON-RICH MATERIAL AROUND GRAINS OF 
TUNGSTEN-RICH PHASE. X 1000. 


were noticeable in the microstructure, the liquidus line KH, as drawn, 
should be representative of this part of the diagram. 


CriticAL Points 


When alloys containing 5 per cent. and less of tungsten were first 
examined some irregularities were noted. For example, the alloy of 5 
per cent. tungsten-95 per cent. iron showed a decidedly higher hardness 
when water-quenched from 1500° C. than when furnace cooled; but no 
measurable difference in hardness could be detected between quenched 
and slowly cooled blocks of the 10 per cent. tungsten alloy. Likewise, 
the 5 per cent. alloy exhibited a marked refinement in grain size in the 
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quenched condition, which was not found in any specimen of higher tung- 
sten content observed up to that time. This grain refinement and hard- 
ness increase brought about by a water quench from elevated tempera- 
tures had been noted in the pure iron, but to a much less marked degree. 
These findings suggested the possibility of some change in the position of 
the A; critical point of iron by the addition of small amounts of tungsten, 


A series of alloys of iron with tungsten content increasing by 1 per cent 


intervals from 1 to 6 per cent. was prepared for thermal analysis. These 
specimens were in the form of blocks about 1 by 1 by 3 in. each, weighing 
about 250 gm., and, after drilling for the insertion of the thermocouple, 
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lig. 24.—CooLinG CURVES OF IRON-TUNGSTEN ALLOYS. 


were heated at 1500° C. for 2 hr, A platinum-platinum rhodium couple 
calibrated by the melting points of pure copper, nickel, and iron was 
inserted in’ the specimen in a thin-walled silica tube and the furnace 
allowed to cool from 1500° to about 500° C. The furnace used was 
similar to that heretofore described. After the couple had been placed in 
the specimen, the flow of hydrogen into the furnace was reduced and the 
end of the furnace tube was packed with asbestos. The temperature of 
the cooling specimen was followed with a galvanometer and potentiom- 
eter, readings being taken at intervals of 0.10 millivolt. 

The inverse rate cooling curves are plotted in Fig. 24 for pure iron and 
iron containing tungsten in amounts from 1 to 20 per cent. In the 
cooling curve for pure iron, which was started from the fusion temperature 
the three critical points are strongly pronounced at 1400°,890° and 770° C. 
With increase in tungsten content, the temperature of the Ar, point is 
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rapidly lowered while that of the Ar, point is less rapidly raised. When 
the tungsten content has reached 5.5 per cent., both points are barely 
noticeable, Ar, at 1200° and Ar; at 980° C. The position of Ar, remains 
unchanged and can still be detected in the 20 per cent. tungsten alloy. 
The cooling rate of the furnace and specimens in these determinations 
decreased from 18° C. per min., at the high temperatures, to about 12° 
per min. at 700° C. 


TaBLE 1.—Temperatures of Maximum Time Intervals for Ars and Ars 


Points 
Maximum Temperature, Degrees C. 
Specimen Ss 

Arg Ar3 
EATRORE Camere, cutee: AR ao. Bolter Sr ur spas, | 1400 890 
Perr Vie ime, he 8 ae oe 1390 905 
Red Wee Fs ee ede ws ERE lk Bolt 1360 912 
Fie cE RGA IED © pada ee Sy ee pts de Oa ea 1335 936 
Oe oe Wk res ee deeds e see: | 1270 952 
Fe DEL Ghs eRe eee ee eee | 1230 960 
en oF Wi oe 8a oe esc ns | 1200 980 


Cooling rate 18° C. to 15° C. per min. 
Cooled from 1500° C, 


In Table 1 are listed the temperatures of maximum time intervals 
for both points in pure iron and in the iron-tungsten series as observed 
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Fiaq. 25.—MILLIvOLTMETER AND TEMPERATURE READINGS OF PURE IRON AND IRON 
PLUS 4 PER CENT. TUNGSTEN. 


under these conditions of cooling. For each composition two, and in 
some cases three, separate sets of observations were made. 
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Fia. 26. 


EFFECT OF INCREASING TUNGSTEN CONTENT ON THE GRAIN 


he: 3k 


Ws. PS SYKES 987 


Fe 94%-W 6% 


Yh \ 


in 
it 


SIZE OF BOTH WATER-QUENCHED AND FURNACE-COOLED SPECIMENS, 


988 THE IRON-TUNGSTEN SYSTEM 


The couple was checked with the pure iron specimen several times 
during the course of the investigation and no change in its characteristics 
could be detected. 

In Fig. 25 are plotted the actual readings, in seconds, of time elapsed 
between millivolt and temperature intervals for the pure iron and the 
iron +4 per cent. tungsten specimens. The positions of the Ar, and Ars 
points for the respective percentages of tungsten are plotted in Fig. 2 
along the line MN. The broken portion of the line represents the 
position of these points and their merging in the range in which they are 
too weak to be detected. 

As has been determined by x-ray analysis, the erystal lattice of pure 
iron below 900° C. is body-centered cubic; above 900° and presumably 
up to 1400° its lattice is face-centered cubic.* Above 1400° C., it again 
assumes the body-centered lattice‘ and is designated as delta iron. On 
the basis of these facts and the shift in the positions of Ar, and Ar; it 
would appear that the addition of tungsten to iron tends to prevent the 
change in lattice from body-centered cubic to face-centered cubic at 
1400° C., during cooling from above that temperature. 

As the tungsten content increases there is a corresponding decrease in 
the amount of gamma, or face-centered cubic, iron formed as Ar, is passed 
on cooling. When the tungsten content has reached about 6 per cent., 
there is apparently but one lattice, the body-centered cubic, present at 
any temperature. 

The grain refinement produced by water quenching from above 
1400° C. increases to a marked degree as the tungsten content increases 
to 5.5 per cent. In the alloys containing 6 per cent. and more of tungsten, 
the rate of cooling has no perceptible effect upon the grain size. 

Fig. 26 illustrates the effect of increasing tungsten content upon the 
grain size of both water-quenched and furnace-cooled specimens. As the 
temperature of the Ar, transformation is lowered, the conditions become 
less favorable for the growth of the newly formed grains of gamma iron. 
By rapid cooling through this temperature range, the opportunity for 
growth of these grains is still further restricted. At the Ar; point, a 
new set of grains of alpha iron must form from the gamma iron existing 
above the Ars; temperature; a second refinement of grain thus occurs, 
resulting in the structure shown for the 4.5 per cent. tangsten specimen. 

The hardness increase accompanying this grain refinement in alloys 
containing less than 6 per cent. tungsten in pure iron is shown in Fig. 27. 
Attention is called to the difference in hardness between pure iron when 
slowly cooled and when water-quenched from above 1400° C. 


’ Arne Westgren: Roentgen Spectrographic Investigations of Iron and Steel. 
Jnl. Iron and Steel Inst. (1921) 103, 303. 
Edgar C. Bain: Studies of Crystal Structure with X-rays. Chem. & Met. Eng. 
(1921) 25, 657. 
4 Arne Westgren: Op. cit. 
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q To eliminate the grain refinement incident to rapid cooling through 

the Ar, point, four blocks of the 4 per cent. tungsten alloy, after the 
usual soaking at 1500° C., were held at 1050° C. for 2 hr. During this 
time, the gamma iron present will have approached a fairly stable grain 
size for that temperature. After the 2-hr. heating, two pieces were water- 


Rockwell"B' Hardness 


\ 20 25 30 
Per Cent Tungsten Per Cent Tungsten 


Fic. 27.—RocKWE.Lu B HARDNESS OF IRON-TUNGSTEN ALLOYS HBATED 2 HR. AT 1500° C. 
AND WATER-QUENCHED OR FURNACE-COOLED IN 1 HR. 


quenched and two cooled in the furnace to about 500° C. in 40 min. The 
Rockwell hardness numbers of these specimens were as follows: 


RocKWELL, 
AVERAGE OF 
SPECIMEN Eieut READINGS 
NV uerecTrenclie clk Mwai ea ASI ow ect a cel S,. vies are pte vere jeysrats Yous" B-61 
Wisi beta (Men Ghee wate yeh dey arin reas era Mad etd Fie Fahad le cele eg B-60 
Prcmnayeee ool eal ib. <5 Bint )s o Bee ey ee oe ee B-48 
Hua CCCOOl CUE REE On Me ita, Pe alten sda adie ee alle es B-49 


These figures should be compared with those in Table 2 for the 4 
per cent. tungsten alloy as quenched and as slowly cooled from 1500° C, 
The hardness of the specimens furnace-cooled from 1450° C. is practically 
the same as that resulting from the slow cooling from 1050° C. However, 
after quenching from 1500° C., well above Ar, the alloy shows a hardness 
of B-71, in contrast to the hardness of B-60, when quenched from the 2- 
hr. heating at 1050° C., a temperature below Ar, but above Ar; for that 
alloy. 

As the hardness seems to be determined by the grain size in this 
series of low-tungsten alloys, the quench through both critical points is 
considerably more effective in refining the grain than rapid cooling 
through Ar; alone. 
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TaBLy pCnonng Speed versus Hardness of Iron-Tungsten Alloys; All 
Specimens Were Heated 2 Hrs. at 1500° C. 


Water Quenched : Furnace Cooled 1 Hr. to Black Heat 
Alloy Brinell Rockwell Hardness Brinell Rockwell Hardness 
Hard- SS ee ee ara- a a Be a 

ay Low | High Average Dees Low | High | Average 

1 Weta ee | B46 | 50 | B48 B30 34 | B 33 
DOC IN tic a: | B58 | 55 B 56 | B42 |} 39 | B41 
BO TEW eeee ee ie B67 | 62 } B64 B40 45 B48 
CAS AEN aaa | VB 7am) £65 | bak B45 | 50 B 47 
AS Weta Pe | B76 74 B75 B 54 50 B 53 
BOE Wit ohaanes 112 Bos ee B60 | -108 | B50 | 58 | B54 
CI Wieee a: 118 | B59 | 62 B60 | 112 | B58 |, 644 | BéZ 
10:5, Wine cee ee 134) 18B 72 74 B7S3), 119 speed fp: B71 
5 ORV Ree 139 Buse st BRO". 182) PB 78 | B79 
D016, Wee meee 160. | os or ae SO B88 | 170 | B87 89 B 88 
DEOLEW Ee ena ke | 176 B 89 91 B90 | 180 | B91 92 B 91 
20 G4eWa ke eke 192 1 B08 94 | B94 | 184 | B92 94 | B93 
Trow anche | 74 | B26] 29 | B2s| vo | B15| 20 | Big 


« This alloy furnace cooled in 48 hrs, had a Rockwell hardness of B 88. 


TaBLe 3.—Hardness of 80 Per Cent. Iron-20 Per Cent. Tungsten, 
Heated 2 Hr. at 1500° C. and Water-quenched; Heated 1 Hr. at Tem- 
peratures from 600° C. to 1400° C. 


Degrees | Rockwell | Brinell | Degrees | Rockwell | Brinell 
Cy Hardness | Hardness Cc, Hardness | Hardness 
600 | B-88 160 1100 B-90 | 168 
700 B-ll1 315 | 1200 | B-86 162 
s00 | B12 294 a Bes ee 
900 B-105 243 |g Pat eee a 

1000 BR 192 | Quenched from | | 
99 | an oiler enn ceuae B-88 160 


Harpness MEASUREMENTS 


The alloys of the iron-tungsten system exhibit a continuous rise in 
hardness as the tungsten content is increased up to about 50 per cent. 
Above that percentage in the tungstide rich range, the alloys tend to 
become porous and are unsuitable for Brinell or Rockwell measurements. 
Above 80 per cent. tungsten content, alloys formed below 1650° C. (the 
decomposition temperature of the tungstide) show a Rockwell hardness of 
about C45. This figure drops to C 30 or C 35 for pure tungsten. 

The hardness considered thus far is that measured by Rockwell or 
Brinell standards on alloys as either water quenched from 1500° C. or 
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furnace-cooled in about 1 hr. from 1500° C. to 500° C. Except the range 
between 0 and 6 per cent. tungsten, the hardness of a quenched specimen 
is nearly the same as that of a slowly cooled specimen. In Fig. 28 are 
plotted the Brinell and Rockwell hardness numbers as measured on a 
Series of iron-tungsten alloys in the quenched condition. Hardness 


numbers of the alloys as quenched and as slowly cooled are listed in 
Table 2. 
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Fic. 28.—IRON-TUNGSTEN ALLOYS WATER-QUENCHED FROM 1500° C. 


HARDNESS INCREASE PRODUCED By AGING 


To ascertain what hardening effect, if any, might be produced in the 
quenched alloys by aging, hardness measurements were taken on a 
series of blocks of the 20 per cent. tungsten-iron alloy after heating for 1 
hr. at temperatures ranging from 600° to 1400° C. The results are 
recorded in Table 3 and Fig. 29. No increase in hardness was measurable 
in the specimen aged for 1 hr. at 600° C., but after heating at 700° C. 
the Brinell hardness had increased by nearly 100 per cent. As the 
temperature of aging is raised, the resulting hardness becomes less until 
at 1200° C. it is about that of the alloy in the quenched condition. The 
15 per cent. and 25 per cent. tungsten alloys were likewise aged for 1 hr. 
at the temperatures mentioned and the Brinell measurements obtained 
are plotted. 

Series of specimens from each of six alloys were heated at 700° C. 
for periods of time ranging from 15 min. to 20 hr. and the corresponding 
hardness measurements recorded in Tables 4 and 5 and Fig. 30. The 
increase in hardness resulting from this treatment becomes greater as the 
tungsten content rises. After aging for 2 hr. at 700° C., the 30 per cent. 
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tungsten alloy increased in hardness from 196 to 456 Brinell, a gain 


of about 130 per cent. 
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Fira. 29.—BRINELL HARDNESS OF IRON-TUNGSTEN ALLOYS WATER-QUENCHED FROM 


1500° C. AND HEATED 1 HR. AT TEMPERATURE INDICATED. 
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Fic. 30.—INCREASE IN HARDNESS OF IRON-TUNGSTEN ALLOYS WATER-QUENCHED FROM 


1500° C. AND HEATED aT AaBout 700° C. 


If the temperature of aging is raised, the hardening will develop more 
rapidly but the maximum hardness attained will be less than that pro- 
duced by heating at a lower temperature for a longer time, as shown by 
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the curves in Figs. 31 and 32. After heating for 1 hr. at 800° C. the 15 
per cent. alloy has a Brinell hardness of 194, while the hardness measure- 
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Fic. 31.—INcREASE IN HARDNESS OF 20 PER CENT. TUNGSTEN, 80 PER CENT. IRON 
ALLOY, WATER-QUENCHED FROM 1500° C, 
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Fic 32 —INCREASE IN HARDNESS OF IRON-TUNGSTEN ALLOYS WATER-QUENCHED FROM 
ee 1500° C. 


ment on the specimen heated at 700° C. for the same period is but 155. 
However, after 20 hr. at 700° C. the Brinell hardness measures 223, while 
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the maximum hardness produced by aging at 800° C. is 201 after 2 hr. 
and after 20 hr. the hardness measures but 188. 

The same effect is shown in the 20 per cent. tungsten alloy, for which 
are plotted in Fig. 31 the hardness measurements after aging at 700° C. 
and 800° C. When aged at 600° C. for 300 hr. the 20 per cent. tungsten 
alloy develops a Brinell hardness of 340—slightly higher than the maxi- 
mum attained by aging at 700° C., further heating results in a decrease 
in hardness. The 15 per cent. tungsten alloy, after 440 hr. at 600° C., 
shows a Brinell hardness about equal to the highest developed during 
the 700° C. aging of this material; see Fig. 33 and Table 4. 


Brinell Hardness 
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Fic. 33.—INCREASE IN HARDNESS OF IRON-TUNGSTEN ALLOYS WATER-QUENCHED FROM 
1500° C.; acep at 600°-C. 


Taste 4.—Brinell Hardness of Iron-tungsten Alloys Water-quenched 
from 1500° C. and Aged at 700° and 800° C. 


A Held at 700°, Hours Held at 800°, Hours 
Alloy Quemeand al eFiv cae [ ‘cient : | 

| Wl Mel Le Di Sb) 2G) S20) tel este Rates) ee 10| 20 

ae 
Iron + 5% W... 111 108 uel 
1 0i% Wisavee 134 130 151 180 

DAG Wid cats 139 144} 151) 155] 160} 220 223) 170) 173} 194] 201 188 

+20% W..... 160 213; 228) 315} 330 330} 312} 290] 293) 294 294| 292] 260 

SOTA A Senet: 184 320] 346] 391) 391] 385] 360] 356] 372] 372] 356] 332 312 
+30% W..... 196 344| 420] 456 450| 430 


The changes in microstructure accompanying the increase in hardness 
with aging are illustrated in Figs. 34 to 39. 


These photomicrographs 


represent steps in the aging of an alloy of 80 per cent. iron 20 per cent. 
tungsten, the structure of which, as quenched, is shown in Fig, 2. In 
the quenched condition its Brinell hardness is 160. After aging 2 hr. at 
700° C. the Brinell hardness has increased to 330. A polished section 
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- A Tabcani ° 
Fie. 34.—TuNGsTEN 20 PER CENT., IRON SO PER CENT. ; QUENCHED FROM 1500° C. 
AND AGED 2 HR. AT 700° C., BRINELL HARDNESS 330. X 1000. 


Fre, 35.—Tunesten 20 PER CENT., TRON 80 PER CENT.; QUENCHED FROM 1500° C. 
AND AGED 20 HR. aT 700° C.; BrINELL HARDNESS 312. x 1000, 
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Fig, 36.—TuNGsTEN 20 PER CENT., IRON 80 PER CENT.; QUENCHED FROM 1500° C. AND 
AGED 20 HR. AT 800° C.; BrineLL Harpness 260. X 500. 


1 : 7 ) aRpamw TRON? 
Fig. 37.—TUuNGStTEN 20 PER CENT., IRON 80 PER CENT. ; QUENCHED FROM 1500° C, AND 
AGED 20 HR. AT 800° C.; BRINELL HARDNESS 260. X 1000. 
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alter this aging darkens quickly in the etching reagent, 10 per cent. nitric 
acid in aleohol. The etching characteristics of the aged alloys resemble 
those of a quenched and tempered steel. Fig. 34 shows the etch-darkened 


Fic. 38.—TunGstEN 20 PER CENT., IRON 80 PER CENT.; QUENCHED FROM 1500° C. AND 
AGED 1 HR, AT 1000° C. AND QUENCHED; BRINELL HARDNESS 180. X 500. 


Fra, 39.—TuUNGSTEN 20 PER CENT., IRON 80 PER CENT.; QUENCHED FROM 1500? C. AnD 
AGED 1 HR. AT 1200° C. aND QUENCHED; BRINELL HARDNESS 160. > 500. 


surface of the alloy aged to develop its maximum hardness; a slight pre- 
cipitate of unetched tungstite is visible at the grain boundaries. 
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After 20 hours at 700° C. the Brinell hardness has dropped to 312 ; 
Fig. 35 shows a section of this specimen. The grain boundary precipitate 
seems to have increased slightly in volume. Throughout the darkened 
ground mass, however, no individual particles can be resolved at 2000 
magnifications. After aging this alloy for 20 hr. at 800° C., the precipi- 
tated tungstide can readily be seen scattered through the grains as well 
as at the grain boundaries; Figs. 36 and 37 illustrate this structure. The 
Brinell hardness of 260 at this stage of aging is 75 per cent. above that 
of the quenched alloy but only about 80 per cent. of the maximum hard- 
ness developed by aging at 700°C. By aging at still higher temperatures, 
the particle size of the precipitate is increased and the corresponding 
Brinell hardness lowered; see Figs. 38 and 39. 


VOLUME CHANGE DURING AGING 


Cubes measuring about 0.5 in. on the edge were prepared from alloys 
containing 10, 20 and 30 per cent. tungsten. These cubes were quenched 
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Fic. 40.—CHANGE IN DIMENSION AND HARDNESS OF IRON-TUNGSTEN ALLOYS QUENCHED 
FROM 1500° C. AND aGED aT 700° C. 


from 1500° C., two opposite faces on each ground and measurements made 
to 0.0001 in. between the ground faces. They were aged in an electric 
furnace and hydrogen atmosphere at 700° C. + 10° C. for periods of time 
varying from 15 min. to 10 hr. By cooling the blocks in a water-cooled 
hydrogen chamber attached to the rear of the furnace, surface oxida- 
tion was completely prevented. 

Measurements made on the blocks after aging showed a shrinkage in 
the case of the 20 per cent. and 30 per cent. tungsten alloys. This 
shrinkage increases with the aging time and appears to reach a maximum 
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in these specimens in which the hardness has reached its high value. In 
the case of the 30 per cent. alloy aged for 1 hr. at 700° C., the dimension 
has decreased 0.0020 in. in 0.522 in. or about 0.4 per cent. The changes 
in dimension and hardness with increased aging time are plotted in Fig. 


40. 


CHaNnap in PuysicAL Properties oF 15 Per Cent. TUNGSTEN-IRON 
ALLoy PRropucED By AGING 


Several rods of the 15 per cent. tungsten alloy 0.350 in. square were 
reduced in cross-section by about 80 per cent. by swaging at a tempera- 
ture of 700° to 800° C. Test bars 5 in. long were turned from these rods 
to a diameter of 0.150 in. over a length of 3 in. In Table 6 and Fig. 41 
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Via. 41.—CHANGES IN PHYSICAL PROPERTIES OF 15 PER CENT. TUNGSTEN, 85 PER 
CENT. IRON ALLOY REDUCED 80 PER CENT. BY SWAGING AT 700°-800° C. AND AGED 
AT 700° C, 


are recorded the results of tensile tests on these rods as worked and after 
aging at 700° C, for periods of time ranging from 14 to 15 hr. 

Heating at 700° C. for 19 hr. results in a fall in tensile strength and 
increase in both elongation and reduction of area; this may reasonably 
be ascribed to the annealing that would take place in iron at this tem- 
perature. After another }9 hr. at 700° C., the tensile strength rises 
slightly above that of the unaged alloy and continues to increase until, 
after 15 hr. heating, it has reached 142,000 lb. per sq. in., representing an 
increase of about 9 per cent. The elongation and reduction in area have 
suffered a corresponding decrease. As the material was worked at 
temperatures between 700° and 800° C. it seemed probably that a con- 
siderable aging effect had occurred during swaging. In that case the 
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tensile properties of the swaged material would be the result first of, 
the hardening due to working and, second, of the hardening due to a 
certain amount of aging at the working temperatures. 


TaBLE 6.—Physical Properties of 15 Per Cent. Tungsten-85 Per Cent. 
Iron Alloy Reduced 80 Per Cent. in Area by “Swaging at 700-800° C 
Diameter of Test Piece 0.150 In. 


a 


Tensile 


Per Cent. Per Cent. 

Treatment Ub. per Sa open bon eae 
FANS) SNCS [la dS ee 130,500 8.00 38.0 
ested (700m Gx berhel 02. nf ccs wot « | 114,000 13.25 55.5 
TL Tali 25.6 Wisse Sete SIO Ge eee 131,500 9.75 44.5 
DUT od ees yo RE eee eR ee 132,000 9.10 46.5 
Line 6 Sua cs le RRC EM Aaa Pe REA eae 132,000 8.10 47.0 
BNR. Rede yao Ge ee eee ; 186,700 7.40 39.0 
LOLS pay ee Ue Sei eRe | 142,400 4.10 36.0 
Heated 1450° C. 14 hr. and quenched in water. 54,500 Brae 8.0 


Averages of three tests in each instance. 


To eliminate both of these factors, several of the test rods were heated 
to 1450° C. for 1 hr. and water-quenched. The results of the tensile 
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Fig. 42.—TENSILE STRENGTH OF 15 PER CENT. TUNGSTEN, 85) PER CENT. IRON 


‘Ces Zz 50° CG R= 
ALLOY REDUCED 80 PER CENT. BY SWAGING, HEATED }4 HR. av 1450 C. AND WATER 


QUENCHED, THEN HEATED 1 HR. AT DIFFERENT TEMPERATURES. 


tests on these rods are recorded in the bottom line in Table 6. Note the 
very much lower tensile strength, elongation, and reduction. Heating 
at 1450° C. develops a very coarse grain in this alloy, which results in 
erratic elongation and reduction of area in the tensile test. The tensile 
strengths of individual test rods, however, check fairly closely. 

A number of test rods quenched from 1450° C., were heated for 1 hr. 
at temperatures ranging from 500° to 1200° C.; Fig. 42 shows the resulting 
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tensile strength. The sudden jump in strength after heating at 800° C. 
is apparently due to the same action that brings about the increase in 
hardness in this range of temperature. Also, the rise in strength in the 
quenched alloy amounts to more than 25 per cent. against the 9 per cent. 
increase produced by aging the alloy in the worked condition. This 
contrast indicates that undoubtedly a part of the aging action had taken 
place during the swaging operations and hence was not available to 
increase the tensile strength on subsequent aging at 700° C. 


GENERAL DISCUSSION 


A notably similar example of hardening by aging is found in the 
aluminum-copper alloy system. Aluminum alloys of the duralumin 
type, when quenched from 500° C., increase in hardness about 50 per cent. 
by subsequent aging. Merica, Waltenberg, and Scott,° after a study of 
these alloys, attributed this hardening to the compound CuAl:, which is 
precipitated in a finely divided state during the aging process. When aged 
at temperatures of 150° to 200° C., the hardness of these alloys first 
increases to a@ maximum and then decreases. ‘‘ During that aging, 
there has been a formation of fine nuclei of CuAl, followed by coalescence 
of these particles into ones of large size.” These authors deduce from 
the results of their study that ‘there is a certain average size of particle 
of CuAl, for which the hardness of the material is a maximum.” 

If in the conclusions just quoted we substitute Fe;W2. for CuAl, the 
conclusions are fully as applicable to the observed performance of iron- 
tungsten alloys upon aging. 

The theory of the type of hardening illustrated in these two alloy 
systems has been further developed and formulated by Jeffries and 
Archer.® 

A preliminary exploration of the iron-molybdenum system reveals 
striking similarities between it and the iron-tungsten system. Equal 
atomic percentages of molybdenum and tungsten displace the Ar, and 
Ar; points in iron to practically the same degree. 

There appears to be a eutectic at about 35 per cent. by weight of molyb- 
denum, melting a temperature close to 1450° C. A compound is formed 
at the composition 53 per cent. molybdenum 47 per cent. iron, corre- 
sponding to the formula Fe;Mo2. The solid solution of 22 per cent. 
molybdenum in iron, quenched from 1400° C. will develop, after aging at 
600° C., a Brinell hardness greater than 500. 

Alloys of the iron-tungsten and the iron-molybdenum systems, as 
hardened by aging, have been recently used in place of high-speed steel 


6p. D. Merica, R. a Moree and H. Boone Heat Treatment and Constitu- 
tion of Duralumin. Trans. (1920) 64, 41. 

® Zay Jeffries and R. 8. Archer: The Slip Interference Theory of the Hardening of 
Metals. Chem. & Met. Eng. (June 5, 1921); also “The Science of Metals,” 411. 
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for certain purposes at the Cleveland Wire Division. The results have 
been most satisfactory in that the useful life of these alloys is from ten to 
forty times that of high-speed steel. 
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SUMMARY 


The system iron-tungsten comprises: (a) solid solution of tungsten in 
iron, 33 per cent. of tungsten being soluble at 1525° C. and 8 per cent. at 
room temperature. (b) A eutectic at 49 per cent. tungsten, being a con- 
glomerate of the compound Fe;W>2 and the solid solution of tungsten in 
iron. (c) The compound iron tungstide (Fe;W2) at the composition 68.7 
per cent. tungsten. (d) Beyond this composition there may be present, 
if below 1650° C., the compound -+ iron in tungsten solid solution. 
If heated above 1650° C., the iron tungstide partly decomposes into iron- 
rich and tungsten-rich phases. (e) Tungsten dissolving 1.2 per cent. 
iron at 1600° C. 

The critical point Ar, is lowered from 1400° to 1200° C. and the point 
Ar; is raised from 890° to 980° C. by the addition of 5.5 per cent. tungsten 
to iron. 

The Brinell and Rockwell hardness of iron increases continuously’ 
with the addition of tungsten in amounts up to about 50 per cent. by 
weight. 

The hardness of some of these alloys, water-quenched from 1500° C., 
is increased as much as 130 per cent. by aging at temperatures from 600° 


to 700° C. 
In aging at a given temperature, the hardness reaches a maximum and 


then decreases as aging is prolonged. 
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The higher the temperature of aging, above a certain minimum tem- 
perature, the more rapidly the hardness increases, but the lower is the 
maximum hardness attained. 

The tensile strength is affected by aging in the same manner as the 
hardness; a decrease in ductility accompanies the increase in tensile 
strength. 

Development of secondary hardness in these alloys is accompanied by 
precipitation of the compound Fe;W». The particle size of the precipi- 
tate remains submicroscopic until the hardness has passed through its 
maximum value and has fallen off considerably. 

A shrinkage in volume takes place during the aging process and, 
in general, its maximum is coincident with that of the hardness produced 


by aging. 
DISCUSSION 


W. P. Sykes (written discussion).—Some recent work preliminary 
to a thorough study of the iron-tungsten-carbon series indicates the effect 


ie! > » Om 7 
I'ta. 43.—CoaARSE-GRAINED, SOLID SOLUTION OF TUNGSTEN IN DELTA IRON NEAR 
ponte OF DECARBURIZED HIGH-SPEED STEEL. WATER-QUENCHED FROM 1300° GC 
x 500. : 


of carbon on certain properties of the iron-rich iron tungsten alloys. 
With a fixed tungsten content the addition of carbon increases the hard- 
ness of the alloy as quenched from 1200 to 1300° C., but at the same time 
lowers the secondary hardness produced by subsequent aging at a 
lower temperature. 
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The following experiment illustrates in part the above mentioned 
effect. A block of high speed steel (tungsten 17 to 18 per cent.; carbon 
0.50 to 0.60 per cent.) was heated in hydrogen at 1300° C. for 3 hr. and 
quenched in water. A section of this block, 3{¢ in. below the surface, 


Fia. 44.—BounDARY LINE BETWEEN NORMAL CENTER (LIGHT) AND PARTIALLY DECAR- 
BURIZED OUTER SURFACE (DARK). WATER-QUENCHED FROM 1300° C. >X6500. 


after polishing and etching, showed an outer shell about !¢ in. deep of 
more or less completely decarburized metal. Near the rer the struc- 
ture is that of the coarse-grained solid solution of tungsten in delta iron. 
(Fig. 43.) This is a characteristic of the carbon-free iron tungsten alloys 
containing that percentage of tungsten present in this steel. 


RockweLt. HaRoness 
A-AS QUENCHED 

B-As QUENCHED Ano 
AGceEo AT 800°C 3 HR. 


Fig. 45.—RocKWELL HARDNESS NUMBERS OF HIGH-SPEED STEEL HEATED 3 HR. 
HYDROGEN AT 1300° C. AND QUENCHED IN WATER. 


IN 


Nearer the center the grains become smaller and the carbide particles 
more numerous, suggesting a gradual increase in carbon content from the 
outer portions toward the center. About }¢ in. from the surface appears 
a very sharply defined boundary line between the partially decarburized 
exterior and the center of normal high-speed steel structure. 
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In the micrograph (Fig. 44) the darker portion is nearer the surface. 
Decarburization has proceeded from this direction toward the center or 
lighter area. It is of interest to note that the contour of the boundary 
seems to be largely determined by the positions of the unetched particles, 
the so-called complex carbides of the high-speed steel. 

In Fig. 45 are indicated the Rockwell hardness numbers in the outer 
and inner portions of this block, both as quenched and after subsequent 
aging at 800° C. Note that the outer decarburized portion behaves upon 
aging as the pure iron tungsten alloy. The center, on the other hand, 
has fallen off decidedly from its quenched hardness of C-63, until it is now 
softer than the low-carbon or carbon-free exterior. 


Z. Jerrries, Cleveland, O. (written discussion).—This work of Sykes I 
believe constitutes the beginning of a new art which will include the hard- 
ening of carbonless-iron alloys and the heat treatment of iron alloys in 
which gamma iron plays no réle. Already this work has resulted in the 
production of an alloy, which has superior red hardness to high 
speed steel. 

The paper reflects the careful work of the author in the determination 
of the solidus and liquidus lines but, what is more important, the changes 
in the solid state have been carefully determined and incorporated in the 
diagram. There are a number of points in this paper which could be dis- 
cussed with profit, but I should like, to point out in particular the relation 
of some of Sykes’ work to the quantitative estimation of some of 
the factors which increase hardness by slip-interference. 

For convenience I shall refer to some of the results of Sykes on the 
carbon-free iron molybdenum alloys described by me Dee. 3, 1925, in the 
First Robert Henry Thurston Lecture at the annual meeting of the Ameri- 
can Society of |Mechanical Engineers. A carbon-free alloy containing 
78 per cent. of iron and 22 per cent. of molybdenum by weight when 
quenched from a high temperature, was found to be a solid solution with 
a hardness of 214 Brinell. On heating to from 600 to 650° C. for an 
extended period, the hardness was increased to about 530 Brinell. One 
great value in the study of these alloys from the theoretical standpoint is 
that there is no allotropic changeintheiron. Wecanthus follow the hard- 
ness changes due to certain structural changes without the complication 
of an allotropic change on any change in grain size. 

The Brinell hardness of the nearly pure coarse-grained iron with which 
Sykes worked, is in the neighborhood of 70. It has been found that the 
increased hardness due to molybdenum in solid solution, is nearly pro- 
portional to the atoms per cent. of molybdenum. This is true whether 
the iron is undersaturated or supersaturated. Mr. Archer hasmadesimilar 
observations on the effect of copper in solid solution in aluminum. The 
increase in hardness of iron produced by adding 14 atoms per cent. of 
molybdenum in solid solution was in one instance between 140 and 150 


wf 
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points Brinell. The further increase in hardness of this solid solution 
produced by causing the association of some of the molybdenum with 
some of the iron to form many highly-dispersed particles of compound, 
was in one instance about 315 points Brinell. However, to provide the 
atoms to form a compound the iron molybdenum solid solution becomes 
less concentrated in molybdenum. In the hardened alloy it seems that 
the solid solution contains not more than six atoms per cent. of molyb- 
denum. The hardness of the iron molybdenum alloy containing about 
6 atoms per cent. molydenum, is 130 Brinell. In the final hardened alloy 
with a Brinell hardness number of 530, the iron without change in grain 
size or without allotropic modification has been increased in hardness 
from 70 to 530. Of this increase of 460 points Brinell, about 60 points are 
attributed to the molybdenum in solid solution and 400 points to the 
high dispersion of hard particles of the iron molybdenum compound. 

Similar quantitative estimates on aluminum alloys have been made 
by Archer and myself with results of the same order of magnitude as to 
the part played by solid solutions and by the presence of highly-dispersed 
particles of compound. Mr. Dean and his associates have provided the 
basis for such calculations in the lead-antimony alloys and it can readily 
be calculated from their results that the lead-antimony alloys in their 
hardest condition owe their high hardness chiefly to finely-dispersed parti- 
cles of antimony rather than to the solid solution of antimony in lead. 

Archer and I had these considerations with respect to aluminum before 
us when we attributed the chief cause of the hardness of freshly-hardened 
steel to grain refinement rather than to a solid solution of carbon in iron. 
The evidence is overwhelming that in freshly-formed martensite most of 
the carbon is atomically dispersed and the fact is clear that such material 
is very hard. The precipitation of the carbide in highly-dispersed parti- 
cles should ordinarily produce a marked increase in hardness, but in mar- 
tensite the increase is only slight. This fact leads to the conclusion that 
slip resistance factors are present before the carbide precipitation, sufh- 
cient to develop nearly the maximum cohesion of the iron. The evidence 
was fairly strong a few years ago and is still stronger today that this hard- 
ness of freshly-formed martensite is not due chiefly to the fact that the 
carbon is in solid solution in the iron. One way of developing high resist- 
ance to slip, is by grain refinement or the great refinement of the general 
structure of an alloy. The evidence is overwhelming that the grain size 
of the body-centered crystals of iron in martensite is extremely small. 
The final conclusion is that the great hardness of freshly-formed 
martensite is due primarily to grain refinement. 

The additional evidence that a coarse-grained solid solution of 
carbon in body-centered crystals of iron cannot account for the hard- 
ness of martensite, is provided by Bain who has preserved solid solutions 
of carbon in coarse-grained crystals of body-centered cubic iron-chromium 
alloys and by Sykes who has done the same in the iron-tungsten and iron- 
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molybdenum alloys. The latter solid solutions are hardened by the car- 
bon only to an extent comparable with the effect of carbon on gamma iron 
which is not nearly sufficient to account for the high hardness of 
freshly-formed martensite. 

It is therefore apparent that these researches aside from other value, 
throw much light on the whole problem of the hardening and hardness 
of steel. 

M. A. GrossMANN, Canton, O.—It seems fitting to discuss the two 
previous papers together as they both bring out the existence of the 
gamma iron loop; that is, the fact that beyond a certain percentage of 
alloying element there is no transformation to gamma iron, there being 
merely alpha or alpha continuous to delta. This seemed to offer a 
possible explanation for certain phenomena that have been observed in 
alloy steels or in ferrous alloys other than those described by Mr. Sykes 
and Mr. Bain. 

It is especially interesting because we find here a confirmation of a 
theory put forward about 10 years ago by Tammann that such a con- 
dition was possible, and it has now been proved by Mr. Sykes for iron 
and tungsten, and by Mr. Bain for iron and chromium, and within the 
past 6 to 18 months for iron and silicon by Oberhoffer; also reviewed by 
Wever for Oberhoffer’s iron-silicon diagram and shown by him for iron 
and tin; and more recently by Maurer for iron and vanadium. 

It is in connection with the iron-silicon alloys and also the iron- 
vanadium alloys that certain evidence has come forward that is of prac- 
tical interest. About 3 or 4 years ago we encountered some unexplained 
phenomena in high-speed steel which contained approximately 319 to 4 
per cent. vanadium, the unexplained phenomena being a peculiar softness 
at all working temperatures—1600 to 2300° F.—and also a complete 
inability to harden these alloys by any quenching treatment beginning at 
1500 or 1600° and up to the customary high-speed steel hardening temper- 
atures at 2300 to 2400°. ‘This would be explained by Maurer’s evidence 
on the iron-vanadium diagram. In connection with the iron-silicon 
alloys the phenomenon is somewhat better known and explains the reason 
why transformer iron containing 4 per cent. silicon and almost no carbon 
can be annealed at almost any desired temperature so as to increase the 
grain size without encountering any transformations to gamma iron 
which because of recrystallization would tend to decrease the grain size. 


MemsBer.—I recently took 20 per cent. chromium and 1 per cent. car- 
bon in connection with hardening. I found that the hardness increases 
up to 1900° F., with a very sharp dropping off above that, the Rockwell 
reading on a piece hardened at 2200° being only 42. The pieces hardened 
above 1900° do not increase in hardness but decrease if anything, whereas 
the pieces in the range from 1800 to 2000° increase on tempering 
temperatures running up to about 800° F. 
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Probable Error i in Blast-furnace Records and Calculations 
Therefrom * 


By T. T. Reap,* Wasurneton,,D. C. 


(New York Meeting, February, 1925) 


A sHorT time ago, one of the large steel companies courteously fur- 
nished the author with detailed records of the operations of a considerable 
number of iron blast furnaces over a period of two months. These will 
be made the basis of a subsequent study, but in beginning this study one 
of the first points requiring consideration was the probable error of the 
records, for what otherwise might be regarded as significant differences of 
performance under different conditions were perhaps really due to errors 
of observation, or failure to observe and record variations. 

If it is assumed, in blast-furnace records and calculations, that known 
quantities or factors are constant, when as a matter of fact they are 
variable, the effects of these variations may erroneously be ascribed to 
some other cause. This is quite clearly expressed in the following 
quotation from E. Buckingham:! 


Theory always operates on an ideally simplified picture of reality because real 
phenomena are unmanageably complicated. The results obtained are not exactly 
true for any real phenomenon, though they may be for an ideal one; and the approxi- 
mation with which a theoretical equation, however obtained, represents the actual 
facts, always depends on the approximation in essentials between the ideal picture 
and its real prototype. 

The purpose of dimensional reasoning is to find out how some quantity which is 
involved in the phenomenon under consideration is related to certain others; or to find 
the relation connecting two or more quantities which vary, or may vary, simulta- 
neously during the course of the phenomenon. Since we know that we must have a 
complete equation to start with, we begin by thinking the matter over, to see whether 
the quantities we have in mind are the only ones involved. Usually it is evident that 
they are not; so we next make a list of all the quantities we can think of which might 
under any circumstances be important. Upon considering this list, which is often a 
long one, it is usually evident that under the actual circumstances a number of these 
quantities may safely be ignored; so'we cross them off the list and thus pass from our 
most general conception of the phenomenon to an ideal simpler one, in which these 


quantities are not involved at all. 


* Safety Service Director, Bureau of Mines. 
1 Notes on the Method of Dimensions, Phil. Mag. (1921) 42, 698. 
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The decision as to whether, under the given circumstances, a quantity 
may safely be ignored introduces the possibility of error. This can best 
be illustrated by specific examples taken from blast-furnace practice. 
The chemical substances involved in blast-furnace operation are, in the 
order of relative weights involved, nitrogen, oxygen, iron, carbon, silicon, 
aluminum, calcium, magnesium, and a long list of others that are usually 
ignored, except sulfur and phsophorus, which produce marked effects 
even though present in only small amounts. 

The only way in which the nitrogen enters the furnace in appreciable 
amounts is in the blast. Its principal effect is to cool down the zone of 
combustion, as in modern practice the temperature of the top gases is 
roughly only one-third that of the blast. Therefore, the principal effect 
of the nitrogen on the blast-furnace process is simply the transferring of 
heat from the combustion zone to higher levels in the shaft. Errors in 
the measurement of the large quantities of nitrogen involved are, 
therefore, less important than they are in the case of the other chemi- 
cal substances. 

This is not true of the oxygen, which principally enters with the 
blast (both as free oxygen and in the form of water vapor), although it 
also enters combined with iron, silicon, aluminum, ete. The total 
amount of oxygen can be reckoned in pounds and the combined oxygen 
offers no special difficulty if the weights and the analysis of each of the 
combinations are known. The oxygen of the blast is much more difficult 
to reckon accurately, and the method will be discussed in some detail. 
To save repetition, it may be stated here that the constants used have 
been taken from the Smithsonian Physical Tables, 7th revised edition. 

The amount of blast entering a blast furnace can easiest be recorded 
in cubic feet; an ordinary blast furnace in the Pittsburgh district uses 
about 40,000 cu. ft. per min. A reyolution-counter on the blowing 
engine and a determination of the number of cubic feet blown per revolu- 
tion would enable this measurement to be made quite accurately if it 
were only possible to make an accurate determination of the number of 
cubic feet of free air blown per revolution of the blowing engines. For 
that, it would be necessary to know accurately the true volumetric 
efficiency of the blowing engines, and this undoubtedly varies with varia- 
tion in the ratio of the intake pressure to the delivered pressure, the speed 
of the engines, the condition of the piston rings, piston-rod packing, 
valves, and other factors. Even then, the air is not in the furnace; leaks 
in valves, pipe connections, stoves, and furnace connections must be taken 
into account. Most blowing engines bear, on their sides, a plate that 
states that they deliver so many cubic feet of free air per minute when 
running at a specified number of revolutions per minute. What the 
probable accuracy of the initial measurement is I do not know, nor do 
there seem to be available any determinations of the magnitude of the 
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variables just mentioned. If we simply cross them off as capable of 
being ignored, we must not at the same time ignore the fact that the 
probable error in the measurement of the air has been greatly increased by 
leaving them out of consideration. We can only guess the probable 
error thus introduced, but a combination of all the sources of error 
probably would amount to a plus or minus error of 10 per cent. in the 
cubic feet of air recorded as blown per minute, usually on the positive side. 

But even if we could determine the number of cubic feet of free air 
accurately, we would not be out of difficulty because cubic feet are of no 
use to us, what we need to know is the number of pounds of oxygen, and 
unfortunately the number of pounds of oxygen in 1000 cu. ft. of free air 
is quite variable. The weight of 1000 cu. ft. of dry air at 32° F., 760 mm. 
pressure, and standard gravity is 80.72 lb. and the generally accepted 
figure is that air is 23.1 per cent. oxygen by weight. But the air taken in 
by a blowing engine varies quite widely from 32° F. and 760 mm. pressure 


and also varies in its moisture content. The equation that applies is 
D, = Do Hs eee x r in which D, is the actual density of the air, 
D, the density of dry air at 32° F. and 760 mm., B, the actual barometer 
reading, e the water-vapor pressure, 7’, the actual temperature (absolute), 
and 7) = 273° absolute. Inspection of this formula reveals that D; has a 
minimum value when maximum values of e and 7 occur simultaneously 
with a minimum value of B;; or, in other words, the least free oxygen in a 
cubic foot of air is found on a day when the barometer is lowest, the 
temperature is highest, and it is raining. Conversely, the most free 
oxygen in a cubic foot of air occurs on the day when the barometer is 
highest, the temperature lowest, and the humidity least. It need 
scarcely be explained that water-vapor pressure is such a function of 
temperature and humidity that its maxima and minima coincide with 
maximum and minimum values of those two factors. 

In order to get an idea of the range of variability of D; let us sub- 
stitute the observed figures at Pittsburgh, Pa., where so many blast 
furnaces are in operation. 

June 20, 1924, noon; 7; = 31.1° C. (88° F.); e = 20.6 mm.; B, = 
738.86 mm. (29.05 in.). 


738.86 — 20.6 _,-273 


2 ois r 
D; = Ds X 760 x 304.1 0.8485 


Jan. 21, 1924, noon; 7, = —17.22° C. (1° F.); ¢ = 0.58 mm.; Bi = 
745.48 mm. (29.35 in.). 


ie en ae ROI 
Det tg Xie pen oN pega = 1.046. 


The actual weight of 1000 cu. ft. of free air at Pittsburgh was 80.72 X 
0.8485 = 68.49 lb. on June 20, 1920; and on Jan. 21, 1924, it was 80.72 x 
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1.046 = 84.44 Ib: On June 20, 1000 cu. ft. air contained 0.9 lb. water 
vapor, which is 88.86 per cent. oxygen by weight; on Jan. 21 it contained 
0.03 lb. water vapor. Hence, the weight of the dry air was 83.51 — 0.03 
= 83.48 lb. on Jan. 21; and on June 20, it was 67.73 — 0.90 = 66.83 lb. 
The free oxygen content was, respectively, 83.48 X 23.1 = 19.28 lb. on 
Jan. 21; and 66.83 X 23.1 = 15.43 Ib. on June 20. Adding the oxygen 
contained in the water vapor, the total oxygen, free and combined, in 
1000 cu. ft. of free air at Pittsburgh was 19.3 lb. on Jan. 21, 1924; 
and on June 20, 15.36 + 0.8 or 16.16 lb. Taking the mean of these 
two figures, it is evident that the one is +8.8 per cent. and the other 
—8.8 per cent. of the mean. Or, putting it another way, there is over 
17 per cent. difference between the oxygen content of 1000 cu. ft. of free 
air at Pittsburgh under summer and winter conditions. 


Founds of coke burned per runufe: 


Pact 


Cube ree? air per pound coke x /0. 


a 4 3 


; si ae 
Average daily production of pig iron gross tons. 


Fig. 1.—AVERAGE PERFORMANCE OF A GROUP OF BLAST FURNACES AT CurcaGo, ILL. 


A similar calculation applied to the weather records for Feb. 23, 
1923, and July 19, 1923, for Duluth, Minn., where a number of blast 
furnaces are in operation, gave an even larger variation between winter 
and summer. The Pittsburgh ranges are more typical of average 
conditions, however. 

It must not be overlooked that about 5 per cent. of the oxygen in the 
air on June 20 was combined, because the heat absorbed by dissociation 
of the H,O is approximately double the heat yielded by burning the 
oxygen to CO; or in other words, the furnace is not only getting about 20 
per cent. less oxygen per cubic foot of air in the summer than it is in the 
winter, but about 10 per cent. of what is there is of no value, as far as 
heat in the hearth is concerned, for 5 per cent. of the free oxygen present 
is required to balance the heat absorbed in dissociating the water vapor. 

The next point to consider is whether, under actual circumstances, 
such variations may safely be ignored. In Fig. 1, there have been 
plotted the pounds of coke burned per minute and the cubic feet of air 
blown per pound of coke burned, as calculated from the data on a group 
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of blast furnaces at South Chicago.2 Inspection of the curves at once 
reveals that the monthly averages compiled from the records on the 
individual furnaces show more variation between July and August, 1919, 
than there is between January and August of that year, in the number 
cubic feet of air blown per pound of coke burned. Evidently there are 
other factors influencing the volume of air recorded per pound of coke, 
and the effects of these are so much greater than the effect produced by 
variation in the temperature, pressure, and humidity of the air that the 
effects of the latter are completely masked. 

The question may fairly be raised as to whether in the operation of 
blast furnaces, it would not be a useless refinement to attempt to com- 
pensate automatically for variations in the temperature, pressure, and 
humidity of the air supply of the blowing engines, so that they would 
furnish a constant weight of air rather than a constant volume. The 
advantage of so doing would be to eliminate these three variables and 
permit attention to be concentrated on the other variables mentioned, 
which would perhaps lead to a better understanding and control of them. 
In any case temperature, humidity, and pressure of the free air cannot be 
safely ignored in computing the pounds of oxygen supplied to the furnace 
from the volume of the air. Calculations based on the pounds of oxygen 
supplied to the furnace in the blast might be in error as much as15 to 
20 per cent. if the pounds of oxygen are reckoned from the volume blown 
without correcting for temperature, pressure and humidity, and investi- 
gators often base conclusions on observed differences much less than this. 

To get the curve in Fig. 1, cubic feet of air have been divided by 
pounds of coke and the question immediately arises as to the probable 
error in the measurement of the pounds of coke. At most blast-furnace 
plants, the only time the coke is actually weighed is in the railroad cars 
in which it is shipped. On the average, these weights are quite accurate. 
Railroad scales are inspected and tested by the Bureau of Standards, 
which reports that, on the average, on a well-equipped railroad the plus 
or minus error in the scales does not exceed 0.2 per cent. Of course, 
errors in individual determinations may greatly exceed this, but, in 
accordance with the theory of probability, such errors of determination 
should balance each other in a large number of determinations. 

Even the tare weight of the car, which is measured at the car shops 
and stenciled on the side of the car, will not show an average error greater 
than 0.5 per cent. The tare weight is subtracted from the gross weight 
of the car and, assuming that the car is completely emptied, gives the 
weight of the contents quite accurately. In freezing weather, the car 
may not be completely emptied and some errors may arise from this 
cause, but it does not seem probable that they would be of much impor- 
tance except in special instances. The conclusion, therefore, is that the 


2 W. Mathesius. Year Book Amer. Iron and Steel Inst. (1920), 433. 


1014 PROBABLE ERROR IN BLAST-FURNACE RECORDS 


weight of the coke delivered to a blast-furnace plant is determined with a 
high degree of commercial accuracy. 

The coke from the railroad cars is dumped into bins or in storage 
piles. From these, it is gathered by the charging system and eventually 
delivered to the furnace in skip loads. The weight of coke charged into 
the furnace in any given period is obtained by counting the number of 
skip loads and multiplying by an average figure of the weight of coke per 
skip. This average figure may be arrived at in a variety of ways; in some 
places it is changed from time to time by the following method: The 
weight of coke on hand at the beginning and end of a month is deter- 
mined by measuring the volume of the stock in the bins or piles and 
multiplying by an average figure of pounds per cubic foot. The weight of 
coke delivered during the month is known from the scale weights, and the 
difference between the weight on hand at the end of the month and the 
sum of the weight delivered plus the weight on hand at the beginning 
of the month, should equal the amount charged to the furnaces as deter- 
mined by the skip loads charged. Actually, these weights do not agree, 
sometimes by considerable amounts, and they are brought into agreement 
by altering the weight per skip, as applied to that month. In other words 
while the volume of the skip is constant the weight assigned to that 
volume varies from month to month. 

The logical basis for this procedure is that everybody knows that the 
weight of a unit volume of broken material of any kind is variable, depend- 
ing on the size of the particles with respect to their container, the 
proportion of different sizes in a mixture of sizes, and a variety of 
other considerations, such as whether the container has been loosely 
filled or whether it has been jolted or otherwise compacted. Flagg? 
measured the weight per cubic foot of 177 samples of broken coal and 
concludes “‘one should not expect that the use of the weights per cubic 
foot contained in the foregoing table will give accurate results within, 
say, 10 or 15 per cent. if applied to coal in a storage pile or other place 
where the material is apt to be in a compact mass.’’ These remarks 
apply to measures that have been leveled with a straight edge but askip 
is not filled to the top, because of spillage. It is probably fair to assume 
that there is enough probable error in the weight per skip load assigned 
to the coke to justify altering it to make it agree with the weight as 
calculated from the stock records. But it should not be overlooked that 
the two quantities are not endowed with an accuracy they did not 
previously possess through the operation of being made to agree. Inspec- 
tion of the curve “pounds of coke burned per minute” in Fig. 1 reveals 
that its range in the two-years period is plus or minus 5 per cent. of its 
mean value. It is at least open to question whether the accuracy of the 
measurement of the pounds of coke burned in any given month exceeds 
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plus or minus 5 per cent. and if the probable error in the quantities on 
which the curve is based is as great as the variability of the curve itself; 
it is not safe to base any inferences onit. For example, comparison of 
the two curves ‘pounds of coke burned per minute”’ and “average daily 
production of pig iron, gross tons” reveals that they do not keep step, 
as might have been expected; in other words, an increase in the pounds 
of coke burned per minute is sometimes accompanied by an increase in 
pig-iron production, and sometimes by a decrease. A possible inference 
from this is that there are other factors, not shown, that affect the daily 
pig-iron production more than the rate at which coke is being burned 
affects it. This may indeed be true, but the curves do not prove it, 
because the accuracy of the coke curve is not great enough to justify 
such use of it. 

Turning to the curve “cubic feet air per pound coke,” it may be 
noted that the range of variation of this curve is also within plus or 
minus 5 per cent., or in other words, the apparent variability of the curve 
may result from the possible error in the coke weight, on which it is 
based, rather than from any actual variation in the pounds of air supplied 
per pound of coke. Here again we do not seem to be justified in drawing 
any inference from the curve, other than that between 55 and 60 cu. ft. 
of air are required to burn a pound of coke at this Chicago plant. Using 
the Pittsburgh figures above as to the range of oxygen in air (from 19.3 
to 16.47 lb. oxygen per 1000 cu. ft.) the range in the oxygen supplied per 
pound of coke burned is from 0.91 to 1.15 lb. if the larger value for oxygen 
content is applied to the larger volume and the smaller value to the smaller 
volume. If the smaller value for oxygen content is applied to the larger 
volume and the larger to the smaller volume, the values become 0.99 
and 1.06 lb., respectively; the possible variation in the oxygen content is 
of the same order of magnitude as the variability of the volume, and by 
judicious selection of the mean values to be used in calculations they may 
be made to prove almost anything desired if the probable error in the 
determinations is ignored. 

It is interesting to note in this connection that 1 lb. of coke of 86 per 
cent. carbon should require 1.15 lb. of oxygen to burn it to carbon mon- 
oxide. As all the oxygen of the blast is burned to carbon monoxide in 
the bosh, it is evident that even the smallest of the four figures given is too 
large to agree with the determination by Joseph, Royster, and Kinney,‘ 
that 77.8 per cent. of the fixed carbon is burned in the hearth, which would 
correspond to a requirement of 0.89 Ib. oxygen in the blast per pound 
coke. This would indicate that blast furnace records of cubic feet of 
air blown per minute are probably always in error on the positive side, 
which might have been expected. The reduction of silica to silicon in 


LN eT ae 


4Royster, Joseph, and Kinney: Reduction of Tron Ore in the Blast Furnace. 
Blast Furnace and Steel Plant (February, 1924). 


1016 PROBABLE ERROR IN BLAST-FURNACE RECORDS 


the bosh region liberates a quantity of oxygen that amounts to less than 
0.02 Ib. oxygen per pound of coke burned, or about 2 per cent. of the 
oxygen in the blast, using as a basis the Chicago figures cited above. 

In calculations based on the pounds of carbon burned in the furnace, 
there is not only the possible error in the coke weights, discussed above, 
but also the variation in the carbon content of the coke. There do not 
seem to be comprehensive figures on this, but it may be inferred from the 
figures on the variability of the ash content of coke published by Mathe- 
sius.» These show that coke containing 10.8 per cent. ash on the monthly 
average ranged from under 10.0 to over 11.5 per cent. in the daily average 
analyses, or a variability of over 15 per cent. in the ash content of the 
-coke. If the variation in the ash content produces an equal variation in 
the carbon content, this would correspond to about 2 per cent. as the 
variability of the carbon content of the coke. This is not much, but it 
adds a complication to the possible error in the weight determinations. 
The records of the 29 blast furnaces, referred to above, show a range in 
the average ash content of the coke used from 12 down to 7 14 per cent., 
which indicates the error that may be introduced by using average 
figures in calculations applying to individual plants. 

Another extremely important factor in calculations based on the 
carbon content of coke is the moisture content of the coke. When the 
hot coke is pushed out of a coke oven, it is sprinkled with water to quench 
it. Theoretically, just enough water is used to stop the combustion and 
the heat of the coke should evaporate any excess water. However, it 
is extremely difficult to regulate the amount of water as carefully as this 
and, in addition, the coke, in process of transportation and while stored, 
is exposed to rain and snow which may cause it to take up quite con- 
siderable quantities of water, as the spongy structure of the coke is well 
adapted to holding large quantities of water by adsorption. In the case 
of the 29 blast furnaces referred to, some plants do not give the moisture 
content of the coke and the others report such varying figures as 2, 5, 
and 12 per cent. This quite variable percentage of moisture in coke 
introduces another error in the blast-furnace records and calculations, 
because it is apt to change from day to day. A carload of coke that has 
been sampled and its moisture determined may take up quite considerable 
additional quantities of moisture if exposed to rain or snow; and, con- 
versely, coke that is high in moisture may lose a considerable portion of it 
if exposed to conditions under which the water may evaporate. Where 
the coke is actually weighed, changes in the moisture content will produce 
a corresponding change in weight; and where its weight is estimated by 
volume, change in the moisture content produces a change in the weight 
that almost defies determination. In the paper by Flagg, the second 
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conclusion is as follows: ‘The sample of higher moisture content. will 
usually occupy more space for the same number of pounds of dry coal 
than will a sample of lower moisture content. However, the increase in 
volume for the wet coal is not as great proportionately as is the increase 
in weight per cubic foot.’’ It seems probable that coke of high moisture 
content will also occupy more space for the same number of pounds than 
dry coke, but this has not yet been subjected to careful study and accu- 
rate determination so that no one can say just what effect variation in the 
moisture content has on the determinations of the weight of coke by 
measuring its volume. It is evident, however, that this is a third variable 
factor in the accurate determination of the weight of carbon actually 
supplied to a blast furnace. This emphasizes the need of caution in 
drawing conclusions from curves or calculations based on the weight 
of coke. 

The variability of ash content of coke and of the sulfur content has 
been so admirably discussed by Mathesius in the paper cited that no 
further reference will be made to it here, other than to recommend the 
careful consideration of this paper. 

Turning now to the determination of the quantities of iron involved 
in the blast-furnace process, we have a quite different state of affairs, and 
one offering even more difficulties. The iron goes into the furnace in a 
variety of forms. Most of it is in the form of ore, and probably most 
furnaces use three ores in their furnaces, some four or five. Roll scale, 
borings and turnings, sintered flue dust, ladle, runner, and ordinary 
scrap, mixer skimmings, and converter slag, to mention only the principal 
ones, are charged into the furnace along with ore. The weighing of 
such material presents no particular difficulty, but its sampling for 
analysis is exceedingly difficult. The average total quantity so used 
amounts to about 8 per cent. by weight, of the total iron-bearing material 
charged, according to the annual statistical report of the Iron and Steel 
Institute. The scrap and scale are higher in iron content than the ore, 
some of the other materials are much lower. Where such materials are 
weighed and an average analysis applied to the weights, the possible error 
ean probably be safely ignored; but in some places, at least, borings, 
turnings, etc., are thrown on the ore piles or bins, and the weights of some 
of the other additions are reckoned with a shovel rather than with a 
scales. The possible error in the quantity of iron charged into the 
furnace resulting from errors in the reckoning of the material other than 
ore is probably impossible to determine, but it should be borne in mind 
in calculations where the quantity of iron is important, or forms the 
basis of deductions as to furnace performance. 

Most of the iron enters the furnace in the form of two, three, or more 
kinds of ore. Furnaces with modern charging systems usually weigh the 
ore, so the weights as shown are probably quite accurate. These weights 
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are multiplied by average analyses applying to each lot of ore. ‘These 
analyses are usually cargo analyses. The ore as delivered at lower lake 
ports is sampled by the employes of firms that make a business of such 
work, one firm representing the buyer and another the seller. At the 
same time a separate moisture sample is taken. The cargoes range from 
3000 to 12,000 tons, and the various samples taken are combined in a 
single sample and analyzed. The results usually check to 0.5 per cent. 
on the iron, representing a probable error of 1 per cent. in the amount of 
iron present. This represents the agreement of two samples taken by the 
same general method under the same conditions. No one knows, or can 
know, how closely the samples represent the actual average composition 
of the lots of oresampled. Through the courtesy of some of the operators 
the author has obtained the carload analyses, made at the mines, on four 
cargoes, ranging from 4000 to 10,000 tons. These compare as follows: 


Tron, Per Cent. 


Garco mun ere acer te ete I II Ill IV 

Gargo analysis "NO. 19> saa. 6 eee 56.90 54.29 37.09 36.45 
Cargo analysis No. 2..........- 57.23 54.45 36.38 35.39 
Carload analyses, average....... (44) 56.25 (25) 52.50 (72) 37.45 (102) 36.71 


The figures given are the percentage of iron, natural; or, in other 
words, the percentage of iron in the dried sample has been calculated 
back to the percentage of iron in the natural sample by allowing for the 
percentage of H.O shown in the moisture samples, which was as follows: 


MorsturgE, PER CENT. 


CarvO MM DEL ss Ay ake en, Meee ares i II Ill IV 

CargovanalyaisnNOn Lace sits ene (beats: te Oy 20.71 20.58 
CargoranaliysisaNom 2 ean seyret akeer 7.09 7.34 20.91 19.62 
Carload analyses, average........... (14) 8.87 (8) 9.60 (25) 16.90 (27) 17.61 


The numbers in parentheses beside each carload average, in both 
tables, are the number of determinations that have been averaged to 
give the analysis shown. 

Inspection of these tables indicates that calculations of the actual 
weight of iron are probably correct to within | per cent. as far as the iron 
percentage is concerned; but as the weights of ore delivered to the furnace 
must be corrected for moisture, and as the moisture figure does not seem 
to be reliable within 10 per cent. of the quantity found, the probable error 
in calculations as to the total weight of iron charged into the furnace in 
the form of ore is likely much larger than 1 per cent. There seem to be 
quite considerable differences in the moisture content at the mine and at 
lower lake ports, and the differences between the ports and the blast- 
furnace skips are conceivably equally large. 

A factor that has so far been overlooked is the relative magnitude 
of the quantities to which the averages are applied. This can be most 
clearly explained by the use of analogy. Suppose a regiment of 2400 
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men, divided into companies of 200 men each. The average height of 


the regiment is 5 ft. 8 in.; the individual men range in height from 6 ft. 
2 in. down to 5 ft. 2 in. If care is taken in assigning the men to the 
companies they can be so arranged that the average height of each 


- company will also be 5 ft. 8 in. or very nearly. Now suppose 10 men, 


taken at random from a company, are told to report to the captain. 
The average height of these men would not be 5 ft. 8 in. , they might be 

all 5 ft. 2 in. men or they might be all 6 ft. 2 in. men. If the number of 

5 ft. 2 in. men in the 200 men is known, it is quite simple to calculate the 

probability that 10 men taken at random from 200 men would average 

5ft.2in. By similar methods, using the height of each man, the number 

of men, and the average height, it can be calculated that 10 men taken at 

random from 200 men would not show an average that would differ 

from the average of the 200 by more than the amount revealed by the 

calculation. If each of the 200 men was 5 ft. 8 in., then the average of 10 

men taken at random from the group would differ fan 5 ft. 8 in. by zero, 

but if some of the men were shorter, and some taller, the average of 10 

men taken at random might differ from the group average by an amount 

that would be a fraction of the amount the individuals differed from . 
the average. 

Another way of expressing this is to say that an average only applies 
to the number of quantities of which it is an average. If a fractional 
part of the group averaged is taken that fraction may differ from the 
group averaged by a quantity which is a fraction of the number in the 
group, the number in the fraction, and the extent to which the individ- 
uals differ from the group, or their variability. 

Applying this example to the case before us, iron ore as dug from the 
pit is loaded into a car, which is sampled, and thus constitutes an indi- 
vidual lot. The individual cars are dumped into the pockets at the ore 
docks in such a way as to make the average for the pocket come as near 
the average to be shipped as is practicable. It is generally believed that 
the operations of sliding the ore down a chute into the vessel, digging it 
out of the vessel at the lower lake port, loading it into cars, and dumping 
these cars into bins or storage piles at the furnace plant mixes the ore 
from the individual cars so that the product delivered at the blast furnace 
is quite uniform in composition. So far as I know, no test has been made 
to determine whether such mixing actually does take place. Experience 
indicates that when a mixture of coarse and fine material is allowed to roll 
or slide the coarse and the fine tend to separate, and if they differ in com- 
position the resulting piles are less uniform, instead of more uniform, than 
they were before the material was moved. Without making a test, it is 
impossible to say whether any individual one-tenth part of an ore pile at 
a blast-furnace plant would differ, and how much, from the average of the 
pile as indicated by the analysis of the cargo of which it formed a part. 
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In the light of this discussion, it seems probable that the possible 
error in the calculations of iron charged to a furnace, based on furnace 
weights and average cargo analyses, will be of the order of magnitude of 
5 or 10 per cent. 

Silica enters the blast furnace in the ore, the coke and the limestone; 
usually nearly three-fourths of the silica is in the ore, about one-fourth 
in the coke, and about one-twentieth in the limestone. The variability 
of ash in coke is quite thoroughly discussed in the paper by Mathesius, 
and coke ash is usually about 50 per cent. silica. The calculation of the 
silica entering the furnace with the coke would not only be affected by 
the variability of the silica content of the coke, but by the possible error 
in the determination of the weight of the coke, which has been discussed 
above. It seems unlikely that calculation of the silica entering the blast 
furnace in the coke can be counted on to be accurate to within 5 per cent. 

As only about 5 per cent. of the total silica involved in the blast-fur- 
nace operation enters with the limestone, a 10 per cent. error in the lime- 
stone weights or in the agreement between the actual analysis and the 
average figure used would only affect the total by 0.5 per cent., therefore 
this possible error may, in most instances, be safely ignored. 

About half of the total silica enters the blast furnace with the ore. 
It has already been pointed out that while the weight of ore charged into 
the furnace is quite accurately determined, this weight is the ‘‘natural”’ 
weight, and the dry weight, which is used in calculations, may be affected 
by a considerable error that may be introduced by the possible error in the 
moisture averages. The actual moisture in ore has been shown to be 
sufficiently variable to cast considerable doubt on the accuracy of average 
figures as applied to the ore charged in a given period. Some of this 
doubt arises because the determinations on individual lots differ enough 
from the average of a group of lots, such as a 10,000-ton cargo, to make it 
probable that when individual lots taken at random are charged to the 
furnace the average of those lots may differ by an unknown degree from 
the group average, but most of the doubt arises because of the possibility 
of fluctuations in moisture content between the time of sampling and the 
time of weighing. Ore that is being removed from a pile in a rainstorm 
or snowstorm will undoubtedly increase in moisture content. On the 
other hand, in a hot dry spell if the ore is being removed from the pile 
at a rate that permits the surface layers to dry out, from the effect of the 
sun and wind, decrease in moisture content will result. It has been 
pointed out that ore standing in a bank for a long time does not show 
any marked decrease in moisture content as compared to the average for 
that orebody, but it should be noted that ore only dries out on exposed 
surfaces, and the exposed surface in a bank is very small compared to the 
exposed surface of ore in a pile. The change of moisture content of ore 
in handling and on exposure is affected not only by weather conditions, 
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but by the texture of the ore and the total moisture present as well. 
Generalization seems impossible and it is only by actual investigation in — 
specific instances that safe inferences can be drawn as to the probable 
effect that error in average moisture figures may have on the calculation 
of dry weights of ore. 

Another point that requires equally serious consideration is the 
probable error in the average silica content of the ore. In the case of the 
four cargoes of ore already referred to the silica determinations compare 
as follows: Lape oA 

Per Cent. Sinica In Iron OnE 


Cargo I | Cargo II Cargo III | Cargo IV 


Dry Natural| Dry | Natural | Dry | Natural Dry | Natural 


| 
| 
| 
| 


| 
Cargo analysis No. 1... TBA 67.23.01 9.74, 8.99 | 6.18, 4.90 5.74 4,56 
Cargo analysis No. 2.. 7.30, 6.78 | 9.15} 8.47 5.90) 4.66 | 5.98) 4.81 
Carload analyses, aver- | | 
APC eee ad thepr-s\ds (44) 7.87 7.17 |(25)10.49) 9.48 |(25)6.08 5.05 |(27)5.97) 4.91 


Considering the “natural’’ averages (the dry percentage corrected 
for the amount of moisture present), there are differences as great as 
0.5 per cent.; in one case the difference is 0.99 per cent. According to 
which of the figures is taken as the average figure, the total silica as 
calculated from them will vary 8 to 10 per cent. of the total amount 
present. This is not the whole story, however. Inspecting the analyses 
of carload lots, of which from 25 to 44 (as indicated by the figures in 
parentheses) have been averaged, shows that they differ even more 
widely from one another: 

Per Cent. SmricA Dry, Mine ANALYSES 


(Chauigety ai oan See sedls OMe nestor errata I II swe IV 
Nim bersomanalyses ones seek aloe alas 44 25 25 27 

Average percentage: 4.2.6. j.uls ose ee nee 7.87 10.49 6.08 5.97 
VAVerAge, CICTENCE. 2a a ineue «=< ee = + ar ye 1.69 1.39 1.08 0.99 
Maximum Ciferencess sc... arcs es ms 6.33 4.72 2.48 2.44 


The weights to which the individual analyses apply range from 100 to 
400 tons. It is evident from these figures that ore as shipped varies a 
good deal in its silica content; one lot in cargo No. 1 differed from the 
average by 85 per cent. of the average value. It therefore follows that 
not only will the actual composition of a fractional part of the quantity 
to which an average figure applies differ, perhaps to a considerable degree, 
from the average but the average figure itself is likely to be considerably 
in error because of the practical difficulty in obtaining a true sample of 
material that varies a good deal in its composition. ‘This is a difficulty 
that is quite well known to gold miners; it Is a matter of record that a 
$12,000,000 gold mining enterprise resulted in failure because the true 
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average of the gold content of the ore, as revealed by mining, was only about 
two-thirds of what had been expected from the operations of a 75-ton per 
day mill, on what was believed to be average ore, for nearly two years. 
The average moisture and silica content of iron ore are undoubtedly the 
least reliable figures of any (other than volume of air blown) involved in 
blast-furnace calculations, and any calculations that involve their use 
(and many do) should be regarded as involving large possible errors. 

Of the other substances involved in blast-furnace operations, it 
scarcely seems necessary to speak, for the general considerations set 
forth in regard to the carbon, iron, silica, and moisture can easily be 
applied to the CaO, Al,O;, MgO and other components, with a due regard 
for the special circumstances that apply to each. Sulfur may be specially 
mentioned because, although the quantity involved is small, it produces, 
like a fly in a glass of milk, an effect entirely out of proportion to its 
actual mass. Joseph® has made a careful inventory of the sulfur in char- 
coal and coke blast-furnace operations and finds that in coke practice 
92 per cent. of the sulfur enters with the coke, 7 per cent. with the ore, 
and 1 per cent. with the stone, while 87 per cent. of the sulfur goes off in 
the slag and about 5 per cent. enters the pig iron. This accounts for 
92 per cent. of the sulfur without tracing the unknown amount that 
goes off in the gases from the furnace. Everything considered, this 
seems to be as close a check as could be expected, and the figures given 
are the more significant because they do not exhibit an apparent mathe- 
matical exactness that such figures do not, and cannot possibly, possess. 
Unless blast-furnace operations are studied in the light of the prob- 
table accuracy of the records and of the calculations based thereon, 
truly scientific interpretations of the blast-furnace processes seem 
hardly possible. 

To summarize, it has been set forth that nearly every measuring 
operation involved in securing blast-furnace records involves a possible 
error of 5 per cent. or more, and quantities that are commonly measured 
with greater accuracy than this have to be multiplied or divided by 
figures involving a possible error of 5 or 10 per cent., thus introducing a 
corresponding possible error into the quotient. In interpreting curves 
or tabular summaries, the possible error should be always kept in mind, 
and observed differences that do not greatly exceed the possible error 
of the data should only be used with caution in drawing inferences and 
deductions as to the blast-furnace process. 

It must not be inferred from the foregoing that since blast-furnace 
records show determinations made with only as high a degree of com- 
mercial accuracy as practical considerations of expense permit, and must 
be interpreted in the light of the probable errors involved, they are 
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therefore not a valuable guide to blast-furnace operation. A good 
_ example of a similar case is the taking of a patient’s temperature by a 
physician as a guide to diagnosis and treatment. Such temperatures are 
usually taken with a thermometer graduated to 0.2° F. and (fora variety 
of reasons) the temperature thus recorded is probably not within 0.5° F. 
of the actual temperature of the patient. The significant range of body 
temperature is only 10° F., and the possible error is therefore 5 per cent. 
of the significant range. This does not discredit the general method; it 
merely reduces the importance to be attached to minor apparent fluc- 
tuations. Similarly, blast-furnace records are valuable for the purpose 
for which they are intended, but when they are made the basis of calcu- 
lations of a high degree of mathematical accuracy it must not be for- 
gotten that the possible error in the original figures may be large enough to 
invalidate entirely conclusions that might otherwise be drawn from the 
calculated results. 


DISCUSSION 


C. H. Herty, Jr., Boston, Mass.—The author stresses the point 
that the air blown in the furnace is variable. We have made some tests 
on the gas analysis, calculated it back to the blowing engine for a number 
of types of engines and have found that the error was somewhere between 
8 and 12 per cent. By a simple gas analysis test and the specifications of 
the blowing engine you can calculate the difference between the blowing 
engine and the air actually entering the furnace and can eliminate that 
error almost entirely, because tests for two or three months show almost 
the same figures for those periods. 

T. T. Reap.—-Did you find that the difference was always a 
plus difference? 

C. H. Herty, Jr.—Absolutely; we calculated 40 and the engine would 
say 46. 

T. T. Reap.—Can anybody explain why these blast-furnace records 
show an apparently nearly uniform volume of air supplied per pound of 
coke burned in this Table 1, whereas we know that the oxygen content of 
a cubic foot of air varies considerably between winter and summer? 

C. H. Herty, Jr.—Is it not true in the summer time that you increase 
the speed of the blower? 

T. T. Reapv.—I simply took the cubic feet of air blown according to 
the published records. 

T. L. Josnpen,* Minneapolis, Minn.— We all recognize that the amount 
of air required to burn a pound of coke varies from furnace to furnace, 
and may vary on a particular furnace because the amount of carbon reach- 
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ing the tuyeres varies over quite a wide range. In other words, part of 
the carbon is absorbed by “solution loss” or it may be picked up by direct 
reduction; consequently a smaller amount of carbon will reach the tuyeres 
and will require in turn a smaller amount of air. Furnaces in this country 
are operating on coke, which is almost like charcoal in strength and 
reactivity with carbon dioxide. Less air is required to burn a soft coke 
than a hard coke, which will not be absorbed by the carbon dioxide in the 
top part of the furnace. 


R. H. Sweetser,* Columbus, Ohio.—It is usual, in blast-furnace 
practice, to keep records of the .amount of air blown reduced to 62° 
temperature, and every rise of 10° in the outdoor temperature means a 
reduction of 2 per cent. in the amount of oxygen. In some blast-furnace 
plants, the engineer will have on the outside of the engine room a wet- 
and-dry bulb thermometer and he will have instructions that when the 
temperature goes to 70°, he will automatically increase the engine speed 
so as to give approximately the same weight of oxygen; if the furnace 
will not drive on that amount, the superintendent will take other 
steps to have about the same amount of oxygen going into the furnace 
per minute. 

It is good practice to have a balance sheet for the blast furnace not — 
only for the air but for the coke; if itis found that the amount of air 
reported per pound of coke varies too much above 56 cu. ft. something is 
wrong, which must be determined. 

The weight of coke charged to a blast furnace is the railroad weight, 
because that is the weight that determines the cost of pig iron. This 
railroad weight is checked up, at least weekly, with the amount of coke in 
volume that is going into the blast furnace, and that can be very easily 
balanced. It is also good practice to have a balance sheet for the amount 
of ore that goes into a blast furnace. If there is any one thing that is 
analyzed carefully, it is iron ore—not only at the mine itself: but at the 
dock where it is mixed; most ores now are mixed. Then the ore is 
analyzed again at the lower Lake points, and nearly every blast furnace 
will also analyze the ore as received, so that the actual units of iron going 
into the blast furnace are quite accurately known. At the end of the 
month, a balance sheet shows how many units of iron have gone into that 
furnace and a balance sheet shows how much has gone out as pig iron, as 
iron in the slag, and as scrap; or where you have direct metal how much 
has gone out with the kish, which is deducted at the open hearth; and then 
there is that ‘‘unaccounted-for loss.” If the superintendent gives more 
than 100 per cent. return, you must look for the cause. It is part of my 
duty to find out where those things go, and in one blast furnace that I 
went over not long ago I found out that 220 tons of scrap had been 
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recovered from slag and put back through the furnace without being 
charged into the cost of it. The man had produced that iron, lost it in 
his slag, and later recovered it. In an up-to-date blast-furnace plant, 
records are kept much more accurately than one would suppose by reading 
this paper. 

The author has done something good for the blast furnace just as Mr. 
Feild did 8 years ago when he visited several of the blast-furnace plants 
to find out the composition of slag. He called attention to the fact that 
the sampling and the analyzing of the slag were very carelessly done, and 
he brought about some reforms that most blast-furnace men have taken 
advantage of, and I think that most blast-furnace men will now take 
advantage of the author’s study. 


T. T. Reap.—Errors in the iron balance of the blast furnace, while 
important to the operator, are not what I was most interested in; my 
attention was concentrated principally on the silica. As pointed out in 
the table, there is sometimes a difference of 10 per cent. between two 
equally authoritative analyses of the ore. If one analysis is right the 
other is 10 per cent. in error and this naturally leads to a doubt as to 
whether either is within 5 per cent. of the actual amount of silica in the 
furnace burden. When attempting to use these records of what happens 
in the blast furnace, we are confronted by the fact that the range of condi- 
tions in different blast furnaces is rather limited, and in attempting to 
determine the relation between coke and silica by plotting them against 
each other one is in much the same position he would be if he plotted the 
age and height of children against each other, using only children between 
10 and 12 years of age. Everyone knows that some children 10 years old 
are taller than some 12 years old and working in such a narrow range one 
would not be able to detect any significant relationship between age and 
height, whereas if he plotted age against height over an age range between 
2 years and 20 years a relationship between age and height would become 
evident. A 5 or 10 per cent. error in the weights of coke and silica, as 
shown by the records, has the same effect on the curve as the natural 
differences in height of children of the same age, and unless the actual 
weights are determined very accurately it is difficult to draw curves of 
blast-furnace performance that can be relied on as indicating the actual 
relationship between the substances involved. 

For the purpose for which they are principally kept, blast-furnace 
records are sufficiently accurate; when, however, one attempts to use 
them for purposes for which they were not intended, such as making 
accurate mathematical calculations as to the relationship, he may be 
easily lead astray unless the probable error is kept in mind. 
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Making Rimmed Steel 


By Cari Perrce,* MAnsFieip, Ono 
(New York Meeting, February, 1926) 


Tue writer of this article has not attempted to write a technical 
paper; on the contrary, he has tried to express in “‘steel-plant English,” 
for steel men, a viewpoint drawn from his practice and experience. It is 
not his thought that it shall be taken as the ‘‘last word” in the making of 
this class of steel, or that good rimming steel cannot be made by any other 
practice. The paper was written to serve as the basis of a discussion 
from which it is hoped much benefit may be derived. 

The paper deals only with rimming steel made by the open-hearth 
process, and with the lower carbon steels, such as sheet and tin bar, rivet 
stock, skelp, etc., although good rimming steel as high as 40 to 50 carbon 
can be made by having good open slags and giving proper attention to 
working and tapping temperatures. 


DEFINITION OF RIMMED STEEL 


Rimmed steel is sometimes called open or effervescing steel to differ- 
entiate it from killed or partly killed steel. It is steel made by a process 
which permits the free escape of gases from the metal in the molds. In 
passing up through the metal, the gases keep it in a rolling action from 
the walls of the mold inward. The top of the ingot rims in as the metal 
chills and the walls of the ingot get thicker, the center part remaining 
fluid until it reaches a pasty condition when it is covered with a cast- 
iron cap. 

THE CHARGE 


In making up a charge for rimming steel, clean stock of a known com- 
position must be selected, special attention being given to the analysis of 
the materials. The silicon in good rimming steel must be eliminated to a 
trace, therefore it is advisable to have a uniform amount going into the 
charge. Too much silicon gives a raw melting heat from which rimming 
steel is unlikely to result. For this reason a charge containing not to 
exceed 40 per cent. pig iron and 60 per cent. scrap, with no iron ore, 1s 
preferred to the Monell type of charge in which as high as 65 to 70 per 
cent. pig iron is used with a proportional amount of iron ore for the removal] 
of the excess silicon and carbon. The silicon content of pig iron varies 
so much from day to day in the average blast-furnace practice that there 
is Canes of Beunne i too much of this ee in the latter ee when 
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using the output from a battery of blast furnaces. The writer, when 
working in a plant that used a 65 per cent. pig iron charge, has often seen 
the metal in the mixer carrying more than 2 per cent. silicon when the 
limestone in the charge was fixed to care for 1 to 1.25 per cent. silicon iron. 

The smaller the amount of pig iron in the charge (consistent with hav- 
ing the heats melt high enough for proper working), the less chance there 
is of having raw melting heats. Good clean scrap should make up the 
steel part ofthe charge. A sufficient amount of limestone should be used to 
give mushy slags when boiling loose from the bottom. If the stone comes 
up in hard lumps and the bath looks raw and red, there is too much 
silicon-carrying material for the amount of limestone charged. By using 
a mixture of clean materials, good rimming steel can be made with a 
limestone charge of 8 per cent. The general practice, however, is to use 
about 10 percent. Enough pig iron should be charged to have the heats 
melt between 40 to 80 per cent. carbon, although it is better to have them 
melt too high than too low. The serious effects of having heats melt soft 
is not given enough consideration by the average open-hearth melter. 

In the year 1914, in an open hearth in which it was the practice to 
charge the heats to melt close, a report was made to the superintendent 
covering all rail heats (1338 in number) made during a period of seven 
months. Rail heats were used as a basis because on this class of material 
it was possible to get an accurate record of the faulty material 
produced. This report showed that heats which melted soft averaged 
7.1 per cent. second and condemned rails as against 4.2 per cent. second 
and condemned rails of those using ore in the working. Heats that 
melted close—that is, using neither ore nor extra metal—averaged as high 
in faulty rails as those that melted soft, because the furnacemen handle 
their furnaces in the same way in both cases. It often happens, in 
large open hearths, that when a heat is melting low, the furnaceman waits 
until the carbon is down to 0.15 per cent. or below before ordering extra 
metal. As he frequently has to wait half an hour before getting it, if the 
heat happens to be losing carbon particularly fast, it is dead soft by the 
time the extra metal reaches him, and the bath is in exactly the condition 
of an overblown Bessemer heat. 

Several years ago, the writer asked a helper to show him the test on 
which he ordered his ‘‘drink of metal.’”’ The testpiece showed the carbon 
to be nearly gone. At tapping time, the heat was in particularly fine 
shape, a close tapping temperature, creamy slag, and a testpiece with a 
tough silvery fracture. When the writer expressed the opinion that the 
heat might not roll well, the furnaceman was indignant. At the rail mill 
it was said to be the worst heat of the day, finishing 9.1 per cent. second 
and 1.4 per cent. condemned rails. 

In both Bessemer and open-hearth processes, the method of manufac- 
ture is an oxidizing one, advantage being taken of the great affinity of the 
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impurities in the steel for oxygen. Low carbon steel cannot be made by 
either process without overoxidizing the metal; that is, increasing the 
amount of ferrous oxide init. At high temperatures the affinity of iron 
for oxygen is greater than carbon for oxygen. As proof of this statement, 
E. Von Maltitz! gives the following apt illustration: 


If from a heat high in carbon but low in temperature, a small sample is poured into 
a test mold, the steel will solidify quietly. It will not sputter and will not show any 
blowholes when broken. But when a similar test is taken from a heat of practically 
the same carbon content but of a much higher temperature, the steel will be wild, will 
sputter and rise considerably and when broken will show many blowholes. In the 
first case, although ferrous oxide was certainly formed continuously in the bath, the 
metal refused to dissolve it, and the carbon having a greater affinity for oxygen than 
iron immediately reduced it. Hence the metal poured into the mold did not contain 
ferrous oxide and the formation of carbonic oxide in the solidifying steel being impos- 
sible, the steel set quietly without forming blowholes. In the second case, however, 
the much higher temperature of the bath increased the solvent power of the steel for © 
ferrous oxide, while on the other hand the affinity of carbon for oxygen was becoming 
less than the affinity of iron for oxygen. The rapidly sinking temperature of the steel 
in the mold approaching the freezing point reverses these tendencies; a large amount 
of carbonic oxide is set free which liberates hydrogen and nitrogen which becomes 
entangled as it passes through the pasty condition of the metal and forms blowholes. 


The theory that at high temperatures the affinity of carbon for oxygen 
is less than that of iron is sound, most open hearth men will attest, since 
it is well known that it requires more ore to reduce a given amount of 
carbon when the bath is very hot than when it is on the cool side. 


WoRKING THE Heat 


Few steel men realize how the manner of working affects the quality 
of the steel. They have a vague sort of idea but as a rule no definite 
information. In compiling the data for the report on heats melting soft, 
several very interesting points developed, one of them being on this 
subject. One furnace was selected where the helpers were noted for 
the high temperature they carried when working their heats. One day, 
one of these helpers was seen to pour a spoonful of high-carbon metal on 
the floor before starting to ore the heat, and on being asked why he did 
this, said it was to see whether it was hot enough to take the ore. By 
way of comparison, another furnace was chosen where the helpers worked 
their heats on the cold side, had open creamy slags and a close temperature 
when ready for tapping. Both furnaces were of the same size, used 
the same charge, and were tapped by the same melters. Table 1 (page 
1029) shows lists of consecutive rail heats made during the same period 
on these two furnaces. The second and condemned rails of the first 
furnace averaged almost six times those of the second furnace. 

When starting to work a heat, ore should not be added until the lime- 
stone is practically all loose from the bottom and the air and gas should 
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TaBLE 1.—Rail Heats Made on Two Furnaces 


Furnace No. 1 Furnace No, 2 


Seconds, Condemned, Seconds, Condemned, 
Per Cent. Per Cent. Per Cent. Per Cent. 
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be cut back to keep the metal from getting too hot because of its increased 
capacity for picking up gases when at a high temperature. In the making 
of low-carbon steels, the heats should not be ored below 0.20 to 0.25 per 
cent. carbon, that remaining being barely sufficient for shaping the 
slag and giving the bath the proper amount of stirring to rid it of its 
excess gases. As raising the temperature of steel increases its capacity 
for absorbing gases, so decreasing it aids the steel in throwing them off. 
The throwing into the bath of cold scrap, pig iron, the stirring with a 
rod, even, the addition of molten manganese or spiegeleisen, because of its 
lower temperature aids in this liberation. That the gas escaping 1s chiefly 
carbon monoxide from the reduction of ferrous oxide by carbon is probably 
true; after a bath has been stirred with a rod, the carbon is con- 


siderably lowered. 
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The use of a half-box of pig iron while shaping the slag materially 
improves the quality of the steel. The argument may be brought up 
that this procedure will lengthen the time of the heat one-half hour. 
Standard open-hearth practice shows an hourly output of 6 to 8 tons and 
when a box of pig iron of 5000 Ib. is melted and converted into steel in 
one-half hour, the furnace is making steel at a 4-ton per hour rate. If 
the rate of the furnace is 7 tons per hour, an actual loss of 114 tons of 
steel, or 13 min. of time, has been consumed by this practice. The use 
of a box of pig iron not only aids the steel in getting rid of its injurious 
gases but its action in the bath helps in dissolving small pieces of lime, 
which ordinarily would be deposited on the hearth when the heat is 
tapped, so that in the long run less bottom trouble would be experienced 
by this practice and the improvement in the quality of the steel should 
more than compensate for the apparent loss of tonnage. 


SHAPING THE SLAG 


During the oreing process, iron oxides are brought into the bath, 
which gives the metal every opportunity to saturate itself with ferrous 
oxide. To prevent too high a degree of oxidation during the working 
of the heat, the temperature of the bath must be controlled, also the 
oxidizing influence of the slag. If a heat is finished with a slag too rich 
in oxygen, ferrous oxide is likely to be transferred from the slag to the 
metal up to the last moment before tapping. If the bath is very hot 
the metal has a greater solvent power for ferrous oxide regardless of the 
carbon content. 

In the making of low-carbon steels, such as sheet-bar, skelp, etc., 
great care must be given to the shaping of the slag. If the heat has 
been worked down cold and no spar has been added until the last ore 
addition has worked through, no difficulty will be experienced in attaining 
a satisfactory pouring temperature. Fluorspar should be used very 
sparingly; the shaping of the slag and the raising of the bath to the final 
tapping temperature should be carried on together. A creamy slag 
rather than one too heavy or too thin, with plenty of action to the bath, 
will give the best rolling practice for the steel. 


CasTING TEMPERATURE 


In either top or bottom pour, the steel should be hot enough to pour 
cleanly. In soft steel top pour, a temperature that will leave a flat saucer 
skull in the bottom of the ladle is the ideal one; in bottom-pour practice, 
the steel must be hotter than this, for in most groupings the steel will not 
rise evenly in the molds, and some butts will be made if it is cold enough 
to leave a saucer skull in the ladle. 

Many open-hearth men feel that the best quality of steel is obtained 
when the heats are tapped so that a fair-sized skull is left in the ladle. 
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Recently, the writer went over some cards of heats cast in an open hearth 
following this practice. Of 29 heats, 7 were reported as having no skulls; 
2 had skulls of 500 Ib. each; 9 had skulls from 1000 to 2500 lb. each; 
11 had skulls from 3000 to 12,000 Ib. each. Some of the cards had 
no notation as to how the heats poured, so it is taken for granted that 
their pouring was good. Some of the cards showed the following notes: 
Used pricker on the fifteenth mold; running stopper from the sixth mold 
through the balance of the heat; pricker on the first mold, oxygen on the 
second; sloppy pour; heavy drip; running stopper two molds; heavy drip 
on balance. 

A heat tapped on the cold side evidently is worked the same way, and 
it is possible that some of the credit for quality given to the fact that the 
heat has been tapped cold should be given to the fact that it was worked 
cold. The average of a large number of heats would probably show 
that if they were worked on the cold side and then tapped just hot 
enough to guarantee clean pouring, the quality of the steel would be 
better and the yield and general practice much improved. In the larger 
open hearths, making 60,000 tons or more per month, if three extra melters 
were added to the force, and each melter given supervision of the steel 
made on not more than four furnaces, so that proper attention could be 
given to the working and tapping temperatures on each furnace, the 
extra cost would be less than two cents per ton on the conversion cost, and 
this could be saved many times by the better quality of the steel and 
the more satisfactory charging and operation of the furnaces. 


PoURING 


Many heats of well made steel are spoiled by improper handling in the 
casting pit. In the teeming of top-cast steel, the stopper should be 
opened slowly until a body of metal (3 to 4 in.) has accumulated in the 
bottom of the mold. This can take the full force of the stream without 
splashing, but if the full force is applied without this precaution metal is 
splashed one-quarter or one-third the way up the walls of the mold. The 
thin shell formed by the splashing chills before the molten metal reaches 
its top and a proper union cannot take place at this point, so that small 
cracks develop when the ingot chills and form seams and tears in the 


finished bar. 


METALLURGY OF RIMMED STEEL 


In the manufacture of rimming steels, it is necessary that certain 
elements be present in order to produce the rimming action in the molds; 
it is also necessary that other elements which prevent or hinder this 


action should be removed. 
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The gases which form the blowholes found in all rimmed ingots are 
classified by Henry D. Hibbard as follows: 

(1) Hydrogen, which forms the long blowholes found in the lower half 
or third of the ingot, which grow as the metal chills and develop in the 
line of least resistance, toward the center of the ingot. This is the long 
pencil-like type of blowhole which gives the spongelike appearance to the 
skin and which in many top-cast ingots makes the lower half appear much 
darker in color than the top half when it is stripped. An ingot with this 
kind of skin will tear and crack under the action of the rolls and produce a 
scabby and seamy bar, unfit for most purposes. 

(2) Carbon monoxide, which causes the second type of blowholes. 
These are round in appearance and in good rimming steel are located in a 
line just under the skin. 


Fig. 1.—F RACTURE OF AN IMPROPERLY-MADE RIMMED INGOT. NoTE THE LONG 
HYDROGEN-FORMED BLOWHOLES IN THE OUTER SKIN OF THE INGOT. 


(3) Nitrogen and ammonia, which cause the third class. These also 
are spherical in shape; they are found in the central part of the ingot. 

The blowholes of the last two types are practically harmless, those 
caused by hydrogen being the harmful ones. Fig. 1 shows the fracture of 
an ingot which may have been cast at a very high temperature or have 
been worked with the bath very hot, so that the bath boiled very mildly; 
or it may have melted soft, having no boil at all, and consequently the 
bath contained more hydrogen than it should. 


CARL PEIRCE 1033 


THE BLOWHOLES BENEATH THE SKIN WERE FORMED BY CARBON MONOXIDE. 


Fig. 2.—FRACTURE OF A BOTTOM-CAST RIMMED INGOT, 15 X 17. 
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The theory of rimming steel is that carbon monoxide is the element 
that keeps the metal in an open boil and which, in escaping from the steel, 
carries off with it a considerable portion of the hydrogen, both that which 
is dissolved in the metal and that which has begun to collect in bubbles 
clinging to the freezing walls and which is unable to escape by itself. 
(Fig. 2.) It probably carries off some of the nitrogen as well. The 
proper rate of their evolution is such that the steel does not rise as it so- 
lidifies and the ingot has a flat top when frozen. . The writer is not averse 
to having the steel settle as much as 4 in. when rimming, as this guarantees 
ingots with a minimum number of hydrogen blowholes in the lower third of 
the ingot. The casting temperature and the rapidity of pouring have a 
great effect on the evolution of these gases. When it is far too hot there 
may be no evolution and the metal rises in the molds because of the 
displacement by the blowholes formed in the skin of the ingot. If the 
steel is overoxidized and the carbon is very low, often the gas will escape 
and leave a boot-leg at the top of the ingot, showing that the gases formed 
half of the volume of the steel in the mold. 

Fig. 3 shows a split top-cast rimmed ingot. 

Silicon in the open-hearth bath protects the carbon from oxidation 
and lessens the vigor of the boil. In protecting the carbon from oxidation 
it limits the amount of carbon monoxide formed, ample supplies of which 
must be allowed to remain in the metal to give the desired action in 
the molds. 

As a rule the amount of carbon the bath contains at the time of tap- 
ping governs the amount of carbon monoxide in the bath; the lower the 
carbon, the greater the amount of carbon monoxide present. Since in 
rimming steels the thickness of the skin of the ingot depends on the length 
of time it takes to rim, and this rimming effect is caused by the carbon 
monoxide present in the steel, it follows that the rimming action will last 
longer and the heats will be more uniform if they are tapped on the lower 
limits of the carbon specification. For sheet and tin bar, 0.08 to 0.10 per 
cent. carbon is preferred to a 0.10 to 0.13 per cent. carbon specification, 
as the steel is less likely to rise in the molds, it will take a longer time for 
rimming and produce thicker skinned ingots. There is also less trouble 
with segregation in the lower carbon ranges. 

In good effervescing steel, the amount of manganese added greatly 
diminishes the volume of carbon monoxide in the metal, hence diminishes 
the amount of hydrogen swept off by the rising CO bubbles. ‘This is 
accomplished by the manganese decomposing the carbon monoxide with 
the formation of oxide of manganese, the liberated carbon being dissolved 
in the metal. So when the carbon monoxide is decomposed and therefore 
cannot cause effervescence, and no solvent for the hydrogen is present, 
skinholes are formed and the steel rises in the mold. Tor this reason, in 
this class of steel, the keeping of the manganese near the low limit of the 
specification, around 0.30 per cent., is favored. 


1036 MAKING RIMMED STEEL 


Aluminum should be used very sparingly—from 2 to 5 oz. per ton of 
steel with the preference for the low limit. It should not be used in the 
molds unless absolutely necessary. 


SUMMARY 


1. In making good rimming steel, materials of a known composition 
must be used and a satisfactory mix made, enough pig iron being charged 
to guarantee that the heats will not melt soft. 

2. Most important. Special attention must be paid to working and 
tapping temperatures, to shaping the slag and to slow pouring. 

3. Steel must not be overoxidized but must contain a sufficient 
amount of carbon monoxide to produce the rimming effect. 

4. In the finished steel, silicon must be down to a trace, and for soft 
steel, 0.08 to 0.10 per cent. carbon and 0.30 to 0.35 per cent. manganese 
is preferred. 


DISCUSSION 


J. Vanick, Bayonne, N. J. (written discussion).—The presence of 
ammonia in the steel, originally, is doubtful, as some one has remarked 
in the discussion, but it is true that the odor of ammonia may be detected 
in the vapors rising from the ingots. The ammonia so detected probably 
comes from sources external to the ingot during cooling, since ammonia 
would be dissociated at temperatures above 600° C. Steam in the molds 
or water vapor in the air would supply the hydrogen while nitrogen would 
also be more likely to be cracked from the envelope of air around the 
ingot. The hot iron would operate as an excellent catalyst in assisting 
in the union of nitrogen and hydrogen, the iron going to oxide. The 
alkaline earths from slag inclusions, molds or ladle linings would promote 
such a reaction. For example, the odor of ammonia may frequently 
be detected in vapors issuing from a clot of hot slag which is sprinkled or 
quenched with water. The formation of ammonia proceeds readily 
under a wide range of circumstances similar to those above, all of which 
point toward an external source of the gaseous elements involved. 


L. F. Retnarrz, Middletown, Ohio.—Mr. Carl Peirce has presented 
a valuable paper on a subject that has been very widely discussed in 
recent years, especially since the demand for high finish, deep drawing 
and other grades of sheet steel in the lower carbon ranges has become an 
important factor in the steel business. Steel of this analysis has been 
produced for many years, but the product for which it was made did not 
require the extra care in the steel plant that it does today. It must now 
be worked down into thin sheets for special purposes and undergo many 
severe finishing processes both in the steel mill and in the fabricating 
plants. Mr. Peirce’s paper has outlined in a concise and logical manner 
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the steps which must be taken in manufacturing such steels. The secret 
of successs is attention to details of well known steel practices. 

I agree with him that quality steels of this class cannot normally 
be made out of inferior raw materials. Scrap should be clean and if 
possible not too variable in analysis. Galvanized scrap or babbit are 
particularly objectionable. Scrap should be an such physical condition 
that undue delays are not encountered in charging the furnace. Lime- 
stone should preferably contain over 95 per cent. available calcium car- 
bonate, and be free from clay or other foreign substances. Almost 
universal practice shows that 10 per cent. limestone is required for proper 
slag volumes to protect the metal from overoxidation. The use of 8 
per cent. limestone makes the operation less fool-proof. 

The pig iron, used as hot metal or cold pig iron, should not average 
more than 50 per cent. of the metallic charge. This pig iron should be 
about 0.90 to 1.10 per cent. in silicon, 1.50 to 2.00 per cent. manganese, 
and should show a clean, gray fracture with a high graphitic carbon as 
indicated by the break. If the silicon in the pig iron for any given 
charge is too high, the metal will not attain a proper action in the furnace 
at tapping time and ‘‘riser”’ steel is apt to result. 

If the silicon in the pig iron is too low, due to blast furnace trouble, 
blisters and laminations are apt to occur in the sheets no matter how 
carefully the steel maker has worked his heat. This type of pig iron 
often does not allow the bath to hold the carbon and the heat melts 
“soft’’ with the attendant troubles, as Mr. Peirce has stated. 

Melting practice undoubtedly has a very marked bearing on the 
quality of the finished heat. Mr. Peirce’s scheme for checking up on 
the heats worked by various first helpers is worth while following up 
in other plants. It may account for the fact that a melter may produce 
good heats on one furnace and bad ones in another. 

Spar, as every one will probably agree, must be used with utmost 
care, but every steel-plant man, if he is honest, will also agree that 
furnace men do not always follow the practices as set down by the super- 
intendent of the department. This practice must constantly be watched. 
If a heat melts from 0.40 to 0.60 per cent. carbon, it is possible to work 
sufficient ore through the bath to get the heat in good tapping condi- 
tion. Here again theory and practice must constantly be checked, 
The superintendent knows that best results will be obtained if oreing is 
discontinued from 0.10 to 0.15 points above the desired carbon and then 
rod the heat down. He must be constantly on the alert to organize the 
will of his furnace men so that they will carry out his instructions. I 
agree with Mr. Peirce that it is better to melt too high than too low. 
The more closely these two operations can be controlled the less off-grade 
heats will result. 

Experience over many years has shown that in our practice, ore 
should be at least fist size, or larger, for best results in making rimming 
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steel. Smaller ore floats around in the slag and does not do its work 
as thoroughly as the heavier ore pieces. 

We will all agree with Mr. Peirce that heats should not be worked 
down too hot in order that excessive gas volumes are not absorbed by the 
steel before it reaches the finishing stage. Such heats are apt to have 
high-iron oxide in the final slag, and require large doses of deoxidizer 
in the ladle and the molds to make the heat ‘‘set” properly. If the 
melter hits the right combination, he may produce a good heat, but 
the chances are against it. 

Rimming steel containing 0.08 per cent. carbon and 0.30 per cent. 
manganese will undoubtedly rim better than a metal with a higher car- 
bon or manganese. Such steel, however, is very apt to produce sheets 
that will have higher lamination and blister losses because the carbon 
in the bath has been driven lower and the bath contains more gases. 
An analysis of 0.10 to 0.11 per cent. carbon and 0.40 to 0.45 per cent. 
manganese will usually give better surface and internal conditions. 

The addition of pig iron in a bath preliminary to tapping has been 
a more or less universal method for cleaning up the bath. However, 
there again, a great deal depends on the judgment of the melter as to the 
length of time to leave the pig iron in the bath and the amount to use. 
The same amount and the same length of time will not suit every condi- 
tion. If not properly regulated, it may cause more harm than good, 
chiefly blisters or laminations. Usually if a heat has been rodded down 
properly and slag is in a mediumly active stage of boil, the addition of 
the ferromanganese in the furnace instead of in the ladle will clean the 
bath of oxides. 

Care should be taken so that tap holes are not too large. The mix- 
ing of a ‘‘soft”’ steel slag and the metal before the ladle is more than 
two-thirds full is poor practice and causes bad steel. 

Molds must be kept scrupulously clean. Iron oxide allowed to 
remain around the top of molds is bound to fall down on the stool, and 
cause trouble when the steel is poured into the mold. Sand or other 
siliceous material, used around the bottoms of molds to prevent fins 
must not get under the mold where the metal will strike it. 

Rimming steel poured into very hot molds shortens the life of the 
molds. Such practice causes poor surface on the sheet bars made from 
the ingots poured into such molds. Damp molds cause blister troubles. 
Molds ordinarily should be about “hand warm.” 

I do not agree entirely with Mr. Peirce that small nozzles will always 
improve quality. The ordinary melter is primarily interested in getting 
his heat into molds. The more he is sold on the quality idea, the more 
chance he will take on the ‘‘cold” side when tapping his heat. How- 
ever, the tendency will always be to tap a little hotter if he must pour 
his 100-ton heat through a 114 or 144-in. nozzle. If, on the other hand, he 
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taps his heat at the proper temperature for producing a small rim, or plate 
skull, and then has his steel pourer teem the heat carefully through a 134 
or 2-in. nozzle, better average results over a month’s period will result. 

Steel poured hot into molds will give clean pouring, practice, but 
may cause “‘riser’’ steel and poor surface sheet bars. 

Steel poured “‘cold,”’ z. e., witha 5000-pound skull, or larger, invariably 
causes dripping or running stoppers, and often requires the use of oxygen. 
Sides of molds are sprayed and on the average more scabs and blisters 
will result from this practice than from any other. 

Practice differs with reference to the use of deoxidizers in the molds. 
The practice successfully followed in a number of plants is not to guess 
at the proper amount to add to the ladle, but deliberately to add such 
an amount that ordinarily will not quite take care of all the deoxidation; 
then by judicious use of small quantities of deoxidizers in the molds, 
to balance the variations in melting practice. 

Mr. Peirce speaks of the formation of blowholes due to high tem- 
perature causing the bath to absorb iron oxide, and that when the tem- 
perature is decreased the carbon reacts with this oxide and forms carbon 
monoxide. I think we can probably all subscribe to this theory. I am 
rather inclined to disagree with the statement that this carbon monoxide 
sets free hydrogen and nitrogen which cause the blowholes. My own 
belief is that the carbon monoxide itself causes most of these holes. 

Experiments have shown that in a rimming steel, the long horizontal 
lenticular blowholes found in the lower third of an ingot are formed 
within the first 4 min. after a 5000-pound ingot is poured. Ingots have 
been dumped when the skin of the ingot has solidified to a depth of about 
2 in., or where normally the vertical line of spherical blowholes com- 
mences to form. The shell was then split. All the horizontal blow- 
holes had already been formed in the lower part of the ingot as shown 
by the split ingot. 

The action of the metal in the mold during the first minute after 
teeming determines what kind of an ingot will be formed. Very hot 
molds will not allow the metal to solidify and thus prevent the churn- 
ing action due to the evolution of large bubbles of gases caused by the 
decreasing solubility of the gases in the metal. These gases cling to 
the mold walls and, unless the action is violent, they do not escape. The 
game result is obtained if the heat is too hot, or if some excess of deoxi- 
dizer holds back this strong boiling action. I would like more proof 
that these blowholes are due entirely to hydrogen. Miller in the 1914 
Carnegie Memoirs says that the first gas given off from several rimming 
ingots was composed of 40 per cent. CO and 38 per cent. H. Just before 
’ solidification CO values were 25 per cent. and H 60 per cent. This 
would indicate greater hydrogen removal at the end of the freezing than 
at the beginning. As the action is most violent then, this might lend 
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some aid to those who say the lenticular blowholes are caused by hydro- 
gen. Hydrogen, being a very light gas, might be supposed on the other 
hand to free itself first from the mold walls. 

When extremely low-carbon iron such as ingot iron is made, these 


lenticular blowholes no longer exist because a decided gasification begins 


as soon as the ingot is poured and gases ha¥e no opportunity to cling 
to the walls. When the central section approaches the stage where the 
metal becomes semi-pasty, a thin line of central vertical blowholes is 


‘formed (Fig. 4). P 


In making rimming steel only enough deoxidizer should be added to 
eliminate the free oxides in the bath, but not enough to increase the 
gas-holding power of the metal. 

Fig. 5 shows a split ingot with a considerable number of lenticular 
surface blowholes extending from the bottom of the ingot half way to 
the top. Even if such an ingot is very carefully heated in the soaking 
pits, a large number of seams will be produced in the resulting sheet 
bars, causing serious rejections. Ordinarily the internal blowholes, if 
they are bright, as these were, will weld up. This type of ingot was 
produced by slightly overdosing the heat with aluminum, causing the 
metal to rise in the molds about 3 in. while rimming in. 

The late Professor Crabtree of Carnegie always maintained that the 
best rimming steel should go into the mold with very little free oxide in 
solution. The strong releasing of carbon monoxide gases, so necessary 
in this process, should result from the metal losing its solvent power for 
gases, and not from carbon monoxide formed by an iron oxide—carbon 
reaction. The latter shows careless, dirty practice, which melters often 
try to cover up by heavy doses of deoxidizer in the molds. 

Paul Klinger, in the January, 1925, issue of the Krupp monthly, has 
shown some interesting tests made on live, semi-killed and killed steels. 
His test proved that when live steels are poured into molds the first 
gas consists mostly of carbon monoxide. Later more hydrogen and 
carbon dioxide is evolved as the freezing progresses. In semi-killed 
steels, or those containing about 0.05 per cent. silicon, he showed that 
the gas evolved consisted of }4 carbon monoxide and }4 hydrogen. In 
killed steels containing about 0.15 per cent. silicon, or more, the volume 
of gas was very much less than for rimming steel, and this gas was for 
the most part hydrogen. He also showed that the length of time the 
heat was held in the ladle had no influence on the composition of a well 
made steel. He claimed that carbon monoxide cannot be kept in solu- 
tion in freezing steel and that the carbon monoxide evolved from rim- 
ming steel was caused primarily by an iron-oxide-carbon reaction. This 
claim did not seem to be reasonable as Armco ingot iron containing no 
carbon, produces a very live evolution of carbon monoxide gas during 
teeming operations. A very gassy heat may be run from the furnace 
VOL, LXxI1I.—66. 
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into a ladle and the metal killed with silicon so that no gas is evolved 
during pouring operations. It stands to reason that this gas has gone 
into solution. 

‘When rimming ingots are rolled, considerable gas is evolved which 
undoubtedly is carbon monoxide gas. In a soft-carbon rimming steel an 
excess of deoxidizer holds gas in solution and thus prevents rapid evolu- 
tion of gas, which sweeps away the gas that causes surface blowholes. If 
carbon monoxide gas in rimming steel would be caused primarily by reac- 
tion of carbon and iron oxide in the metal, the composition of the metal 
at the end of a pour would be much different than at the beginning 
of a pour. 

We know that when a heat has been overoxidized in a furnace that 
such action does take place, but the metal in the molds will be practically 
unfit for use and the carbon and manganese in the last part of the heat 
will be much lower than in the balance of the heat. 

Whatever method is followed, it cannot be considered a cure-all. 
Practices in one plant cannot be transferred bag and baggage to another 
shop, as almost every steel-plant man has found to his grief at some time 
or another. Each individual must start out with the generally accepted 
correct principles and then work out the detail practices to suit his 
own conditions. 


H. D. Hreparp, Plainfield, N. J.—I cannot give all the evidence as to 
what gases form these various holes. Some 15 or 20 years ago I came to 
the conclusions that are set forth in the paper. They were based to a 
considerable extent on the available gas analyses, which were a most 
discordant lot and were taken under different conditions. Nevertheless, 
the classification seemed to apply, although I have never presented it as 
a definite proposition. 

I have always qualified my statement that hydrogen probably was the 
chief ingredient of the skin holes, carbonic oxide the next, and nitrogen 
and ammonia next. In regard to nitrogen and ammonia I have some 
evidence; I have smelled the latter issuing from the center of the ingot and 
from the pipe cavities and split rail ingots. These also gave an alkaline 
reaction. So I think that until disproved by analyses, I can continue to 
abide, tentatively, by my conclusions. 

Mr. Reinartz, has gone into that so fully that I might mention a little 
thing that happened about 10 years ago when I was at their plant at 
Middletown; I was talking to Mr. Aupperle about these gases. Ihad been 
trying to get people in the steel works to do some research work to find 
out what those gases were, and I went through it with him. I pointed 
out the various holes, and I said, “‘Manifestly they are made by different 
gases.’’ He was very much interested indeed. He said he believed he 
would try it, so I sketched out a way in which he could mount a specimen 
under a radial drill, drilling to 45° under a mercury bath, and collect his 
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gases and analyze them. It has never been done, I think. Drilling over 
water is of no use because of the hydrogen reaction with the fine particles 
of iron. 

We went out into the laboratory and found that they had tucked away 
ample apparatus for making the whole test. It was not being used but it 
was there. It cost hundreds of dollars, I guess, He was quite taken with 
it and said in 6 months he would let me know what he had done. In6to8 
months, I wrote asking him what he had done, and he had done nothing. 
Since then they have done nothing; I have been assured of that at 
this meeting. 

If any of you want to take this up, there is a great field for research, 
because if we knew what those gases were, we certainly would be able to 
deal better with them than by guessing. 

Mr. Peirce quotes me as having made statements, but he does not 
give the qualifications. AsI say, I have always endeavored when I made 
these statements, to qualify them by saying that to the best of my knowl- 
edge and belief it was so, but I cannot prove it. 

This last split ingot he shows is an extraordinarily fine one, only he 
does not give the analysis. If it was ingot iron, it would not be anything 
extraordinary; but if it was 12 carbon steel, it would be very fine. I was 
in hopes he would be here, and I would like to know something about the 
furnace practice that produced that ingot. 

Speaking of the paper in general, we see so many statements that a 
steel was good or a steel was bad, but that does not tell very much. If we 
could be told in what way it was good and in what way bad, that would 
help us to understand the paper much more satisfactorily. 

I did mark one thing, and that is on page 1035 where he speaks of the 
minimum number of hydrogen blowholes in the lower third of the ingot. 
They ought not to be up so high as a third. A good ingot of 12 carbon 
steel, I claim, ought not to have the blowholes on the side more than 10 
per cent. of its height anyway. It ought to be from 5 to 10 per cent. I 
think that a third is too much, and I imagine that if he undertook to make 
sheet bar of that, he would find that he would have some split sheets 
resulting from those holes down there. 


I want to reserve the right Mr. Chairman, to send in some written 
discussion after I have had the time to read the paper carefully. 


J. V. W. Reynvers, New York, N. Y.—I hope you do so, at the same 
time carrying the subject forward to a point that will reduce the qualifi- 
cations to a minimum. 

CG. L. Kinney, Jr., Chicago, Ill—I have heard it stated that in the 
making of rimmed steel it is very necessary to work with a little residual 
manganese. I note that Mr. Reinartz says that in their pig iron charge 
the manganese ran from 1.50 to 2 per cent. I would like to ask Mr. 
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Reinartz what his residual manganese may be in that particular type of 
steel made with that particular type of iron? 


L. F. Retnartz.—0.15 to 0.18. 


C. L. Kinney, Jr.—Would you consider that working with one ranging 
from 0.25 to 0.30 it would be impossible to make rimmed steel? 


L. F. Retnartz.—I would rather not work over 0.20. 


C. L. Kinney, Jr.—In making steel for other types of work, say other 
than sheet bars or plate steel, for example, ranging in carbon from 0.15 to 
0.25, would you prefer to work with a lower residual manganese or work 
with a higher residual manganese and perhaps get better physical proper- 
ties in your steel? 

L. F. Rernartz.—From my experience, I believe I would rather have 
a low-manganese iron for plate steel. You get a more live reaction. 

C. L. Kinney, Jr—Would you anticipate that generally speaking 
you would get better physical results, we will say, in your physical labora- 
tories, with a 0.15 residual manganese as opposed to a 0.25 or 0.30? 

L. F. Rernartz.—I do not know. I have never gone as high as 0.30. 


C. L. Krnney, Jr.—I am particularly interested in: the manufacture of 
plate steel, and one of our difficulties is the production of a good surface. 
We feel that working with a high-manganese iron and with a high residual 
manganese that we have gained a great deal so far as the physical charac- 
teristics of the steel are concerned. On the other hand, we do have a 
great deal of trouble with the surface imperfections, most of which seem 
to take the form of what we call a blister or a scab. I am very certain, 
from ingots which we have split, that our blowholes are not where they 
should be. It is merely a question now of our trying to eat our cake and 
have it, too; that is, whether or not we sacrifice something in the way of a 
physical quality by going down, let us say, to a 0.10 residual manganese 
and gaining something in the way of surface. 

A. H. Woopwarp, Woodward, Ala.—I might answer Mr. Kinney’s 
question on residual manganese. I think Mr. Peirce attributed his 
success in rimmed steel to a high residual manganese. He brought that 
out at the meeting in Cleveland last October, and every one was interested 
in how he maintained a high residual in rimmed steel, which I hope to 
have him tell us at Chicago in April. I think he runs his residual some- 
where around 0.20 or 0.25. 

C. L. Kinney, Jr.—It is not at all difficult to maintain a 0.20 or 0.25 
carbon, provided your slag is all right. 

V. B. Buck, New York, N. Y.—I can bear out Mr. Kinney’s experience 
with surface defects with high residual manganese. We have been run- 
ning some experiments along that line both on sheet bar and on plate work, 
and there is a tendency for a much poorer surface in the plate. We do get 
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increased physical properties much easier in the physical laboratory; it 
is much easier in the physical laboratory to get by; but in the end, for the 
surface, which a great deal of our work demands, high residual manganese 
is detrimental. 


A. L. Frmp, Long Island City, N. Y—In connection with Mr. Hib- 
bard’s statement regarding hydrogen and therformation of blowholes, I 
believe that most of the conclusions regarding hydrogen have been drawn 
from gas samples taken from the gas issuing from the rimming in steel or 
from the solidifying steel. I happen to know, however, that recent 
developments in analytical methods for total oxygen and hydrogen in the 
finished steel seem to show that the more refined the method of analysis 
becomes, the lower the hydrogen content of the steel seems to be. In 
fact, it would appear that with precise methods, the average steel contains 
no hydrogen to speak of, that is, it is in the three ciphers on the right, 
probably around 0.0004 per cent. 

That raises a question. Hydrogen as every one knows, diffuses very 
rapidly through iron, in fact, you can drive it off usually from solid iron 
at alow red heat. Therefore, do the solubility relations of hydrogen:and 
steel ever suffer such a sudden change as to cause the actual liberation 
of hydrogen in the form of a blowhole? It would seem that hydrogen 
should escape from liquid steel just as water does from a sieve. The 
escaping tendency is so high that it never comes out in the form of a 
bubble. I think this should be determined experimentally. 

In connection with the different types of blowholes, I expect it has 
been observed by every one who has split ingots, that the outside blow- 
holes are very bright, unless they are too near the surface and are oxidized. 
They are like silver almost, showing that the cavity must either have 
contained a reducing gas or else must have contained a neutral gas. The 
blowholes in the center of the ingot, as you know, are not very apt to be 
so bright. 

One interesting point in connection with the surface of the lenticular 
blowholes that I have observed and which probably others have observed, 
too, is that they are practically always corrugated, as though they were a 
long ellipse which had been corrugated. They are definitely scalloped at 
the borders. I have often wondered what caused the peculiar surface 
formation of those blowholes. It must be connected with their mode of 
formation during solidification. 

Professor Hibbard’s statement that ammonia is probably one of the 
gases is very interesting, but I believe that ammonia is decomposed by 
iron at a fairly low temperature, and that you would get iron nitrite or 
dissolved nitrogen and hydrogen if ammonia were present. 

L. F. Rernartz.—I would like to bear out Mr. Hibbard’s statement; 
we have smelled ammonia gas in steel. However, it was in killed steel. 
We have never experienced the ammonia in any rimming steel. 
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Another thing that I did not bring out in regard to the formation of 
those blowholes, is the fact that the formation of those on the surface 
depends largely on the action of the metal. If there is very little action 
of the metal right when you begin to solidify, you are going to have a 
considerable number of lenticular blowholes, that can be produced 
mechanically as well as by the metal. ' 

If an ingot that will rim perfectly in one mold, say at ordinary tem- 
perature, is poured into a very hot mold, it will rise some 5 or 6 in. and 
will have a tremendous lot of blowholes. In other words, the hot mould 
has prevented the rapid reduction of temperature of the skin of the ingot 
and thus has allowed a certain amount of gases to collect in the lower part. 
I believe also that the temperature has much to do with the formation of 
those blowholes in the lower part of the ingot because you never find them 
in the upper part of the ingot. We have split ingots that were rather 
squatty that did show less blowholes than the longer ingots. 

Another cause of those blowholes is a slight overdeoxidation of the 
metal. If you put just a little bit too much deoxidizer in your ladle, you 
are very apt to have a metal that will not allow the gases to be liberated 
immediately. This is due to the effect that the deoxidizer has in retard- 
ing the evolution of the gases by holding them in the solution until the 
temperature drops a little; then they are released from solution, and 
regular action, just like any other ingot follows. What happens at the 
’ beginning is what causes the trouble, and, as Mr. Kinney has said, 
the high residual manganese has a tendency to retard that action at the 
beginning of the evolution of the gases, and therefore, despite the fact 
that he has a cleaner steel, he has a steel which will have worse surface 
conditions because of the formation of those blowholes too close to 
the surface. 


H. D. Hissarp.—I would like to say another word. Mr Feild speaks 
about the weight of hydrogen. The weight of hydrogen to form those 
blowholes is so small that it could be detected only by volumetric analysis. 
Gravimetrically, it is zero. He objects to my saying that ammonia is in 
steel, because he thinks it ought not to be there and, therefore, it is not. 
But I know it is because I have smelled it. 


J. V. W. Reynpers.—I would like to remark that this paper and the 
very practical points brought out in the discussions constitute a valuable 
contribution to the steel making art. Probably no subject is of greater 
interest and importance just now to open-hearth men. I wish very much 
that it were possible to devote the whole session to it. I am going to 
suggest that the discussion be placed on the agenda for the Chicago 
Open Hearth Conference because we have not had the opportunity at 
this time to bring out many of the important phases connected with 
the manufacture of rimmed steel. 
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Combustion in the Open-hearth Furnace with Special 
Reference to Automatic, Control 7 


By K. Hurssrnnr,* Prrrspuran, Pa. 


(New York Meeting, February, 1926) 


In presenting the following data on combustion in the open hearth 
furnace and the advisability of automatic combusion control, the author 
finds himself much more severely handicapped by the lack of reliable test 
results than he had anticipated when he first undertook to write this paper. 

In order thoroughly to investigate how the results of an open-hearth 
furnace are influenced by combustion, one would have to draw up a large 
number of heat-balance sheets, as Kinney and McDermott! have given 
for one heat in their extremely able paper on ‘‘Open Hearth Efficiency,’ 
presented before the American Iron and Steel Institute on October 27th,’ 
1922. Instead of covering only one heat, however, such heat-balance 
sheets would have to embrace a large number of heats, and not only for 
one kind of fuel, but for all the various fuels in customary use. 


Use oF RADIATION-PROTECTED PYROMETER 


Such tests necessitate extremely careful temperature readings, and 
here the first serious difficulty presents itself. Nearly all the temperature 
readings so far published have been taken with thermocouples for the 
lower ranges and with optical or radiation pyrometers for the higher 
ranges. This method of measuring reveals the temperature of the 
surrounding walls, or in the case of optical or radiation measurements, the 
temperature of that part of the opposing walls which has been focused by 
the instrument. The error in ascertaining the temperature of the gases 
entering or the waste gases leaving the checker chambers is probably not 
very large, as the flowing gases impart their temperature to the walls of 
the flues. On the other hand, the uptakes, where the preheat tempera- 
ture of gas and air are usually measured, are under the influence of radi- 
ated heat from the port ends, and correct temperature readings can here 
be taken only by using a radiation-protected pyrometer of the 


aspirating type. 


* President, American Heat Economy Bureau, Inc. 
10. L. Kinney, Jr., and G. R. McDermott: The Thermal Efficiency and Heat 


Balance of an Open-hearth Furnace. Iron. and Steel Inst. Year Book (1922), 464. 
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In the course of the author’s tests on a 100-ton open-hearth furnace, 
using producer gas as fuel and equipped with Steinbart automatic control, 
it became necessary to measure the temperatures obtained in preheating 
the air. An aspirating pyrometer was used, as shown in Fig. 1.2 The 
stack draft was utilized to pull the gases out of the checker chambers. As 
the couple of the pyrometer was completely protected against radiation, 
- the temperature of the gases themselves was measured. ‘The use of this 
type of pyrometer is strongly recommended ; or better still, the construction 
shown in Fig. 2. Asa result of these measurements, the author was truly 
surprised to find that the preheating temperatures of the air, which were 
measured only in this instance, proved to be very much lower than had 
been anticipated. The average of over 100 readings extending over 
6 hr. amounted to 1360° F., the lowest average during a reversal being 
1280° F. and the highest 1450° F. It should be mentioned that these 
measurements were taken very shortly after rebuilding. 


CALCULATIONS OF THE EFFECT OF DIFFERENT FUELS AND 
DIFFERENT AMOUNTS OF Excess AIR 


A careful examination of the figures obtained did not reveal anything 
to indicate that they might not be correct. The author, therefore, 
decided to calculate theoretically what preheating temperature might be 
expected from a furnace of this type. The tables given in the appendix 
give a review of how the use of different fuels with different amounts of 
excess of air will influence the results from a 100-ton open-hearth furnace 
as it is at present usually built: Hearth surface, 580 sq. ft.; air-checker 
surface, 4175 sq. ft.; gas-checker surface, 2710 sq. ft.; or a relation 
between hearth surface to checker surface of 1:11.87. 


Assumptions Made in Calculations 


Before explaning the calculations and the conclusions drawn there- 
from, it will be necessary to show why certain assumptions had to be 
made in order to be able to set up these tables. In view of the fact that 
the temperature at which the bath in an open-hearth furnace is active, is 
between 2800° and 2850° F. and further, in view of the fact that there 
must be a temperature drop if there is to be any heat transfer from the 
gases to the bath, we must assume that a minimum temperature of the 
gases of 3000° F. is necessary, if any work in the open-hearth furnace is to 
be done at all. The active heat in an open-hearth furnace can therefore 
only be that portion of the heat contained in the gases that carries the 
temperature beyond 3000° F. 

As the gases must remain active until after they actually have left the 
hearth room and enter the ports, we must assume that at the point of 


? All figures and tables are given at the end of the text. 
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leaving the hearth room, these gases still have a temperature of 3000° F., 
as otherwise, the outgoing end of the bath would always remain inactive, 
which, as is very well known, is certainly not the case. In following the 
course of the waste gases through the ports, uptakes and checker cham- 
bers to the reversing valve, we find a temperature drop from 3000° to 
about 1250° F. This exit temperature of the waste gases leaving the 
checker chambers of 1250° F., has also been assumed by the author to be a 
constant for the present type of furnace. The reason for this assumption 
is that in taking careful measurements, it was found that by doubling the 
flow of gas through an open-hearth furnace, the increase in exit tempera- 
tures was never more than 75° to 100° F. Therefore, for all practical 
purposes, it can be assumed that this temperature is actually fixed for the 
present type of checker chamber. The reason for this rather strange 
uniformity of exit temperatures is, in the author’s opinion, to be found in 
the fact that today’s type of check chambers does not by any means favor 
a uniform distribution either on the ingoing or on the outgoing end, so 
that large portions of the chambers are evidently always inactive. It 
appears that an increase in the quantity of gases reduces the inactive 
portions, and, conversely, a decrease of such quantity results in an 
increase of inactivity. 

Accepting a fixed temperature of 3000° F. for the gases leaving the 
hearth and of 1250° F. for the gases leaving the checker chambers, we 
have a temperature drop of 1750° F. which must provide first, for the 
losses through radiation and conduction in the ports, uptakes and check- 
ers, and, second, for the preheating heat of the air and the gas entering 
the checker chambers. In our calculations we encounter here the second 
difficulty which will probably lay us open to criticism, but, as certain 
assumptions will have to be made if the study of the combustion problems 
in an open-hearth furnace is to be carried any further, we believe that the 
method in which we provide for these losses will be at least approximately 
correct. In the paper by Kinney and McDermott* the temperature of 
the gases entering the checker chamber from the uptakes is given at 
approximately 2300° F. For the purpose of our calculation, we have 
accepted this figure as being approximately correct, and, therefore 
assume that all the losses, except the stack losses, are covered by the 
temperature drop from 3000° to 2300° F. That no serious error has been 
comitted by this assumption, is, as will be seen later, evidenced by the 
fact that the calculated possible preheating temperatures approximate 
very fairly those ascertained by actual measurement. Another assump- 
tion which we had to make in order not to complicate matters too much, 
is that complete combustion of all the gases is always obtained before 
they leave the hearth. In other words, in our calculation we do not take 


3C. L. Kinney and G. R. McDermott: Op. cit. 
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care of any losses that might be due to portions of the gases not being 
completely burned over the hearth. 

The author feels justified in assuming such complete combustion, as 
it has been found that with automatic combustion control such losses are 
almost entirely eliminated. It is, of course, a fact that to burn all the CO 
gases generated by the reactions of the bath is often impossible because 
the necessary time to complete combustion is lacking before these gases 
reach the ports. The author believes that he has almost completely 
covered this source of error by crediting the process heat with the full 
amount of combustion heat derived from these gases in the form of 
exothermic heat. What actually happens is that these gases burn in the 
checker chambers, resulting in a consequent increase of the preheat 
temperature, and after all, the bulk of the heat thus lost is subsequently 
carried back to the bath. 

As explained above, we have found that the exit temperature of any 
given checker chamber is not materially influenced by the quantity of 
waste gases passing through it. For this reason, it should be permissable 
to assume the same exit temperatures for all kinds of fuels. As a matter 
of fact, the author knows that for the 100-ton furnace under review, there 
are no worth-while differences irrespective of whether the furnace is 
operated on straight coke-oven gas, tar, oil or producer gas. 


Discussion of Tables 1 to 6 


In connection with the calculations, which are given in the Tables, it 
must be kept in mind that the sole purpose is to furnish comparatively 
correct figures. We believe that even if mistakes in our assumptions 
should have been made, these would materially change only the actual 
results obtained but not the relations between the results for the different 
fuels and for the different amounts of excess air. 

Table 1 shows the weight of the combustion air, the weight of the prod- 
ucts of combustion and the heat content of these products of combustion at 
3000° F. for different amounts of excess air from 0 to 40 per cent. These 
figures are interesting from several points of view. First of all, they show 
the tremendous weights of gases handled in the average 100-ton open- 
hearth furnace. Assuming that such a furnace makes 10 tons of steel per 
hour with a heat consumption of 6,000,000 B. t. u. latent heat, per ton of 
steel, and that the gas is completely burned with an excess of air of 30 
per cent., then the weight of the gases passing through the furnace on an 
average hour, is in excess of 60,000 lb. This will explain better than 
anything else the mechanical wear on the furnace ports and roof, 
which must eventually be worn down even if no damage by heat would 
be done to them at any time. 

The heat content at 3000° F., given in Table 1, is the amount of heat 
that is available for providing for all radiation and conduction losses in 
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the outgoing port, down-takes, checkers, and stack, the remainder being 
the amount of heat that will be carried back into the furnace as preheat of 
gas or air on the next reversal period. ‘Table 1 shows that a temperature 
of 3000° F. cannot be obtained without preheating when using producer 
gas, whereas it is obtainable with natural gas and oil. 

Table 2 shows how the heat content im the gases with different 
amounts of excess air is reduced by a temperature drop from 3000° to 
2300° F. and from 2300° to 1250° F. As explained above, the drop from 
3000° to 2300° F. given for each gas, for‘instance in columns 2 and 3, is 
assumed to take care of all the losses due to radiation and conduction, at 
the outgoing end of the furnace. The differences between the heat con- 
tent in the 2300° F. columns and the 1250° F. columns, are the amounts of 
heat carried back into the furnace. This is all the heat actually available 
for preheating both gas and air. 

Table 3 tabulates these amounts, which have been obtained by 
deducting the figures in the 1250° F. columns from the figures in the 
2300° F. columns in Table 2. 

Table 4a gives the heat available in the products of combustion 
above 3000° F. resulting from the latent heat of the fuel and the heat 
absorbed by the combustion air during preheating. The figures refer to 
natural gas, coke-oven gas and oil with different amounts of excess 
air from 0 to 40 per cent., for preheat temperatures from 32° to 
2200° F. Taking into consideration the amounts of heat in the waste 
gases actually available for preheating, as given in Table 3, we find 
the values of B. t. u. available above 3000° F. as entered between the lines 
of Tables 4a, 4b, and 4c and have marked same by running a line 
crosswise through the table, adding below the corresponding temperatures 
of preheat obtainable. We find that these temperatures do not materially 
vary, no matter whether the gas is burned with, or without an excess of 
air up to 40 per cent. As these possible preheat temperatures are 
still above the temperatures which we ascertained by actual measure- 
ments the conclusion is permitted that even by allowing a temperature 
drop from 3000° to 2300° F., all the losses between the port end and the 
reversing valves have not yet been properly covered. By increasing 
this allowance for losses, the possible preheat temperatures given in 
Table 4a would be reduced, but even then there would not be any 
change for the different amounts of excess air. The calculations so far 
appear to show that with coke-oven gas, natural gas and oil, when air 
alone is preheated and when the present customary type of open-hearth 
furnace is used, no higher preheat temperature than 1450° F. can reason- 
ably be expected. 

In Tables 4b and 4c, the same calculations are carried out for 
producer gas containing 150.3 and 132.5 B. t. u. (columns 5 and 6, 
Table 3.) In these two tables matters are a little complicated, as 
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both gas and air are preheated. Our temperature measurements, pre- 
viously mentioned, were taken on such a furnace and it is, therefore, 
fairly safe to assume that a preheating temperature for air of about 
1500° F. with a preheating temperature for gas of 1600° F. will usually be 
found in open-hearth furnaces of this type. If the preheating temper- 
atures for air should be higher, the preheating temperature for gas 
would be lower, or vice versa. In either case the operation of the furnace 
would not be affected as the total amount of heat carried back into the 
hearth as preheat always remains the same. 

Attention is next turned to the hearth itself to compare the amounts 
of heat which are here available for the process of making steel, and which 
at the same time provide for the unavoidable losses through radiation, 
conduction and cooling water. These amounts of heat are shown in 
Tables 4a, 4b and 4c in the figures, above the line drawn crosswise 
through these tables. Here we find for the first time how seriously an 
open-hearth furnace is affected by the excess of air with which the fuel is 
burned. Thus under the column of natural gas in Table 4a, the avail- 
able heat that stays in the bath is 511,000 B. t. u. for every million 
B. t. u. of latent heat admitted, if the gas is burned with no excess of 
air at all. This available amount drops to 349,000 B. t. u. with an excess 
of air of 40 per cent. The comparative figures for coke-oven gas are 
519,000 reduced to 369,000 B. t. u., and for oil 565,000 reduced to 413,000 
B.t.u. It is surprising to find that the two kinds of producer gas, as fuel, 
appear to be superior to natural gas and coke-oven gas and only slightly 
inferior to crude oil. 

These figures of available heat in the hearth now put us in a position to 
calculate the heat consumption per ton of steel, assuming a certain 
duration of a heat. The available heat, as has already been stated 
above, has to cover, in addition to the process heat proper, the radiation, 
conduction, and cooling water losses. As we have no reliable figures 
regarding these losses for the 100-ton open-hearth furnace under review, 
we have accepted the figure given by Kinney and McDermott. In 
accordance with the balance sheet given in their paper, the losses of an 
80-ton open-hearth furnace amounted to 88.1 million B. t. u. for a duration 
of heat of 9 hr., or 9.8 million B. t. u. per hour, which covers the radiation 
and cooling-water losses of the outgoing port. As we in the present 
instance are examining in a 100-ton furnace the heat conditions of the 
hearth only and not including the outgoing port, we have assumed that 
this figure of 9.8 million B. t. u. lost per hour will be about correct for the 
larger furnace. Even if this were not so, it would only influence 
the actual figures which we hereafter calculate, but not their relative 
sizes. With regard to the process heat, we have also accepted the Kinney 
and McDermott figure of 1,060,000 B. t. u. per gross ton of steel made. 
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If we assume that 100 tons of steel are to be produced in 12 hr., then 
the process heat required for 100 tons of steel will be 106 million B. tare 
The radiation, conduction, and cooling-water losses will be 12 X 9.8 mil- 
lion B. t. u., or Sitominntely 118 million B. t. u. In other words, for 
every ton of steel produced, 2,240,000 B. t. u. must enter the bath and 
supply the radiation, conduction, and cooling-water losses. By referring 
to Table 4a, we find that for natural gas burned with no excess of air, 


the Pullabis heat in the hearth is 511,000 B. t. u, for every million B. t. u. 
“2,240, 000 B. t. u. 
of latent heat admitted, so that it will take 5ll = 4.4 millions 
B. t. u. latent heat in the fuel in order to make one ton of steel, provided 
that it takes 12 hr. to finish the heat. If the heat is finished in 10 instead 
of 12 hr., the process heat will still have remained 106 millions B. t. u. but 
the radiation, conduction, and cooling-water losses will be cut down to 
10 X 9.8 millions B. t. u. = 98 millions B. t. u., so that the total heat 
requirements per ton of steel would only have been 2.04 millions B. t. u. 
The same amount of 511,000 B. t. u. being available in the hearth, it will 


-,, 2.04 “a3 
be possible to make one ton of steel with Bll 7 4 millions B. t. u. 


latent heat. In exactly the same manner the required amounts of latent 
heat for excesses of air from 0 to 40 per cent. have been calculated, and for 
durations of heat of 12, 10, and 8 hr. for the five kinds of fuels (Table 5). 

Looking over these figures, we find that crude oil is approximately 
the best kind of fuel, by 10 per cent. Natural gas shows the greatest 
drop in efficiency with increased excess of air, whereas producer gas 
is about equal to coke-oven gas. It is very interesting to note how 
very little the results are influenced by the quality of the producer gas, 
but one must not forget that after all the gas with 150 B. t. u. means 
a considerably larger producer efficiency than the gas of 132 B. t. u. 
and will, therefore, reduce the pounds of coal per ton of steel. The fig- 
ures given in Table 5 for producer gas are in millions B. t. u. latent 
heat in the gas and not in the coal. The gas of 150.3 B. t. u. would 
correspond to a producer efficiency (latent heat in gas: latent heat in 
coal) of 79 per cent., and the gas of 132.5 B. t. u. to an efficiency of 72 
per cent. We have entered in brackets, under these figures of required 
latent heat in the gas, the pounds of coal of 13,500 B. t. u. per ton of 
steel at these producer efficiencies. In the same way, we have entered 
the amounts of fuel required for natural gas, coke-oven gas and oil. 

Table 6 shows the average flow of fuel per hour necessary to obtain 
the results given in Table 5, assuming that the fuel could be admitted to 
the furnace in uniform quantities every hour. Actually, of course, the 
flow during the melting period is very much larger than during the 
refining period. This table shows very clearly that to get good fuel 
economy in an open-hearth furnace, two things are absolutely essential: 
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One is to regulate combustion by keeping the excess of air as near as 
possible to zero; the other is to burn as much fuel as possible i in a given 
time. A comparison of Tables 5 and 6 shows that by increasing the flow 
of natural gas from an average of 36,000 cu. ft. per hour to an average of 
44,400 per hour (always provided that all the gas is being completely 
burned before it leaves the hearth, and with no excess of air), we reduce 
the time of the heat from 12 to 8 hr. (Table 6), and the heat consumption 
from 4.4 millions to 3.6 millions B. t. u., latent heat per ton of steel (Table 
5). The need for burning increased quantities of gas per hour demands 
the installation of forced-draft fans capable of supplying enough combus- 
tion air at all times and of induced-draft fans where the available chimney 
draft is not enough to handle the increased quantities of products of 
combustion. In this latter respect, changes will usually not be neces- 
sary; if the excess of air is cut down, the amount of waste gas, even from 
larger consumption of gas, will usually not be larger. For instance, 
Table 6 shows that by cutting the excess of air down from 20 to 10 per 
cent., for a furnace using natural gas, the same rate of flow of gas will 
result in reducing the duration of a heat by 2 hr. and the fuel consump- 
tion from 5150 to 4240 cu. ft. of gas per ton of steel. The same condi- 
tion holds for coke-oven gas. 

It would be hasty to conclude that fuels can be positively compared to 
each other on the strength of Tables 5 and 6, because of the difficulty of 
obtaining complete combustion. Table 5 shows that with an excess 
of air of 40 per cent. in a 12-hr. duration of heat, only 38.5 gal. of oil 
should be used per ton of steel, and with the same excess of air for an 8-hr. 
heat, this consumption would only be 31.6 gal. There are, without any 
doubt, many furnaces that will complete 100-ton heats on oil in 8 hr., but 
their fuel consumption will usually be above 36 gal. per ton of steel and 
often even considerably more. The reason, in the author’s opinion, lies 
in the difficulty of obtaining complete combustion of the oil. It is 
extremely hard, if not impossible, to atomize the oil properly with the 
combustion arrangement as used at present. With producer gas, the 
difficulty in obtaining the results as shown in Table 5 lies probably in 
the very large quantities of gas which have to be handled, and in the fact 
that the checker chambers are quickly sooted up, so that even if enough 
air can be forced into the furnace for combustion, there is always a cer- 
tain amount of difficulty with the draft. Besides, it should be mentioned 
here, all our figures have been based on dry producer gas, which in actual 
practice is, of course, not available. The moisture in the gas will natur- 
ally reduce the temperatures obtainable over the hearth and, therefore, 
the heat available above 3000° is in practice smaller than the figures 
shown in Tables 46 and 4c. 

The results for coke-oven gas in Table 5 have actually been obtained 
for a considerable period by the help of automatically controlled combus- 
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tion. This fact alone would tend to show that the calculations submitted 
in this paper are, to a certain extent, borne out by facts. The author’s 
experience with natural gas is not sufficient, so far, to allow him to ven- 
ture any opinion, although there does not appear to be any reason why 
the figures calculated in Table 5 should not at least be approached. 

* 


OPERATION OF A FURNACE WITH ComBUSTION CoNTROL 


One of the purposes of combustion control is to make the furnace 
independent of the chimney effect of the checker chambers for the supply 
of air. For this purpose, an induced-draft fan is installed usually in the 
passage between the two regenerator chambers as shown in Fig. 3. The 
air is taken into the fan through an intake box carrying an orifice plate. 
The quantity of air entering the fan is thus measured by the draft set up 
in this intake box, which represents the drop from atmospheric pressure 
through the orifice. From the fan, the air is conveyed to an auxiliary 
air-reversing valve, which consists of a steel-plate box equipped with cast- 
iron mush-room valves. These latter are tied in with the operating 
mechanism of the main reversing valve, so that their reversals are 
automatic, together with the reversals of the furnace. 

Fig. 3 shows an open-hearth furnace which is equipped for coke-oven 
or natural and producer gas. If the furnace is fired with either coke-oven 
or natural gas, the quantity of gas is measured by an orifice plate in the 
main gas-supply pipe ahead of the reversing valves. For the purpose 
of having the quantity of air that enters the regenerators automatically 
follow the quantities of gas passing through the orifice plate, a Huessener 
combustion regulator is used (Fig. 5). 

This combustion regulator consists of two pairs of concentric double 
bells. As gas pressures often in excess of 5 lb. are used, the smaller 
interior bells, which receive the differential pressures from the gas-orifice 
plate, are sealed in mercury. The air pressures, which only range up to 
7 in. are taken care of by an oil seal for the larger exterior bells, which are 
piped up to the air-intake box and the atmosphere respectively. 

The principle of the regulation is as follows: If the differential pressure 
set up by the gas-orifice plate is represented by the equation G1 — G2, 
in which G1 is the higher and G2 the lower gas pressure, and in the same 
manner, the differential pressure set up by the air-orifice plate by Al — 
A2, in which A1 is the higher air pressure (in this instance atmospheric) 
and A2 the lower air pressure; and if further, the ratio between gas and 
air pressure which it is desired to maintain at all times is 1 : z; then the 
regulation would be represented by the following equation— 


G1 — G2 = 2(Al — A2) or 
Gl+2.A2 =z2.Al1+ G2 
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The action of the regulator follows this second equation. The double 
bells on one side of the beam receive the higher gas pressure and the lower 
air pressure, and the pair on the other side the higher air and the lower gas 
pressure. The ratio 1:z is being taken care of by making it the relation 
between the areas of the gas and of the air bells. 

The bells are carried by a common beam supported by a fulerum. 
The motive power of the regulator is a compressed air cylinder, the pilot 
valve of which is geared to the above mentioned beam. ‘The piston rod 
of the motor is connected to a butterfly valve arranged in the combustion- 
air supply main. If the gas flow to the furnace increases, the difference 
G1 — G2 becomes larger, with the result that the pair of bells that receive 
the higher gas pressure will move up, compressed air will be admitted 
through the pilot valve to one side of the piston that moves to open the 
air butterfly-valve, until the equilibrium between G1 — G2 and z X 
(Al — A2) is restored, when the regulation stops. Assume, for instance, 
that the furnace is operated on coke-oven gas and is passing gas at the 
rate of 150,000 cu. ft. per hr. and air at the rate of 750,000 cu. ft. per 
hour, and that, the charge having been melted down, the gas has to be 
reduced to 80,000 cu. ft. per hour; then the amount of combustion air 
admitted will immediately and automatically be reduced to 400,000 cu. 
ft. per hour, thus still holding the same relation of one volume of gas to 
five volumes of air. 

If it is desired to change the character of the flame during the opera- 
tion of the furnace, the relation between gas and air can immediately be 
changed by changing the size of the air-orifice plate on the air-intake box. 
This can be done by inserting a second smaller orifice plate in a frame 
which from the operating floor can be immediately lowered over the larger 
air-orifice plate. The connection between the reversing valve and the air 
regenerators is usually made underground (Fig. 4). The portion of the 
combustion air, that is to be sent into the gas regenerators, is either sent 
to the producer gas main, not in use, if the furnace is equipped for such 
gas, or into the air-inlet openings. 

Regulation of a producer-gas furnace is difficult because hot producer 
gas cannot be reliably measured. For this reason, the regulation for 
producer-gas furnaces follows the principle that the air supplied to the 
producers is measured and that the combustion-air flow is automatically 
kept in strict relation to the producer air-flow. In order to equip for 
regulation an open hearth fired with producer gas, a blower to supply air 
to the producers must be installed. Preferably, this blower should be 
driven by a steam turbine of such size that the exhaust steam is just 
enough to supply the steam needed by the producers. Figs. 3 and 4 show 
diagrammatically such an installation for a three-producer plant. The 
producer blower is also of the single-inlet type equipped with an air- 
intake box and an orifice plate, so that the suction in the intake box, being 
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the drop from atmospherie pressure, is a measure of the rate of flow of 
primary air into the producers and, thus, of the amount of gas generated. 
The other equipment for regulation is the same as that described for 
coke-oven and natural gas, except that the type of regulator used is the 
one shown in Fig. 6. This regulator consists of two single bells carried by 
acommon beam and fulcrum. One bell is connected to the air-intake box 
of the combustion-air fan and the other to the air-intake box of the pro- 
ducer fan. The two orifices carried by the two intake boxes are of such 
size that at equal suctions the desired relation between producer air and 
combustion air is automatically upheld. 

A furnace so equipped is operated by the heater on the floor, who is in 
control of the steam valve governing the supply of steam to the turbine of 
the producer air-blower. By opening and closing this valve, he will 
absolutely control the quantity of gas admitted to the furnace. This 
furnace becomes a one-valve control furnace. By admitting more steam 
to the blower, more air is sent into the producers, more gas is produced 
and sent to the furnace, and automatically the right proportion of 
additional air is admitted to the furnace by the combustion regulator 
automatically opening up the butterfly valve in the combustion-air 
supply main. 

This method of regulation is based on the assumption of a constant 
relation at all times between the amount of air needed to make a given 
quantity of gas, and the amount of air needed to burn this same quantity. 
It must, of course be admitted that this regulation can only be 100 per 
cent. correct for one given quality of gas, and that it will become more or 
less incorrect as the quality of the gas changes. It must be kept in mind 
that the gas producers will receive their air under fan pressure, and that a 
constant relation between air and steam is always maintained by watching 
the temperature of the air-steam mixture. If desired, the saturation 
temperature of the producer air can be automatically maintained constant. 
This has so far not been found necessary, as it was possible to choose a 
turbine of such steam consumption that the exhaust steam was kept in a 
very close relation to the quantity of air delivered by the fan. The 
result is a much more uniform gas than is usually obtained from producers 
that are blown with steam jet blowers. 

There is no excuse for really large changes in the quality of the gas 
from producers equipped in this manner. If the height of the fuel bed is 
carefully watched by frequent use of measuring sticks, if the producer, 
when it happens to need poking, is throttled down, for which purpose 
blast gates are supplied in the air leg to each producer; if, finally, the 
poking of the producer is generally done while the furnace is being tapped 
and charged; then there is no excuse for larger variations in the quality of 
the gas than about 10 B. t. u. per cu. ft. and then only for short periods 
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during the poking time. Such small variations will not in any serious 
way affect the correctness of the regulation. 

Generally speaking, of course, it can not be claimed that automatic 
regulation applied to existing open-hearth furnaces can ever be 100 per 
cent. perfect. Although every effort is made to eliminate air infiltration 
into the checker chambers and.the uptakes by suitable regenerator 
covering, such air infiltrations cannot entirely be avoided. On the other 
hand, it has been ascertained by careful measurements that between 85 
and 90 per cent. of the total combustion air is actually being regulated, 
whereas only 10 to 15 per cent. passes into the furnace as infiltrated air 
without being regulated. Although the desirability of regulating all the 
combustion air is self evident, the error in allowing 15 per cent. to pass in 
unregulated, is not very serious because the infiltrated air usually remains 
constant. By means of flue-gas analyses the regulation is set for the 
largest quantity of gas needed during melting. If the regulation is fully 
correct for this largest quantity, then, of course, as the gas supply to the 
furnace is cut down, the infiltrated air will bring about a certain small 
excess of air. In view of the fact that this cutting down of the gas to the 
furnace generally coincides with the reaction period of the bath, where 
additional quantities of air are necessary in order to burn the CO gener- 
ated by the bath, this infiltrated air often obviates the need of changing 
the orifice plate on the combustion-air intake box during the refining 
period, as is borne out by Tables 7 and 8. 


RESULTS FROM REGULATION 
Combustion 


The use of straight coke-oven gas on open-hearth furnaces has for a 
long time been considered inadvisable, because the flame of coke-oven 
gas has a rather low visibility, also because furnaces operated on such gas 
alone showed a distinct tendency towards foaming. The low visibility 
is not by any means a serious factor. Experience has shown that the 
helpers will soon get accustomed to the flame of straight coke-oven gas, 
Where visibility is nevertheless desired, a little tar or oil, say one or 
two gallons per ton of steel, will produce visibility without interfering 
with the regulation. 

The problem of the foaming was approached with much misgiving. 
Accordingly it was a very agreeable surprise to find no foaming 
problem with regulated combustion on furnaces fired with straight coke- 
oven gas. The explanation for the fact that no foaming took place, may 
be found in the much more uniform temperatures that are being main- 
tained in an open-hearth furnace with automatic control. This would 
tend to show that the foaming may be due to a temporary decrease in the 
temperature of the furnace, resulting in a cooling of the slag on top of the 
bath, which then, on account of its increased viscosity, will lose part of 
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its heat conductivity, with a consequent reduction of the activity of the 
— bath. The heat transfer from the flame of coke-oven gas, probably 
because it contains very little free-burning carbon, does not appear to be 
strong enough to break through the foam and restore the activity of the 
bath. From experience of nearly two years, it appears to be safe to 
assume that foaming is the result of poor combustion, and that with con- 
trolled combustion, it seldom happens. In any ease, the fear of foaming 
should not prevent the use of straight coke-oven gas as open-hearth fuel 
and the advantage of positive automatic control. If burners suitable 
for coke-oven gas and tar are adopted, tar can always temporarily be 
put on the furnace to break up foaming, should it occur. 

Straight coke-oven gas has proved an ideal fuel for open-hearth 
furnaces, provided its combustion is always properly controlled. Fur- 
naces have thereby been very considerably speeded up and at the same 
time cost of repair has been greatly reduced and the life of the furnace 
has been increased. 

Table 7 shows a number of combustion analyses taken during one heat 
on a furnace equipped with automatic control and using coke-oven gas. 
It very clearly shows to what extent control of combustion is possible. 
The increase in oxygen towards the end of the heat, when very much 
smaller quantities of gas are passing through the furnace, illustrates the 
effect of infiltrated unregulated air. 

Automatic regulation on a furnace fired with producer-gas improved _ 
the quality of the gas very much. A number of analyses taken during 
one month showed a lowest B. t. u. value of 147 and a highest of 154 
B. t. u. as against other producers not controlled with a lowest value of 
115 and a highest of 150B.t.u. The combustion results compared favor- 
ably with those from coke-oven gas as is shown by Table 8 which gives 
some waste-gas analyses taken during one heat. As the flow of gas in 
this instance could not be ascertained, we give the various differential 
air pressures of the producer air. The variations in the quantities from 
hour to hour are not as evident as in a furnace fired with coke-oven gas, 
because when these analyses were taken the furnace was already rather 
old and could not be forced, as would have been possible with a 
new furnace. 

Table 9 proved very useful in compiling these data. 


Production and Fuel Consumption 


In order to prove the speeding up of the furnaces and the consequent 
saving of fuel, we have observed, from April to November, 1925, inclusive, 
seven 100-ton open-hearth furnaces. In three of the furnaces, Nos. 5, 6, 
and 7, combustion was controlled; No. 5 was fired with producer gas and 
Nos. 6 and 7 with straight coke-oven gas. Of the other four furnaces, 
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which were not controlled, No. 1 was fired with producer gas, Nos. 2 and 
4 with tar and coke-oven gas, and No. 3 part of the time with tar and 
coke-oven gas and part with straight producer gas. Of the three con- 
trolled furnaces, No. 5 was controlled only for three months, whereas 
Nos. 6 and 7 were continually under control. The compilation of produc- 
tion for each furnace omits all the repair months; therefore, the observa- 
tions cover 47 months of production for seven furnaces. We can then 
compare operation of producer-gas furnaces for 15 months without con- 
trol with 3 months with control, and operation for 15 months with coke- 
oven gas and tar without control with 14 months with control. The 
comparative figures are as follows: 


Furnaces Fired with Producer Gas 
(a) Without control: Production during 15 operation months 86,897 
tons, or 5,790 tons per month per furnace. 
(6) With control: Production during 3 operation months 19,874 tons, 
or 6,625 tons per month per furnace. 
Furnaces Fired with Coke-oven Gas and Tar 
(a) Mixed tar and coke-oven gas without control: Production during 
15 operation months 92,398 tons, or 6,160 tons per month per 
furnace. 
(b) Straight coke oven gas with control: Production during 14 oper- 
ation months 96,311 tons, or 6,870 tons per month per furnace. 


With regard to the last figure, it will be interesting to note that for 
the last 5 operation months, the production went up to 35,978 tons, or 
7,195 tons per month. The above figures clearly show the large increase 
in production; the controlled furnaces actually delivered an average of 
two heats per week more than the uncontrolled furnaces. 

With regard to the furnace No. 5 which has the installation controlling 
producer gas, it must be remembered that the three months of observa- 
tion were the last three months before rebuilding. Since then the furnace 
was rebuilt and was in operation again at the end of November. The 
figures for the first 18 days in December showed that the furnace made 42 
heats, producing 4,304 tons of steel with a coal consumption of 445 lbs. 
per ton of steel. At this rate of production, the furnace would make in 
December 7,250 tons of steel, which would exceed the best figures for 
straight coke-oven gas. It will be remembered that the calculations in 
Table 6 showed that producer gas should give slightly better results than 
coke-oven gas. 

In compiling the fuel figures, we were under a rather serious handicap, 
as we could not compile the fuel consumption for all the months for which 
we had the production figures. We have, however, consumption figures 
for 11 operation months on producer-gas furnaces without combustion 
control and for 3 months with combustion control; also for 13 operation 
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months firing with coke-oven gas and tar without control and for 10 
months using straight coke-oven gas with control. The comparative 
figures are as follows: 


Furnaces Fired with Producer Gas 

(a) Without control: During 11 operation months 62,283 tons of steel 
were produced with a consumption éf 34,200,000 Ibs. of coal, 
equivalent to 550 lb., or 7.47 million B. t. u., in the coal per 
ton of steel. E ity a7 

(b) With control: During 3 operation months 19,874 tons of steel were 
produced, using 10,200,000 Ib. of coal, or a coal consumption of 
513 lb., or 6.93 million B. t. u., in the coal per ton of steel. 


Although the above figures showed a considerable increase in produc- 
tion, the fuel consumption was not reduced as much as one would expect, 
because the regenerators were already very old and interference of the 
preheat was serious. As has already been stated, the run on the rebuilt 
furnace shows not only a very much larger production, but also a reduc- 
tion of fuel consumption to 449 lb. of coal, or 6.11 million B. t. u., per ton 
of steel in the coal. 


Furnaces Firéd with Coke Oven Gas and Tar 
(a) Without control: During 13 operation months 79,225 tons of steel 
were made with a heat consumption of 573,830 million B. t. u. in 
gas and tar, or 7.25 million B. t. u., per ton of steel. 
(In order not to complicate the above calculations we did not separate 
the gas and the tar.) 
(6) Straight coke-oven gas with control. 


(Separate figures are given for furnaces Nos. 6 and 7 because No. 6 
was equipped with the latest type of control and therefore gave much 
better results.) 

(1) Furnace No. 6.—During 6 operation months 39,215 tons of steel 
were produced with a gas consumption of 351.0 million cu. ft., 2. e. 8,950 
cu. ft., or 4.42 million B. t. u., per ton of steel. 

(2) Furnace No. 7: During 4 operation months 28,207 tons of steel 
were produced with a gas consumption of 293.35 million cu. ft. of coke 
oven gas, 2. e., 10,370 cu. ft. of gas, or 5.12 million B. t. u., per ton of steel. 


Life of Furnace and Rebuilding Costs 


Regarding the saving in the life of the furnace, no figures so far are 
available on controlled furnaces fired with producer gas, because no 
complete set of tests has yet been made with a controlled furnace. With 
the two coke-oven gas furnaces, we have so far made only two complete 
sets of tests. The longest run was on No. 6 furnace with 409 heats, pro- 
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ducing 42,334 tons of steel. The total rebuilding cost for this furnace 
was as follows: 


Bricklaverscpa i.e. tbs fond sck Sa cleat een phe eae $ 480.00 
Helpers tick the ictt ness anasasnettiidac, le outic aan Oey 273.70 
Loading Prick dayen..cas anteqa soya mares ies waa eae ere act 144.44 
General Tabor iterr ctioe ae ioe Ge en ie nae Oana eee 1176.56 
SUC rel ig) Siete ene ir aes, SB De ME Sone cod A Se aE 72.00 
Hrec ley ze eset oie ce = See eee eee eee a eee eae 33.00 


BTCA Sites cop cued ye ue lah te sein eck eae ict tn reo ace 6359 .44 $8539.14 


The cost was approximately 20c. per ton of steel. Unfortunately 
exact figures as to the cost of the intermediate repairs during the run of the 
furnace are not available, but it is estimated at not more than an addi- 
tional 20c. per ton of steel, so that the repair cost does not appear to 
exceed 40c. per ton of steel. 

The No. 5 producer-gas furnace was also rebuilt after controlled 
combustion for about one-half of the campaign. It made during the whole 
run 341 heats and produced 34,808 tons of steel. The previous run 
without control was 279 heats, producing 29,023 tons of steel. The 
rebuilding cost after the run of 341 heats were: 


TAD OP cies See hee ace GEL CL eo Se ke oe ee $2870.82 
SUOre ee ee ee ee ee ee ee eet ee ee 208.75 
Brick f2.0:. masts. 3. Se es Cee te a one ee 5082.03 


Mireclayije:hidek- 41 8 ese Pate itd an ak Peat eat See eee 38.72 $8195.32 


The cost therefore amounted to approximately 28c. per ton of steel. 


IMPORTANCE OF ContTINUOUS FUEL SUPPLY 


Stress should be laid on the importance of a continuous fuel supply, 
not only to speed up the operation of the furnace, but also materially to 
decrease the fuel consumption. 

When No. 7 furnace was first equipped for straight coke-oven gas with 
combustion control, the gas mains carrying the gas to the furnace were so 
small that high pressures were needed to force enough gas through them 
to the ports. In order to maintain these pressures, it was necessary to 
cut off the gas from all other furnaces, with the result that vast quantities 
of gas were bled. For about 12 days, this condition of very uniform gas 
pressure lasted. Then the small gas mains were replaced by much larger 
mains and the gas was distributed to many furnaces. This distribution 
resulted in marked irregularity of the gas pressure, because of the con- 
stantly changing demand on the gas supply. During these first 12 days, 
the gas consumption on No. 7 furnace was remarkably low, varying 
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between 6,200 and 6,500 cu. ft. of gas per ton of steel. As soon as the 
larger gas mains had been installed and the gas pressure became irregular, 
this consumption increased to about 10,000 cu. ft. of gas per ton of steel, 
where it has since been held. At the time the author was unable to find 
any explanation for this sudden change in gas consumption and, there- 
fore, came to the conclusion that the meter readings during the first 12 
days must have been wrong, although an examination by the meter 
manufacturers did not reveal anything amiss. In September, 1925, a sim- 
ilar condition was created. When No. 6 furnace was being rebuilt, the other 
furnaces were unable to take the whole of the coke-oven gas, and gas had 
to be bled. During rebuilding when the gas pressure was always at 5 lb. 
or above, 17 heats were made, producing 1,802 tons of steel and using only 
10,862,500 cu. ft. of gas, 7. e. 6,028 cu. ft. of gas, or 3,134,560 B. t. u., 
per ton of steel. 

As the low gas consumption was restored as soon as the conditions that 
prevailed during the first regulation period were restored, one would 
hardly be justified in discarding the results obtained during this second 
period as due to erroneous gas readings. The explanation will probably 
lie in the fact that the heat transfer in an open-hearth furnace is over- 
whelmingly due to radiation. As the radiation increases and decreases in 
the relation of the fourth power of the differences of the absolute tempera- 
tures, and as the working range of temperatures in an open-hearth fur- 
nace, which is between 3000° and 3200° F., is so limited, it is certainly 
quite conceivable that continuous changes up and down in the tempera- 
tures obtained may have a decided influence on the rate of heat transfer 
and, therefore, on the speed and fuel consumption of the furnace. _ If this 
should be true, the experience related above would be an extremely strong 
argument for a gas holder in connection with every coke-oven gas-fired 
open-hearth plant. It is regrettable that the author heard of this astonish- 
ingly favorable run only after the conditions under which it was possible 
had ceased to exist, so that the necessary data to prove the possibility of 
this low fuel consumption could not be collected. Generally speaking, of 
course, Table 6 shows that low fuel consumptions of this kind are not by 
any means impossible, even with open-hearth furnaces of the present 


customary design. 


CONCLUSIONS 


The author emphasizes the necessity of a large number of exact 
heat-balance sheets under varying conditions, laying special stress on the 
need of particular care in temperature measurements. 

Preheating temperatures for the present type of checker chambers are 
naturally low and on new construction, particular care should be taken 
not only to increase the size of the checker chamber, but also to obtain 
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even distribution of outgoing and ingoing gases over all parts of the 
checker chambers. 

The results obtained from an open-hearth furnace depend on the 
amount of gas completely burned for a given period, and on as low 
an excess of air as is possible. This necessitates the installation of 
foreed-draft and induced-draft fans and equipment with automatic 
combustion control. 
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TABLE -7. 
#6 OW. Furnace. COKE OVEN Gas Wirn ComBusTion CONTROL. 
Heat #6644. Marcu 14th. 1925. 


Wasre Gas ANALYSIS. 
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TasLe - 8. 


#5" OH. Furnace. Prooucer Gas WitTx CompusTion CONTROL 
Heat * 5047 SEPT. 157,1925. 


Wasre GAs ANALYSIS. 
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TaBLE 9.—Heat Content (Above 32° F.) in B. t. u. of 1 Lb. of Dry Air 
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Elimination of Metalloids in the Basic Open-hearth Process 


By J. L. Keats, Witmineron, DEt.,* anv C. H. Heer ef Lackawanna, N. Y. 


(New York Meeting, February, 1926) : 


In Tue literature on the elimination of metalloids in basic open-hearth 
practice, there are a great many heats recorded in which excellent data 
on changes in slag and metal composition during refining are given, but in 
almost all of these heats either temperature data or weights and analysis 
of charge are unrecorded and observations on the physical charac- 
teristics of the slag are almost always lacking. With these points in 
mind, a test heat was made in which as complete data as possible on all 
the factors that affect the elimination of metalloids were obtained. 


Tue Test Heat 


The test heat was made in a standard 100-ton stationary furnace at 
the Lackawanna Steel Co., Lackawanna, N. Y., on January 17, 1922. 
f The Charge—Scrap.—tThe scrap consisted entirely of rail-heat butts, 
- selected from a number of heats made the week before the test. The 
average analysis of the scrap was calculated from the analysis of these 
heats and from the weight of scrap from each heat. 

Pig Iron.—Two ladles of pig iron were used in the charge and two 
samples were taken from each ladle as it was poured into the furnace. 
These four samples were composited for the average pig-iron sample. 

Other Materials—Weights of dolomite, ore and spar were obtained by 
weighing a quantity of each just before the test and weighing the amount 
of each left after the heat was completed. The limestone was weighed 
on the charging pans. Coal for recarburizing, ferromanganese, ferro- 
silicon and aluminum were weighed out as used. All these materials 
were carefully sampled before the test was begun. Coal consumption 
at the producers was obtained by getting the average capacity of the 
hoppers that fed the producers, and then counting the number of hoppers 
of coal used during the course of the heat. 


Products 


Steel.—The steel made was rolled into billets, the rolling properties 
being very ei eae The weight of steel was obtained by taking a 


* Research senate. asigeteectia Institute of Technology, School of 


Chemical Engineering Practice. ; 
+ Research Associate, Massachusetts Institute of Technology, School of Chemical 


Engineering Practice, Bethlehem Steel Co. 
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tare weight on the ladle before tapping and then summing up the weights 
of the ingots, drainings and difference between the final and tare ladle 
weights (to obtain the weight of the skull). . 
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Fic, 1—VARIATION IN COMPOSITION OF METAL FROM HOT METAL ADDITION TO TAP, 


Slag.—The slag was collected in tared slag ladles, and was weighed 
in them. 


Temperatures 


The temperature of the slag in the furnace was taken with a Leeds 
and Northrup optical pyrometer. Temperatures were taken in all five 
doors. The temperatures found in the middle door, No. 3, are shown in 


sie bak atte ile in te 


Fig. 18. Reversals, indicated by arrows on Fig. 1, show the gas flowing 
in the direction indicated by the arrow, 7. e., left to right or vice versa. 


Sampling of Metal and Slag 


Metal and slag samples were taken at 15-min. intervals at the three 
working doors of the furnace, starting as soon as there was enough molten 
material on the hearth to permit sampling. 

The metal samples were drawn first-and poured into ordinary break- 
test molds. Within half a minute, the corresponding slag samples were 
drawn and poured on iron plates. Both metal and slag samples were 
allowed to cool and were then marked for identification. Special pre- 
cautions were taken to be sure that the samples from the three doors were 
taken simultaneously and that the time interval between samples was 
as close to 15 min. as possible. 

The furnace doors were arbitrarily numbered from left to right, door 
No. 1 being at the left end of the furnace. The samples were designated 
by the sample number followed by a dash and the door number; thus 21-3 
would be the twenty-first sample, door No. 3. 


Note A.—Metal boiled vigorously around and on the outer edge of the mounds of 
pasty semi-molten scrap. Some lime lumps floated to the surface along the front 
wall. A collection of kish! still hung on the front bank at No. 4 door, remaining from 
the last ladle of metal which was poured in at that door. 

Note B.—A vigorous boiling action continued on the mound of scrap at No. 2 
door. 

Note C.—At this time the slag had quite an appreciable amount of lime floating 
on its entire surface. The heat had the appearance of melting high in carbon, 7.e., 
the slag contained hard sharp-edged lumps of lime and the metal was dark in color. 

Note D.—Lime is boiling up over the entire bath. Several lumps of scrap still 
above the level of the bath. The furnace was being run at a low temperature and the 
lime of the slag was softening up somewhat. The fluid portion of the slag was getting 
thicker. 

Note E.—Lime was still boiling up in No. 3 door. Both ends were rather quiet, 
appearing as though the lime were all up in each end. The furnace and bath were 
quite cool and the slag was very viscous. The steam pressure was raised at this 
point to increase the volume of gas and thus raise the temperature, and thereby 
hasten the boiling up of the last of the lime. 

Note F.—The slag dissolved the ore at once and a vigorous action took place 
throughout the entire bath. 

Note G.—The temperature of the bath was rising; the slag was more fluid; and the 
general action of the bath more open. 

Note H.—The slag was still frothing from ore addition. 

Note I.—The lime was still boiling up at No. 3 door. The slag was of good 
consistency. 

Note J.—Lime boil ceased and lime was apparently all up. The slag was a little 
heavy. 

Note K.—Slag still showed the effects of the two recent ore additions. The rods 
stirred through the heat served to settle the frothing. 


1 Kish is residue from molten pig iron. 
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OPERATION OF Heat Sag 


After tapping the previous heat the bottom was thoroughly drained 
and cleaned, three rabbles being used. The order of charging was. 
as follows: 


re: 2.—VARIATION IN SLAG COMPOSITION FROM HOT METAL ADDITION TO TAP. 


S 
a: 
“pb yang pore 

Timer, A.m. CHARGED 
8:23-8:31 2700 lb. dolomite on back wall 
8:39-8:47 26,000 limestone 
8:52-9:01 1570 lb. dolomite on front wall 
9:06-9:20 175,000 lb. scrap 


At 11:34 the first ladle of pig iron was poured into the furnace, in No. 2 
door. The reaction of this iron with the oxides formed during melting 
was rather light whereas the reaction from the second ladle, poured at 
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12:14 a.m. in No. 4 door, was much heavier. During the period 12:21 
~ to 1:05 no samples could be taken from No. 4 door on account of a large 
amount of ‘‘kish”’ just inside the door. At 1:15 lime began to show up 
on the slag and by 2:05 the slag had an appreciable amount of lime float- 
ing over its entire surface. The metal at this time was boiling vigorously 


0 
\ 
Fic. 3.—VARIATION IN SLAG COMPOSITION FROM HOT METAL ADDITION TO TAP. 
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on the mounds of scrap. At 3:20 the slag began to thicken and the lime 
was boiling up over the entire bath. At 4:45 the slag was very viscous 
and in both ends the lime was apparently “all up.” Lime was still 
boiling in the middle door. At 5 o’clock, 3000 lb. of ore was added and 
4000 Ib. at 5:10. A vigorous action took place on the addition of this 
ore, the lime began to dissolve rapidly and the slag became more fluid. 


1084 ELIMINATION OF METALLOIDS IN THE BASIC OPEN-HEARTH PROCESS 


As more lime was dissolved, the slag thickened up somewhat and 
elimination of carbon and phosphorus practically ceased. 

The heat was sparred at 6:08 and 2600 lb. of ore was ‘“‘fed”’ in at 6:38. 
Rapid elimination of phosphorus began as soon as the slag thinned out 


1.20 


Nd No. 2 Door 


Per Cent Carbon in the Metal 
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Fic. 4.—CARBON ELIMINATION DURING WORKING PERIOD. 


Per Cent Manganese inthe Metal 
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Fig. 5.—MANGANESE ELIMINATION DURING WORKING PERIOD. 


after the spar addition, whereas the carbon was eliminated slowly until 
the ore addition, when the rate of elimination proceeded rapidly. The 
effect of viscosity of slag on rate of elimination is very clearly shown in 
the phosphorous curve, Fig. 6. The slag was still a little heavy and more 


eee es SS 


— 


J. L, KEATS AND C. H. HERTY, JR. 1085 


t 


spar and ore were added at 6:58 and 7:05 respectively. The slag was now 
frothing somewhat and two rods were stirred through the heat to settle 
the frothing. The carbon was dropping at a rate of about 0.15 per cent. 


Per Cent Phosphorus in the Metal 
ar eyes 
£ 
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0 
4:30 5:00 5:30 6.00 6:30 1:00 7.30 8:00 
Time 
Fic. 6.—PHOSPHOROUS ELIMINATION DURING WORKING PERIOD. 


per hour and the slag was of good consistency. At 7:52, 1500 Ib. of 
ferromanganese was charged in No. 3 door. A slight foaming took 
place immediately after the addition. At 7:55, the metal started flowing 
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Per Cent Sulfur inthe Metal 
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Fic. 7.—SULFUR ELIMINATION DURING WORKING PERIOD. 


out of the taphole and 420 Ib. of coal and 700 Ib. of ferrosilicon were 
thrown into the ladle. The correct temperature of the metal could not 
be obtained because of fumes over the ladle. Two slag samples, 17244-1 
and 17244-2, were taken as the slag overflowed the ladle. At 8:06 the 
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Per Cent FeO in the Slag 
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Per Cent Fe,0, in the Slag 
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Per Cent MnO in the Slag 
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Per Cent Si0, in the Slag 


4:30 5:00 5:30 ©.00 6.30 1:00 1.30 8:00 


Fria. 13.—SiO2s IN-SLAG DURING WORKING PERIOD. 
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tap was completed and the ingots were teemed from 8:08 to 8:39. The 
temperature of the metal during teeming averaged 2770°F. Two slag 
samples, 17244-3 and 172444, were taken from the ladle after the iast 


ingot had been teemed. 
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Per Cent CaQin the Slag 
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Fig. 14.—CaO In SLAG DURING WORKING PERIOD. 


RESULTS 


The results are shown in Table 1 and in Figs. 1 to 18. 
TaBLE 1.—Material Charged and Produced 


CHARGED Pounps 
DOLOMISCT Maw cys eae Cae eee Oe 4,270 
[himestoneaestqres aoc nim ee 26,000 
Itoh IH lege Weare eNRReS Caer Seta Me trey 175,000 
lotmmietal vec ee sees ee ater 80,540 
OTS ee here scart ae eure maa: 11,400 
SDATe nee, tayo nia nee 716 
Ferromanganese,..........-+50. 1,500 
IL ETTOSUCON wel ean cicero 700 
(Goal (s:dlG) Pereyncdtes soreeet cinema 420 
PAU UII as sees = ie eee 2 


Propucts 


Discussion or RESULTS 


The greatest variation in composition during the working period is, 


as would be expected, immediately after the ore additions. 


The best 


illustrations of the variation are the behavior of phosphorus and man- 
ganese after the first ore addition, shown in Table 2. 
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TaBLE 2.—Behavior of Manganese and Phosphorus after First Ore 


. — Addition 
nue | Manganese, Per Cent. | Phosphorus, Per Cent. 
Door 2 | Door 3 | Door 4 | Door 2 | Door 3 | Door 4 
4:50 0.561 / 0.567 | 0.556 0.107 0.102 0.107 
5:00 3000 Ib. ore in No. 4 door ¥ 
5:05 0.536 0.449 0.384 0.102 0.094 0.087 
Percentage drop} 4.5 20.8 31.0 4.7 7.9 18.7 


2 
7 


Equally large variations appear in the slag composition during this 
period. For this reason it is absolutely necessary, in attempting to 
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Per CentMg0 in the Slag 
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Fie. 15.—MGO In suAG DURING WORKING PERIOD. 


determine the rate at which the various reactions proceed, to take the 
whole bath into consideration and not to use the middle door alone for 
sampling. A great many inconsistencies in the literature may be due 
to this consideration. Other examples of variation in composition may 
be seen from the diagrams given in Figs. 1 to 16. 

After the first vigorous action of an ore addition has ceased, the bath 
begins to come to a uniform concentration as shown by sample 25. 
At the end of the heat the concentration of each metalloid and each slag 
component, with the exception of Fe,Os, is uniform over the entire 
bath. ‘The variation in Fe.0; content at this time is undoubtedly due 
to the oxidizing action of the gases relative to the slag-sampling position. 

The metal samples taken five minutes after the ferromanganese addi- 


tion showed: ° 
VOL. LXx111.—69. 


~ Doot No. 2 0.531 per cent. Mn 


=e 
Door No. 3 , 0.623 per cent. Mn 
Door No. 4 0.336 per cent. Mn 


The variations in composition were smoothed out when the metal 
_ ran into the ladle as shown in Fig. 17. 


Rate of Melting Scrap 


From the samples of metal and slag taken during the early lime-boil 
period, the amount of slag on the bath, and the amount of unmelted 
metal may be calculated by a silicon, manganese and phosphorus bal- 
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Per CentAl,0; inthe Slag 
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ance. ‘The results of this calculation in reference to the melting scrap 
are shown in Table 3. 


TABLE 3.—Melting Scrap Data 


Pounds Per Cent. of Time from Time from Last 
Sample Time Unmelted Scrap Charging of Hot Metal 
Scrap Melted Scrap, Hours | Added, Hours 
5 12:51 108,800 38578) Nein 860 0.6 
8 Lesbi~ 4] 80,600 | 54 4,33 1.33 
ill | 2:20 39,500 - td, 5.08 2.08 
14 | 3:05 21,200 88 5.83 2.83 


Slag Weight during Heat 


The calculated slag weights at each sample are given in Table 4. 
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TaBLE 4.—Tabulation of Slag Weights 


Sampie No. Time Pounps Stag 
5 12:51 2,370 
8 1:35 4,290 

ia 2:20 6,360 
14 3:05 7,450 
Lz, 3:50 e: 7,760 
20 4:35 8,500 
X21 4:50 10,160 
22 5:05 oP 11,770 
23 5:20 ~ "14,230 
24 5:84 15,400 
25 5:50 18,500 
26 6:06 19,560 
27 6221 20,600 
28 6:36 21,900 
29 6:51 25,600 
30 7:07 26,900 
31 (Pal 26,800 
32 7:35 27,400 
33 7:52 28,300 
Recorded, final 24,500 


Samples 5 to 20, inclusive, are calculated on a balance of manganese, 
phosphorus and silicon; samples 21 to 33, inclusive, are calculated on a 
manganese balance. The methods give slightly different results, there- 
fore, in calculating the erosion of the lining and the solution of the lime 
from the limestone, the time interval between samples 20 and 21 has 
been omitted. 

The difference between the calculated and recorded slag weights are 
due to unavoidable losses of slag during and after tapping, which makes 
the recorded slag weight low, and to volatilization of manganese, which 
gives a high value for the calculated weight. The true final weight, 
therefore, is somewhere between the values given in the table. For the 
purpose of obtaining various data during the heat, the calculated slag 
weight will be used. 

The rapid increase in slag weight between samples 5 and 11 is the 
result of the elimination of silicon from the metal, the erosion of the 
lining and the solution of lime into the slag. During the last half of 
the lime boil, samples 11 to 20, the increase in slag weight is small, the 
silicon having been eliminated and the slag being too heavy to act on the 
banks or dissolve the stone to any great extent. During the remainder 
of the heat the increase in slag weight between samples is fairly uniform 
except for the periods following the two ore additions, when it increases 
rapidly from the ore added, the action on the banks and the lime dis- 
solved by the slag after the additions. 
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Fig. 17.—CoNncENTRATION CHANGES IN INGOTS. 
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Total Sulfur in the Furnace 


Table 5 shows the total amount of sulfur found in the furnace during 
_ the course of the heat. 


TABLE 5.—Amount of Sulfur in Furnace during Heat 


TIME * Pounps SuLrur 
Charged—scrap and pig 105.3 
In slag and metal at sample 5 101.8 
In slag and metal at sample 14 -°—, pf 84.2 
In slag and metal at sample 21 to 
In slag and metal at sample 24 92.5 
In slag and metal at sample 26 83.7 
In slag and metal at sample 29 98.4 
In slag and metal at sample 33 100.0 


During the lime boil, samples 5 to 21, a large amount of sulfur left the 
bath, because (1) the steam pressure and coal rate on the producers were 
low during part of this period and a large amount of excess air was present 
over the bath, which desulfurized the bath, and (2) the gases evolved 
from the limestone, being free from sulfur, may have desulfurized 
the slag. 

After the steam pressure and coal rate were raised and the boiling 
on the lime had diminished, the bath begun to pick up sulfur and con- 
tinued to do so throughout the remainder of the heat except between 
samples 24 and 26, the drop in total sulfur in the furnace over this interval 
corresponding to a drop in steam pressure in the producers with a conse- 
quent increase in excess air in the furnace. 

Two samples were taken from the melting scrap at 10:43 and 10:51, 
respectively, to obtain the effect of sulfur in the gas on the scrap at this 
period. The first of these was a sample of molten oxide from the surface 
of the scrap, the second a “‘wart” of metal which had ‘‘sweated out” 
on the surface. The oxide sample showed 0.074 per cent. S, the metal 
sample 0.075 per cent. S, both samples coming from scrap which analyzed 
0.033 per cent. S. This showed that the scrap was absorbing sulfur from 
the gas, but the ratio of surface to volume of the scrap charged was so 
small that the total amount of sulfur absorbed was small.” 


Erosion of Lining 
The erosion of the lining may be readily obtained from the slag weights 
given in Table 4, and from the MgO content of the slag samples. The 
erosion of the lining depends on five factors: (1) The amount of slag in 
contact with the banks; (2) the acidity of the slag; (3) the temperature; 
(4) the viscosity of the slag; and (5) the iron oxide content of the slag. 


2Some Factors Affecting the Elimination of Sulfur in the Basic Open-hearth 
Process. Trans. (1925) 71, 512. 
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Fetter 1 may be taken into account by assuming that the f 
contact between slag and banks is proportional to the total amount 
of slag in the furnace. . 
The pounds of dolomite eroded during the course of the heat are 
tabulated in Table 6, the rate of erosion being expressed as pounds of 
lining eroded per hour per 1000 Ib. of slag. The last four factors given — 
above are listed with this rate of erosion. 


TasBLe 6.—Erosion of Lining during Heat 


Lining p Temp. of 
Eroded per “CO, ; Iron Oxides 
a time | Heurper’ | Yer‘Gent |" yi Slag,” | apiadle Door | Remarks 
7 Slag, Pounds 
12:51-1:35 | 270 37.0 2.8 3000 
1:35-2:20 124 35.0 2.6 2800 
2:20-3:05 61 33.5 2.6 2740 
3:05-4:35 0 Sales) 4 ee) 2730 3:20 slag begin- 
% | ning to thicken 
: 4:35-4:50 ke ee oe 5.2 | 2815 |4:45 slag very 
viscous 
: 4:50-5:05 | 24 | 27 20! I hdl 2850 Ore at 5:00 
: 5:05-5:50 67 18.5 20.2 2910 Ore at 5:10. 5:35 
| slag more fluid 
5:50-6:06 At 19.0 16.5 2910 
6:06-6:21 61 190" 14.0 2900 6:06 slag of good ~ 
consistency. 
| Spar at 6:09 
6:21-6:36 | 47 18.0 | 13.6 | 2895 Spar at 6:23 
§:36-6:51 | 37 17.0 153/ (i 2880 flag a little 
| heavy at 6:36. 
Ore at 6:40 
6:51-7:07 52 16.0 | LF | 2880 Spar at 6:58 
7:07-7:52 27 16.0 | 15.6 | 2880 Ore at 7:05 


| 


The effect of all the factors can be seen from this table, the controlling 
factors being the silica content and fluidity of the slag. The erosion 
stops completely when the slag becomes very viscous and after each ore 
and spar addition, which thins out the slag, the rate of erosion increases. 
The most rapid rate is found when the slag is most weakly basic, the slag 
at the same time being very fluid. 


The total amount of lining eroded during the heat was 3240 lb. 


Solution of Lime from Limestone 


The rate at which lime is dissolved depends on the same factors which 
influence the rate of erosion of the lining except that the amount of lime 
floating on the bath must be added, because the surface of the lime 
exposed to the action of the slag is a very important factor. This surface 
will decrease as the heat progresses and in comparing the beginning and 


Cem det Pace 


hea ‘it must ee taken into consideration. The mathe- 
eetrhant of this factor will not be taken up in this paper. 


TaBLE 7.—Rate of Solution ais Lime from Limestone 


a Font "= 
rom _ = aon ny SiOs in Sla Slag, ha it 
Per Cent.. rensihis 
12:51-1:35 191.0 | 2.8 37.0. - 3000 
1:35-2:20 180.0 2.6 35.0" “2800 
2:20-3:05 24.5 2.6 35}, 5) 2740 
3:05-3 :50 37.8 333 32:25 2710 3:20 slag begin- 
. ning to thicken 
3:50-4:35 Deal 4.6 Sins 2750 
4:35-4:50 |  ..... 5.2 29.0 2815 4:45 slag very 
viscous 
4:50-5:05 118.0 | eae 20.0 2850 Ore at 5:00 
5:05-5:20 £0. O95) 15 S 22.0 2910 Ore at 5:10; slag 
| : more fluid at 
5:35 
5:20-5:34 265.0 19.1 18 ei 2930 
5:34-5:50 234.0 16.9 18.5 2920 
5:50-6:06 321.0 16.5 19.0 2910 
6:06-6:21 59.5 14.0 19.0 2900 Spar at 6:09. 
6:06 slag of good 
consistency 
6:21-6:36 158.0 1326 18.0 2895 Spar at 6:23 
6:36-6:51 224.0 aed 17.0 2880 6:36 slag a little 
heavy. 6:40 ore 
added 
6:51-7:07 76.0 Wes 16.0 2880 Spar at 6:58 
7:07-7:21 45.0 1p So 15.8 2880 | Ore at 7:05 
7:21-7:35 75.0 156) 15.9 2880 =| 
7:35-7:52 67.0 14.7 15.8 2880 | 


The amount of iron oxides in the slag and the fluidity of the slag are 


’ the controlling factors here. The fluid siliceous slags at the beginning 


of the heat dissolve a fairly large amount of lime but not as much as is 
dissolved by the highly oxidized slags of the working period. rom these 
data the amount of limestone that had not been dissolved in the slag 
at the end of the heat was 3500 lb. 


Comparison of Tapping Slag and Ladle Slag 


Finan Stag Lapie Siaa 


Diy Dpccrsnnunin dlc etre la ae alae te eet 3.66 Pay 
ie i ri i ot SN es: 52884 le OBER8 
DOMES Mie tetele str adc. loAd Magid nei 10.70 9.64 
oeiy  § eee es ene B08 0.93 
icke@ho, Zeca gee es eae 9.74 10.14 
pull, oc. ne, den ups Soe eae ae i daa 48.00 39.60 
A LTROL, on bh de tye pled ok beige aa aeanr a 6.02 5.30 
RED Bre ecnped eT oe, Ah ek: 0.163 0.110 
2 


DOPE oe again oc 0 10s © OE ne oe CCC Oe oe 08 6.25 
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The slag in its attack on the ladle lining absorbed a considerable 
quantity of SiO. and Al,O;, thus decreasing the basicity. The result o 
this decrease in basicity is rephosphorization in the metal, as shown by 
Fig.:17, accompanied by a marked drop in P.O; in the slag; and a drop 
in sulfur in the slag which, however, does not show up in the metal. 
This may be due to the sulfur returning to the last four ingots which were 
not sampled. 

The iron oxides, particularly Fe:O;, were decreased in concentration, 
and the MnO was increased by oxidation of the ferromanganese added. 
The remaining slag components decrease in concentration because of 
dilution by SiO: and Al,O; from the ladle lining. 


Efficiency of Ladle Additions 
The efficiency of the furnace and ladle additions is shown in Table 8. 


TaBLe 8.—Lfficiency of Furnace and Ladle Additions 


| Amount 3 
Material Added | Amount, Gbtucaeian Efficiency, 
Pounds Steel, Pounds Per Cent. 


| 
Carbon from coal, ferromanganese and ferro- 


Trays aie etree eg eres md aS | 497 372 653 
Manganese from ferromanganese............ 1145 907 79 
DilicOMe Om terrOSsi COL ae Senn eee 350 205 59 


The silicon content of the steel dropped off steadily as the teeming 
progressed, showing that deoxidation of metal and slag by silicon con- — 
tinued throughout this operation. Manganese and carbon remained 
practically constant. 


CoNCLUSIONS 


1. Wide variations in composition of the bath from door to door 
occur after ore additions. In attempting to study rate of elimination it is 
necessary, therefore, to sample from more than one point in the furnace. — 

2. The bath is of uniform composition under finishing conditions and 
a test from any door during this period will represent the entire bath. 

3. With large amounts of excess air for combustion and with a coal 
analyzing 1.18 per cent. sulfur, desulfurization of the bath takes place. 

4. There is a strong probability that the gas given off from the decom- 
position of the limestone desulfurizes the bath. 

5. The erosion of the lining of the furnace is dependent, for a given 
amount of slag, primarily on the silica content and fluidity of the slag. 
During the working period the fluidity and iron oxide content of the slag 
are controlling factors. The effect of temperature could not be shown 
from the data in this paper alone. 


6. The rate of solution of lime from the limestone into the slag is” 
dependent, for a given amount of slag, on the fluidity of the slag and on 
its iron oxide and silica content. . 

7. One of the controlling factors in the rate of elimination of 
metalloids is the fluidity of the slag. 
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TABULATION OF STEAM PRESSURE AND Coat RatE 


Cloak ‘Pine Average cy ee per Average onl Bate Pounds per 
8:30— 9:00 a.m. 24.0 1,625 
9:00-— 9:30 29.9 2,500 
9:30-10:00 36.9 3,500 

10:00—-10:30 36.4 4,670 
10:30-11:00 36.9 5,990 
11:00—11:30 37.0 6, 590 
11:30—-12:00 33.0 6, 500 
12:00-12:30 p.m. 27.5 6,100 
12:30— 1:00 26.9 5,480 
1:00— 1:30 26.5 5,130 
1:30— 2:00 27.5 5,000 
2:00— 2:30 17.5 4,790 
2:30- 3:00 13.8 4,500 
3:00— 3:30 8.9 3,850 
3:30— 4:00 7.9 2,925 
4:00-— 4:30 Tl, 2,425 
4:30- 5:00 20.0 2,300 
5:00— 5:30 31.5 3,125 
5:30- 6:00 27.8 4,750 
6:00- 6:30 20.9 5,000 
6:30— 7:00 25.8 4,075 
7:00- 7:30 25.0 3,730 
7:30— 8:00 23.0 3,900 
Total coal used on heat 50,730 


et 


| alle 
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Awatysrs or Merau tHroucHour Hear 


pee Tims | Per on Per wo Per bap Per cant Per Bid! 
a2? |. 1205P 1.35 ) 
2-3 12:05 2.88 0.695 0.180 0.0461 0.284 
2-4 12:02 2.91 
3-2 12:22 3.21 
3-3 12:22 3.59 as 0.259 0.0468 0.823 
4-2 12:35 DOU 
4-3 12:35 3.15 0.988 0.216 0.0444 
5-2 12:51 2.36 
5-3 12so PNET? 0.872 0.193 0.0433 0.394 
6-2 1:05 2.04 
6-3 1:05 2.40 0.832 OLLeL 0.0423 
7-2 1:20 75 
7-3 1:20 2.20 0.809 0.161 0.0416 0.241 
7-4 1:21 2.42 
8-2 1:35 1.648 
8-3 1:35 1.768 0.770 0.152 0.0408 
8-4 1:35 1.941 
G-2 | 1:50 1.560 
9-3 1:50 1.583 0.735 0.136 0.0399 0.105 
9-4 1:50 1.650 
10-2 2:05 1.502 
10-3 2:05 1.497 0.696 0.1380 0.0380 
10-4 2:05 138.7 
11-2 2:20 1.413 
11-3 2:20 1.448 0.665 0.127 0.0364 0.0532 
11-4 2:20 1.446 
12-2 2:35 1.389 
12-3 2:35 1.407 0.661 0.122 0.0353 
12-4 2:35 1.424 
13-2 2:50 1.369 
13-3 2:50 1.372 0.660 0.118 0.0343 0.018 
13-4 2:50 1.368 
14-2 3:05 1.359 
14-3 3:05 1.308 0.671 0.125 0.0322 
14-4 3:05 1.310 
15-2 3:20 1.267 
15-3 3:20 1.295 0.651 0.123 0.0334 0.005 
15-4 3:20 1.321 
16-2 3:35 1.266 
16-3 3:35 1.220 0.689 0.112 0.0313 
16-4 3:35 1.239 
17-2 3:50 1.277 
17-3 3:50 1.299 0.612 0.123 0.0346 
17-4 3:50 1.307 
18-2 4:05 1.218 
18-3 4:05 Vee ty 0.589 0.116 0.0318 
18-4 4:05 1.221 


———- eT 


21-2 
21-3 
21-4 
22-2 


23-2 
23-3 
23-4 
24-2 


24:3 | 


J. L. KEATS AND C. H. HERTY, JR. 


ANaALyses or Mera, tHroucHour Heat (Continued) 


Time 


4:20 
4:20 


Per Cent. 
Cc 


esessessesesesosco Sees ss SSeS eSCSCSSSCSCOSCSCOCOOHR HB HH Hh he He Hee 
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Per a sda Neu si en Per hai 
0.570 a 0.0318 
0.563 0.114 0.0329 
0.561 0.107 0.0301 
0.567 0.102 0.0289 
0.556 0.107 0.0295 
0.536 0.102 0.0299 
0.449 0.0941 0.0297 
0.384 0.0870 0.0320 
0.229 0.0603 0.03842 
0.238 0.0567 0.0307 Trace 
0.248 0.0558 0.0349 
0.216 0.0480 0.0353 
0.222 0.0475 0.0327 
0.219 0.0385 0.0348 
0.201 0.0375 0.0328 
0.212 0.0362 0.0324 
0.204 0.0333 0.0299 
0.233 0.0280 0.0281 
0.288 0.0352 0.0313 
0.294 0.0317 0.0279 
0.254 0.0232 0.0283 
0.271 0.0206 0.0312 
0.274 0.0226 0.0299 
0.281 0.0188 0.0286 
0.296 0.0156 0.0295 
0.284 0.0148 0.0279 
0.228 0.0092 0.0266 
0.216 0.0074 0.0290 
0.221 0.0089 0.0293 
0.224 0.0083 0.0250 
0.207 0.0071 0.0265 
0.228 0.0082 0.0272 
0.231 0.0092 0.0260 
0.240 0.0092 0.0242 
0.195 0.0107 0.0251 
0.243 0.0094 0.0229 
0.227 0.0096 0.0245 
0.219 0.0076 0.0246 
0.239 0.0095 0.0229 
0.253 0.0104 0.0232 
0.235 0.0088 0.0222 
0.531 0.0106 0.0208 
0.623 0.0123 0.0208 Trace 
0.336 0.0084 0.0201 


—. 


|. Taken While 
Casting 


2nd ingot 0.363 . .O11 0.0210 
5th ingot 0.368 ; 3 0.0211 
9th ingot 0.378 ; . 0.0209 
13th ingot 0.361 ; , 0.0209 
17th ingot 0.393 : ; 0.0208 
21st ingot 0.368 : : 0.0208 


0.372 4 : 0.0209 


SpreciaL SAMPLE 


Taken at 10:51 
a.m. 


0.213 0.209 


Per Cent. 
A 205 
PAGE 11:42A 12.68 1.80 13.48 0.700 — 
2-2 7 No |sample . 
23 12:05 9.56 e 
2-4 12:02 14.66 3.54 15.60 1.78 0.0672 
3-2 12:22 8.05 
3-3 12:22 on20 0.44 - ‘ 16.457 — 0.460 ‘0.255 
4-2| 12:35 5.90 
43 12:35 ote 0.33 14.93 0.412 0.248 
5-2 1251 3.82 f 
5-3 12:51 2.03 0.39 ils) ales} 0.184 0.255 
6-2 1:05 2.69 
6-3 1:05 2.44 0.29 13.15 0.315 | 6.0’. 282 
72 1:20 2.52 ; 
(es 1:20 ay AS) 0.29 22 0.300 0.179 
7-4 1:21 Zaceo 
8-2 Los 2-11 \ 
8-3 1:35 2.24 0.40 9.41 0.170 0.140 
8-4 1:35 2.39 
9-2 1:50 2.29 ; : 
9-3} 1:50 2.20 O25 9.53 0.248 0.104 
9-4 1:50 PAB Y : 
10-2 2:05 2.48 ' 
10-3 2:05 2.06 0.45 11.20 0.141 0.102 
10-4 2:05 2.20 
11-2 2:20 2.74 
11-3 2:20 2 te 0.49 Lies 0.191 0.0875 
11-4 2:20 2.01 
12-2 2:30 2.29 
j 12-3 2:35 2.22 0.59 11.45 0.253 0.0810 
12-4 Dro 2.39 
, 13-2 2:50 2221 
; 13-3 2:50 2.70 0.70 12.03 0.284 0.0720 
13-4 2:50 2.46 
14-2 3:05 2.26 
14-3 3:05 2.76 0.56 AN) 0.221 0.0885 
14-4 3:05 2.19 
15-2 3:20 Dato 
15-38 3:20 2.61 0.45 12.58 0.268 0.0723 
15-4 3:20 2.24 
16-2 3:35 SHG 
16-3 3:35 3.05 0.28 13.00 0.280 0.0604 
16-4 3:39 2.15 
17-2 3:50 Sel 
17-3 3:50 3, AS 0.42 13.32 0.382 0.0636 
17-4 3:50 2.96 
18-2 4:05 3.46 
18-3 4:05 4.53 0.90 14.48 0.628 0.0420 
18-4 4:05 3.58 
oe a ee ee SS Sa en aaa 
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ANALYSES OF SLAG THROUGHOUT Hear (Continued) 


gee Time ae a | Per nae | cht pene | Per ae | Per gee 
19-2 4:20 3.24 
19-3 4:20 el 0.98 15.86 AOL 0.0449 
19-4 4:20 3.62 
20-2 4:35 3.49 
20-3 4:35 3.29 1.49 15.22 TALL. 0.0445 
20-4 4:35 3.60 
21-2 4:50 3.92 2.17 15.85 1.94 0.0472 
21-3 4:50 4.35 1.40 15.13 ge by 0.0485 
21-4 4:50 3.40 1.58 15.34 1.238 0.0454 
22-2 5:05 4.99 2.46 16.40 2.49 0.0497 
22-3 5:05 10.54 1.85 16.62 1.88 0.0433 
22-4 5:05 8.69 1.44 15.54 1.87 0.0471 
23-2 5:20 19.45 2.86 15.96 4.67 0.0595 
23-3 5:20 Lies ed 18.66 5.55 0.0574 
23-4 5:20 Dono 3.49 19.97 4.34 _ 0.0600 
24-2 5:34 13.35 3.12 16.82 5.22 0.0518 

_ 24-3 5:34 10.02 1.35 17.19 5.61 | 0.0568 
24-4 5:34 20.07 3.58 L72 61 3.97 0.0566 
25-2 5:50 12037 PARSE 14.21 4.22, 0.0578 
25-3 5:50 12.18 2.24 | L5s16 4.95 0.0540 
25-4 5:50 iy Ri 3.66 | 14.24 4.05 0.0507 
26-2 6:06 12.20 1.53 | 14.30 reeled) 0.0626 
26-3 No |sample 
26-4 6:06 8.46 220 11.13 2.95 0.0630 
27-2 6:21 9.53 2,24 13.30 4.90 0.0703 
27-3 6:21 9.30 3.24 12.26 4.68 0.0534 
27-4 6:21 8.99 Sat 10.80 3.69 0.0622 
28-2 6:36 9.39 | ee We | 11.47 4,52 0.0700 
28-3 6:36 8.79 | 2.16 Diets 4.45 0.0888 
28-4 6:36 9.48 Sud 10.74 3.84 0.1267 
29-2 | 6:51 12.07 2.64 10.75 4.22 0.1225 
29-3 6:51 aus aK) | 3.6775 1 210.54 3.90 0.1113 
29-4 | 6:51 15.05 | 4.82 | 9.69 3.51 0.1060 
30-2 | 7:07 12.86 2.58 | 10.19 4.19 0.1390 
30-3 | 7:07 14.99 $, 220 4 9.96 3.89 0.1298 
30-4 | 7:07 | 13.36 3.90 9.40 3.47 0.1268 
31-2 e221 126 3.40 | 10.07 3.88 0.1399 
31-3 (OPA 11.81 3.52 10.02 3.92 0.1483 
31-4} = 7:21 14.48 4.35 | 9.50 3.33 0.1220 
32-2 | (ey |) nt 3.46 | 9.63 3.78 0.1517 
32-0 123) ilk CO Pata 9.70 3.89 0.1578 
32-4 | 7235 12.18 443 9.30 3.61 0.1660 
BBey) {sey lies 3.14 | enlys 3.67 0.1522 
33-3 | 7252 12 a 2.30 9.13 Do lfil 0.1529 
33-4 | 7:52 L176 | By | 9.03 3.63 0.1622 
34-2 USE 9.99 4.09 | 9.95 Serial 0.1578 
34-3 | ASE TEL 1.89 | 9.93 3.67 0.1598 
34-4 | UL F5¥f 11.02 3.85 9.34 3.59 0.1620 


135 
33 
jesus 


2:20 
2:20 
2:20 


3:05 
3:05 
B05) 


SLDU 
3:50 
3:50 


35.80 


33.80 


33.35 


31.95 


No sample 
40.50 * 


Not analyzed 
- do 7 ee 
do 

do 


33.62 


Not analyzed 
do 
do 
do 
do 


| 39.20 


Not analyzed 
do 
do 
do 
do 
do 


38.72 | 


Not analyzed 
do 
do 
do 
do 
do 


38.30 | 
| 
Not analyzed 

do 
do 
do 
do 
do 


| 38.72 
Not analyzed 


do 
do 


8.04 


8.35 


8.66 


The 


3.93 


3.42 


3.45 


3.60 


6:06 


6:21 
6:36 


6:51 


UAE 


ee 


15. 


15. 


15. 


15. 


15. 


70 


77 


58 


No sample 
48.14 
40.75 
41.90 
47.05 


45.14 


44.00 


44.60 


45.65 


46.90 


47.65 


48 .00 


“I 


lor) 


DRAD 


i) 
ea) 


aSas 


36 


.58 


.52 


78 


00 


02 


ad 


bo 


Lo Ole oS) 


94 


07 


14 


.26 


08 


. | Per Cent 
MnO 


10.25 3.25) Dries © 
| 


17244-1 8:04 P 9.65 4.01 
17244-2 | 8:04 9.25 5.00 | 0.27 S739 = 0si405e 
17244-3 | 8:39 9.84 0.60 10.26 2.84 0.1045 — 7 
17244-4. 8:39 9.44 1.26 10.01 2.79 0: 2100" ee 
aoa a 2 aoe 
Per Cent. Per Cent.. | Per Cent. Per Cent. . 
SiO2 CaO MgO Al,O3 ‘s 
17244-1 
17244-2 16.55 46.55 5.93 2.20 : 
17244-3 os 
172444 23.58 39.60 5.30 6.25 = 
SpecraL SAMPLES ES. 
Sampie No. TIME Per Cent. MnO Prr Cent. 8 ‘ 
AX 1-3 10:48 A 1.54 0.074 fe 
SAMPLE Per Cent. Per Cent. Per Cent. Perr Cent. Per Centr ey 
oO. Time FrO FrE203 MnO P205 Ss 
AX 3-4 (jel ae EOS 1.93 11.19 3.89 0.0526 bs 
Per Cent. S102 Per Cent. CaO Per Cant. MeO Per Cent, At2O3 
16.83 42.50 8.138 2.39 
Raw MarTeEeriaus 
Pig Iron (composite sample) 
Prer Cent. C Per Cent. Mn Per Cent. P Per Cent. S Perr Cent, Sr 
4.14 1.37 0.362 0.059 ily 
Scrap (average analysis) 
Per Centr. C Per Cent. Mn Per Cent. P Per Cent. S Per Cenv. SI 
0.67 0.84 0.025 0.033 0.149 
Ferromanganese 
Per Cent. C Per Cent. Mn Per Cent. P Per Cent. SI 
6.44 76.4 0.25 0.86 
Ferrostlicon 
Per Cent. C ; Prer Cent. P 
0.337 0.04 


VOL, LXx111.—70 


a < 


Sample 


"ALLOIDS ID 


| Stone | Dolomite 


- 


Coal for Producers—1.18 Per Cent.S 


Manganese oxide (MnO)............. 0.083 0.014 0.09 
BA LLC HIE (GICs) ici, eaecityt ate oR aetes oa aie ot 1.55 0.60 5.37. 
De ewhotalviron as He,03) ..2caeemen. es ee 0.47 0.85 75.31 
~ Alumina (Al,O3).......... ; weet oe 0.14 0.20 1.66 
: PEO talisultury (S) acer eT eee none none none 
ee Calciumoxiden(@aO)in.. seer ete 52535 54.69 not determined 
_ Magnesium oxide (MgO)............. 1.90 37.22 not determined 
_ Phosphorus pentoxide (P20s)......... trace trace 2.20 iy 
IMoisturcsc se toner coe. ee ae ee 0.38 none not determined 
Loss on ignition less moisture ......... 43.24 6.68 not determined 
; 
| 


\ 
q 
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Chemical Equilibrium of Manganese, Carbon, and 
Phosphorus in the Basic Open-hearth Process 


By C. H. Herry, Jr.,* Lackawanna, N. Y. 


(New York Meeting, February, 1926) 


The results of a study of the open-hearth process from the physicochemical view- 
point are given. This study includes experimentation in small laboratory furnaces 
and in standard 100-ton furnaces. The behavior of manganese, carbon and 
phosphorus are quantitatively explained. The action of “residual”? manganese is 
discussed with reference to its relation to iron oxide dissolved in the metal. The 
solubility of CO in steel and its relation to dissolved FeO and carbon is given. The 
equation for phosphorus elimination has been tested out on a 200-ton furnace and 
the results are given in the text. 


THE effect of temperature and slag composition on the elimination 
of metalloids in the basic open-hearth process has been qualitatively 
understood since the early days of steel making. The quantitative effect 
has, however, only recently been brought to attention. The effect of 
slag composition has received more attention than that of temperature, 
primarily because the range of finishing temperatures in the basic open- 
hearth process is small compared to the large variations found in the 
composition of the slag at different periods during the process, and to 
the variations occurring with the use of raw materials of different degrees 
of impurity. 

The effect of slag composition on the elimination of metalloids has 
been studied by Styri! from the thermochemical standpoint. This 
method is open to serious errors, in that thermochemical data at 2900° F. 
are very inaccurate and in many cases completely lacking. Feild? has 
calculated equilibrium constants from the rate at which the metalloids 
are eliminated. ‘The effect of slag viscosity on rate of elimination will 
affect the constants calculated by this method. Whitely,? Colcough‘ 
and others have used slag compositions as the basis for calculation of 
constants by which the extent of elimination may be calculated. 


* Research Associate, Massachusetts Institute of Technology School of Chemical 
Engineering Practice. 

1 Jnl. Iron and Steel Inst. (No. 2, 1923) 189. 

2 Trans. Faraday Soc. (1925) 21. 

3 Cleveland Inst. of Engrs. (Dec., 1922). 

4 Jnl. Iron-and Steel Inst. (No. 1, 1924). 
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The object of this paper is to present experimental data from both 
laboratory furnaces and full-scale equipment from which the equilibrium 
conditions between slag and metal and in the metal itself are determined 
for some of the reactions which occur in the basic open-hearth process. 
The application of these equilibrium conditions to the effect of tempera- 
ture and quality of raw materials charged to the furnace is shown. 

Three basic principles of physical chemistry are taken into considera- 
tion in this work: (1) the law of mass action; (2) the Van’t Hoff isochore; 
and (3) the distribution law. 


Tue Law or Mass AcTION 


For any reversible reaction of the type nA + mB = oC + pD the 
law of mass action states that the rate of reaction is proportional to 
the active concentration of each component and that at equilibrium the 
rate of reaction between A and B is just balanced by the rate of reaction 
between C and D, the net result being a constant concentration of each 
of the reactants in the system under consideration. This is expressed 
mathematically as 


ae ae 


(C)° (D)? 
Rr 
(A) (B)”™ 
Since concentration alone is involved, the quantity of material present 
need not be taken into consideration. 


THE Van’t Horr IsocHorE 


The Van’t Hoff isochore is the quantitative statement of the Le 
Chateleir-Braun principle which states that if a system be in equilibrium 
and one of the conditions, such as temperature, be altered, the system 
will change in such a direction as to oppose the change in temperature. 
If a reaction evolves heat, it will be favored by a low temperature, while 
if it absorbs heat it will be favored by a high temperature. The Van’t 
Hoff isochore is mathematically stated as 

dlogK Q 

GOT RT 
where K is the mass action equilibrium constant, 7 the absolute tempera- 
ture, Q the heat absorbed, and R the gas constant per mol. If Q is 
assumed to be constant over the temperature range found in open-hearth 
operation, the reaction may be integrated between the temperature 
(ond Cole oad) 

K, O77) 1 

loge = Rp 7) A) 

and by the equation we may calculate the equilibrium constant at any 
temperature if the heat of reaction and the constant at any other tempera- 


ture are known, or from the equilibrium constants at two temperatures 
we may calculate the heat of reaction. 


? 
* 
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Tue Distriution Law 


The distribution law of Nernst® may be briefly stated as follows: 
If a substance be dissolved in two immiscible or slightly miscihle liquids, 
it possesses a constant distribution coefficient at a given temperature 


when it has the same molecular weight in both solvents. 
a 


EXPERIMENTAL PROCEDURE 


The experimental work® was carried out in laboratory furnaces of 
14 |b. capacity and in standard 100-ton stationary open hearths. A 
carbon resistance furnace was used for the laboratory experiments, 
zirconia and magnesia crucibles were used; zirconia when no silicate or 
phosphate slag was present, magnesia when these slags were present. 
Zirconia was rapidly eroded by these slags. Electrolytic iron containing 
0.03 per cent. carbon, 0.44 per cent. oxygen, and free from sulfur, phos- 
phorus, and manganese, was used in the experimental work. The other 
materials were prepared in the laboratory or obtained in as pure a state 
as possible from commercial laboratories. 

The plant data were obtained in the furnaces of the Lackawanna 
Plant of the Bethlehem Steel Co. 


REACTIONS OF ELIMINATION 


The reactions to be considered are: 

. Mn + FeO = MnO + Fe (FeO in metal) 

. Mn + FeO = MnO + Fe (FeO in slag) 

xMnO + SiO. = xMn0O.Si02 

C + FeO = CO + Fe (FeO in metal) 

C + FeO = CO + Fe (FeO in slag) 

. 2P + 8FeO = 3FeO.P20; + 5Fe (FeO in slag) 

. 2P + 5FeO + 3CaO = CaO.P.0; + 5Fe (FeO in slag) 
Neglecting temporarily the effect of temperatures, one of two factors 
or both can be found in all the reactions; namely, iron oxide and basicity 
of the slag. Before considering the separate reactions it will be necessary 
to define the concentration of iron oxide and available base in the slag. 


~J 


Iron OXIDE IN THE SLAG 


The two iron oxides FeO and Fe20; are almost always found in basic 
open-hearth slags and the action of these two oxides has been often dis- 
cussed. The Fe.0; is formed by the action of the oxidizing gases above 
the bath on the FeO in the slag: 

2FeO + 02 = Fe,0s. (8) 


5 Zeit. Phys. Chem. (1891) 8, 110. 
‘©. H. Herty, Jr.: Doctor’s Thesis, Mass. Inst. Tech., 1924. 
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The Fe,0; is carried to the slag-metal surface either by diffusion or con- 
vection and it is there either reduced to FeO by the reaction 


TFre,03 + Fe = 3FeO, (9) 

or is reduced by carbon, partly or completely. 
Fe.03; + 8C = 3CO + 2Fe. (10) 
Fe20; + C=0CO0 + 2FeO. (11) 


At the temperatures of open-hearth steel making it is highly improb- 
able that Fe.0; can exist in contact with iron without being reduced to 
FeO. Normal slag-sampling methods give only the upper layer of 
slag which is in contact with the furnace gases and give no insight into 
conditions at the slag-metal surface. However, the following conditions 
are always found in the slag samples during certain periods of a heat: 

F e203 = 
Feo * 
usually low. The Fe20; in a slag immediately after an ore addition is 
excluded from this statement, of course, since Fe2O; is added to the slag 
at-that time. 


2. When a heat is ‘‘dead” either with high or low carbon the ratio 


FeO; . ; : : aie 
aed in the slag is always high compared to that with a similar carbon 


1. When good agitation is taking place in the bath the ratio 


> 
‘yf 
4 
- 
c 
’ 


M 
ei 


content when the bath is working well. This conditionisshownin Table 1. 


TaBLE 1.—Comparison of Dead Heat and Good Bath 


ae Metal, Slag, | Slag, Rati 
Heat Condition Per Cent. C See he Fe203/FeO 
Savielteda dead Janse | 0.11 7.49 | 9.50 1.27 
ATE WANG Sa aon els ORE eas 8 Wailete. | 12000 4.73 0.38 
Vie Working ance .cah tin 0.12 12.34 (eodia 0.58 
Oar Working Hinay ak 2a 0.13: Tie tg 49 [ar eg rodt ae Aton 


Von Juptner’ says “A special class of oxide slags occur in iron alloys 
under certain conditions in the form of inclusions. Their characteristic 
is the deficiency of sesquioxides. This is owing to the fact they are at 
once reduced to monoxides by the excess of the metal near them.” 
The same condition should hold at the slag-metal surface. 

For the determination of equilibrium conditions at the slag-metal 
surface, therefore, it will be assumed that the Fe.O; found in slags is 
reduced by iron to FeO by equation (9), one molecule of Fe.03 yielding 
ee 8 eee 


™ Jnl. Iron and Steel Inst. (No. 2, 1900). 
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three molecules of FeO. Thus a slag containing 10 per cent. FeO and 
5 per cent. Fe2O3 would be sonpidared as containing 


(3FeO) (215.4) 

1 = ae 

(10 + (5) ire.0) -10 +4 5 (159.7) 7) 16.8 per cent. FeO. 
Furthermore, all the FeO in the slag will be considered as available for 
reaction with the metalloids. e 


AVAILABLE BASE IN THE SLAG 


The actual concentration of the lime cannot be taken, as some of it is 
already in use in the neutralization of the P20; and SiO, in the slag, and 
’ since the actual compounds formed in the slag are not known, resort must 
be made to some empirical formula for ‘‘free lime” or “available base.”’ 

Whitely® has calculated the “basicity index” of a number of slags 


by the formula: 
Total mols bases — 3 & mols P205 


Mols SiOz 

Richarme?® calculated the “acidity” of the slag for one heat by a more 
complicated method and Wilson!° and others have used the “acid” or 
‘‘basic”’ oxygen as a standard for slags. 

The compounds formed in slags are exceedingly complicated and com- 
paratively little is known of their actual composition. Open-hearth slags 
are generally considered silicate slags containing dissolved phosphates and 
sulfides, the silicates being binary, ternary, or possibly compounds of 
even higher types. These silicates may be of almost any composition, 
as lime and silica, for instance, combine in any proportions, and as ter- 
nary compounds of the components in slags are commonly known. The 
slag, therefore, may have all its components combined and yet be either 
acid or basic, depending on the relative amounts of the components. 

Experience has shown that if two compounds are considered, the first 
containing more base per unit of acid than the second, the activity or 
escaping tendency of the first (as defined by G. N. Lewis") as a basic 
component will be the greater. The basicity of a slag, therefore, may be 
expressed as the excess base above that required to satisfy the acids, the 
basis of the acid-base compounds being those which appear to be the 
most neutral in their character. The expression for ‘available lime” 
‘basicity index” or whatever name may be given should be a concentra- 
tion term, because its concentration affects the equilibrium. 

We will assume, for the purpose of calculating the “available lime,” 
that the neutral compounds in the slag are 3CaO.P205, CaO.SiOs, 
MgO.Si02, 2FeO.SiOz, 3MnO.Si0O2. The Al2Os and Fe20; are considered 


Basicity index = 


8 Op. cit. 

9 Rev. Metal, Mem. (1910) 993. 

10 Jnl. Iron and Steel Inst. (No. 1, 1920), 265. 

1 Lewis and: Randall: ‘Applied Thermodynamics,” 176. 
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as neutral and, with the sulfur, are usually small enough to be neglected. 
FeO and MnO are considered less basic than lime, MnO being the weaker. 
Because of lack of data concerning the basicity of these oxides relative to 
lime, they are arbitrarily given the values of 2 and 3. 

Von Juptner” says, “It may at once be admitted that the silica shows 
greater combining power for lime than for ferrous oxide, manganese oxide, 
alumina, etc., but in accordance with the law of masses, it is certain that 
in the presence of all these bases, silica must be combined not only with 
the lime but with all these bases, in accordance on one hand with the 
relative degrees of affinity and on the other with the mass ratios.” 

The available base will be expressed as ‘mols available base per 100-wt. — 
units of slag,’ and will be designated in the text as A. B. A calculation 
of available base is given in Table 2. 

To obtain the number of mols of each component in the slag the per- 
centage of each component is divided by its molecular weight. From the 
mols of each component and from the compounds listed above, the 
available base is calculated as shown in Table 2. 


TaBLE 2.—Calculation of Available Base 
Basis: 100-wt. Units of Slag 


Weight Per Cent. + Mol. Weight = Mols. per 100-wt. Units F 
Substances | Pale! east | Mol. Weight teed ils : 
_—— £ } i | : 
SOMadadric: vi deownla de id gan | 21.86 60.3 0.363 
Os sroct RA ARa: treet prtes eG ceick e ATS eeeee Sez pw 14202 0.023 
COM Ao cite ii crte nai knctees koe ox: tan he Raat ilsiisy/ 71.8 0.186 
IVT Oe goa sc hae Asie as gt rt ae Ae ic), Meee ene a Geo Saal 70.9 0.088 
CaO ret oe ck sheer thes: Ge ¢ sot ee ere eet 43.97 | 56.0 0.784 
NV ORO a eS ee eee LOR. Sen ad 1.44 — | 40.3 0.184 
Basrs AcIps 
CaO = Oars SiO, = 0.363 
MeO y= 0218: P20; X 3 = 0.069 
FeO ) 
2 = 0.093 ——— 
MnO ; 
3 = (0) OF) Total acids 0.432 


Total bases 1.088 


Total bases — total acids = 1.088 — 0.432 = 0.656 mol available base per 100- 
wt. units of slag. 


EQUILIBRIUM CONDITIONS 


In order that the slag and metal may be in equilibrium with regard to 
any metalloid, it is necessary (1) that the composition of the metal and 
slag be constant with respect to the metalloid in question or any of the 
constituents which affect its elimination; (2) that the slag be sufficiently 


2 Von Juptner: Op. cit. 
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fluid and that there be enough action on the bath to ensure against a 


“false” equilibrium. This condition of false equilibrium is often reached 
if the slag becomes so viscous that interaction between slag and metal is 
completely stopped. When the slag “opens up”’ after such a condition, 
the metalloids will either be eliminated from the metal or will return to it, 
depending on the composition of the slag. Ay typical example of false 
equilibrium is found in the condition at the end of the lime boil in heat 
B, shown in Table 3. 


TaBLE 3.—Typical Example of False Equilibrium 


Time | Per Cent. C Per ia Bde Per Shkaies Condition of slag 
4:00 1.40 4.31 0.59 thin 

4:30 Tere 3.09 0.28 thin 

5:00 1.07 3.17 0.12 thin 

5:30 1.04 3.45 0.94 very heavy slag 
5:40 800 lb. spar added 

6:02 0.83 4.75 27 slag thin 
6:23 0.73 4.92 : iPeabyé slag thickening 


As the slag thickens, the reaction practically stops in spite of anincrease 
in iron oxide in the slag, and as soon as the slag is thinned out, the elimina- 
tion of carbon proceeds very rapidly. In all the experimental work the 
question of false equilibrium has been very carefully held in mind. In 
attempting to check the experimental results by data from other sources, 
the absence of data on slag conditions often causes apparent inconsist- 
encies in the results. 
NOMENCLATURE 


All slag concentrations except when otherwise stated are expressed in 
“mols per 100-wt. units.” This is obtained by dividing the weight per 
cent. of any constituent by its molecular weight. 

All metal concentrations are expressed as per cent. by weight. This 
simplifies the visualization of the final results and the application of these 
results. The change from weight per cent. to mol per cent. changes the 
constants for any reaction by a constant ratio. 

The constants for the different metalloids are expressed as follows: 
Carbon, Kc; manganese, Ky,,; phosphorus, K,. 

Heat A has been given twice the weight of any other heat in 
calculating the constants, on account of the precision of sampling on 


this heat. 
MANGANESE 


The reactions by which manganese is eliminated are: 
(1) Mn + FeO = MnO + Fe + heat. (FeO and MnO in metal.) 
(2) Mn + FeO = MnO + Fe + heat. (FeO and MnO in slag.) 
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The equilibrium constants for these reactions are: 


(MnO) me al 
(1) Kin oe (Mn) (FeO) mora (B) 
, pas (MnO)stag 
@) K'un = (in) (FeO) sas (C) 


The Fe on the right hand side of the equations is neglected, since it is 
the solvent. Equation (C) enables us to determine the equilibrium 
conditions in the metal if the concentrations of MnO and FeO in the metal 
are assumed, in accordance with the distribution law, to be proportional 
to the concentrations of MnO and FeO in the slag. Equation (3) 
involves the dissociated acids in the slag and will be considered later. 

Since there are no data on the solubility of MnO in the metal, except 
that it is very sparingly soluble, it will be assumed, as above, that its 
‘concentration is proportional to the concentration of MnO in the slag, 
and since its solubility is small we may neglect it in computing the 
manganese concentration in the metal. Furthermore, since the amount 
of manganese sulfide is probably smaller than the amount of iron sulfide, 
in the furnace, the manganese in combination with sulfur may be 
neglected. Investigational work on this point is being carried out. 

By these two assumptions we may use the total manganese in the 
metal in the equilibrium constants for the reactions given above. 

Other conditions being equal, the more basic a slag, the more manga- 
nese there will be found in the metal, since the CaO will displace MnO 
from its combination with silica and P.O;. Furthermore, since the reac- 
tions are exothermic, the higher the temperature the further the reaction 
will go to the left and the greater will be the amount of manganese in the 
metal. An increase in either basicity or temperature will therefore lower 
the numerical value of K. The effect of varying ratios of SiO2 to P.O; 
in the slag will also affect the numerical value of K if either one is more 
easily reducible by iron than the other. 

Neglecting temporarily the effect of ratio of silica to P.O; in the 
slag the constant K’y, may be expressed as follows. Fora given tempera- 
ture and a given basicity of slag, the manganese in the metal will be 
constant when the MnO and the FeO in the slag are constant. If either 
temperature or basicity change, the amount of manganese in the metal 


will change according to the degree in which these factors affect the 
numerical value of the constant. 


Laboratory Experiments 


In the experimental work in the laboratory furnaces electrolytic iron 
was melted in zirconia crucibles and a known amount of MnO, added to 
the iron. After the metal and slag, which was composed of FeO and MnO 
only, had been molten for about 14 hr., the metal was cast into small test 
pieces. It was impossible to obtain samples of the slag on account of the 
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small amount present, and its composition has been calculated from the 
amount of materials charged and the analysis of the iron. The results 
are shown in Table 4. 

The high amounts of FeO found in the metal suggest that the recorded 
temperatures are somewhat low. The three runs were all made within 
an hour of each other in the same furnace an it is probable that the 
temperature 2840 is closest to the true temperature, the others being 
somewhat lower but not as low as is shown in Table 4. The constant 
K’'un for these three runs is, respectively, 3.5, 5.4 and 7.5, where MnO 
and FeO are expressed as mols per 100-wt. units and Mn is expressed 
as weight per cent. 

TaBLE 4.—Composition of Slag 


Metal Slag (Cale.) 
Run No. ifs- : 2 Temp., 
Per Cent. Mn | Per Cent. FeO | Per Cent. MnO | Per Cent. FeO Degrees F. 


1.51 62 | °93.8 | fesdo 
2 0.046 | 1.66 19.6 | 80.4 | ‘2605 
3 Rtcommoe ets | 28h | TNS =) 2670 


It has been shown that rising temperature should cause the reaction to 
go to the left and the constant to decrease, as is the case in the experimen- 
talruns. The quantitative effect of temperature can scarcely be shown 
here, because of the doubtful accuracy of the temperatures recorded. 


Plant Study 


In comparing results obtained in full-scale furnaces (100 tons) with 
the experimental work, it must be remembered that in addition to the 
reaction of iron oxide with manganese there is the secondary reaction of 
the manganese oxide combining with the acid components of the slag. 
In Table 5 the basicity of the slag, as calculated previously, is listed with 
the constant calculated for the fundamental reaction of elimination. 


TaBLE 5.—Equilibrium under Finishing Conditions 


Heat Sample K’ | Temp., Degrees F. Available Base 
G 19 3.09 2840 0.684 
iP 2.90 2895 OL 737 
KS 2.80 2915 0.786 
Q Def 2905 0.779 
As 33 2.48 2895 0.770 
M 2.36 2885 0.815 
L 2.20 2890 0.791 
af 2.16 2905 0.945 
S Deals 2925 0.752 
R 2.06 | 2880 0.903 
N 1.91 2885 | 0.852 
G 1.59 3010 | 0.681 
H | 135 3040 0.770 


} | 
Keats and Herty: Elimination of Metalloids in the Basic Open-hearth Process. 


These results have been obtained after due consideration of 
equilibri m conditions as specified earlier in the paper. The constant © 
Toe a (MnO)slag f 

™ (Mn) (FeO)stag 

The effect of temperature is very evident from these results. Further- 
more, with the exception of heats G and H, the constant Ky, decreases 
with increasing basicity. However, both factors vary simultaneously 
and it is difficult to show the exact relationship between them. These 


, the concentrations expressed as already shown. © 


+ =Lime Boi|-Available Base= 0.456 ave, 
© = Fishing » =0,793 » 


Fig. 1—EFrrecr OF TEMPBRATURE ON MANGANESE EQUILIBRIUM. 


data, combined with data from the “lime boil” period will show the 
effect of both basicity and temperature. Neglecting temporarily the 
effect of available base, K’y,, may be plotted against ee to show the 


Ton abs. 


effect of temperature. This is shown in Fig. 1, the average available 
base being 0.783. The variation in the group of points at ; = 29.70 to 
30.00 is due to normal variation in temperature between slag and metal 
and to the variation in the basicity of the slags. 


= emeetanete 
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Equilibrium during the “Lime Boil” 


In considering equilibrium during the early stages of the process 
two types of charges must be considered: (1) Those in which no ore is 
added with the scrap and which are not heavily oxidized during melting; 
(2) Those in which ore is added or in which the serap is so heavily oxi- 
dized that a large percentage of iron oxide is foufid in the slag formed after 
the addition of the hot metal. The amount of iron oxide in the slag 
during this early period will be dependent upon: «+ 


1. Amount of ore charged. 

2. Type of scrap charged. 

3. Composition of iron charged. 

4. Length of time taken for melting. 
5. Temperature during melting period. 


On account of these five factors, the iron oxide content of the first 
slags formed, and of the slags during the lime boil, will vary tremendously. 

During the lime boil the metal and slag are almost always in equilib- 
rium, due to the intimate mixing resulting from the boil. The results 
shown in Table 6 have been obtained for this period. 


TaBLe 6.—Results During the Lime Boil 


Heat No. Sample No. x’ Nia per e a Slag Available Base 
B 8 9.75 2700 0.440 
E 2 8.40 cold 0.382 
A 8-16 5.70 2775 0.415 
F 4 5.30 0.498 
@ 9 4.88 2830 0.430 
D 10 4.35 2850 0.539 
| 


The effect of temperature is again very clearly shown in this table. 


If log K’y, plotted against (Fig. 1) a straight line results. This is 
OF abs. 


permissible since the basicity of the slags on these heats varies but little, 
averaging 0.456. 

The numerical value of K’y, being much higher for this period than 
for finishing conditions means that for a given iron oxide content of the 
slag, manganese will have been much more completely eliminated at this 
time. This large elimination of manganese is always true when ore 1s 
charged with the scrap, the low temperature, low basicity and high iron 
oxide content of the slag all favoring the elimination of manganese. 
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. Effect of Temperature 


From the data on Fig. 1 the heat of the reaction may be calculated. 
The integrated form of the Van’t Hoff isochore is: 


BG atQrnd 1 
loge = R(p- 7) yy 
Let us take the temperature range 2900° to 3000° F. to find the heat of 
the reaction Mn+ FeO = MnO+ Fe. The value found will be 
applicable over the entire temperature range studied. 

For comparison with other data the heat of the reaction will be cal- 
culated in Centigrade units, 7. e., gram calories per gram mol. ‘The tem- 
peratures therefore must be expressed as degrees Centigrade absolute. 
Data: ; R = 1.99 calories 

T;, = 2900° F. = 1867° C. absolute. 


T, = 3000° F. = 1923° C. absolute. 
KG Or BO 
LO a ligav/ 


Substituting in equation A, Q = 53,800 gm. cal. per gm. mol, which 
means that the reaction evolves 53,800 gm. cal. per gm. mol over the 
temperature range 2600° to 3050° F. (1485° to 1675° C.), the range 
covered by the experimental work. 

The heat of reaction, calculated from heats of formation at room tem- 
perature,!* is 25,200 gm. cal. per gm. mol. Since both MnO and FeO are 
dissolved in the metal in proportion to their respective concentrations in 
the slag, the discrepancy between the values 53,800 and 25,200 must be 
in the relative change in solubility of the two oxides with increasing tem- 
perature. If, as in the calculation above, 2900° F. be taken as a basis 
and the constant K’y,, be calculated from the heat of reaction at room 
temperature, we obtain the value 1.97 against 1.57 observed. That is, if 
both oxides changed solubility at the same rate with increasing tem- 
perature we would expect K’y,, to be 1.97, whereas we actually get 
1.57, which means that FeO increases in solubility with rising tempera- 
ture faster than MnO by the ratio =e = 1.25, 

Furthermore, since the manganese content of the metal depends on 
the concentration of MnO and FeO in the slag and in the metal it follows 
that the amount of iron oxide in the metal does not depend on the man- 
ganese in the bath, but is controlled by both manganese and MnO con- 


(MnO 


: : ) ‘ 
tent, since the ratio (Mn) (FeO) must be constant for a given temperature. 


Since the concentration of MnO in the metal depends on the concentra- 
tion of MnO in the slag, it is possible to have the same concentration of 
FeO in the metal with 0.10 per cent. Mn as with 0.40 per cent. Mn, pro- 


13 Richards: “Metallurgical Calculations,” 18. 
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vided only that the concentration of MnO in the slag is four times as 
high in the second case as in the first. 

Residual manganese does not, therefore, serve as a “protector” 
_ against oxidation of the metal. High residual manganese may denote 
a bath low in iron oxide, but the low iron oxide in the bath is the agent 
for, and not the result of, high residual manganese. 

The beneficial results of high manganese charges are: 

1. Increased fluidity of the slag, enabling a more basic slag to be 
carried than with low manganese, and increasing the speed of working. 

2. Increased ratio of MnS to FeS in the metal, giving the final addition 
of manganese a better chance to “clean up” more FeS than would be the 
case with low manganese. 

3. Lower amounts of manganese necessary in the final additions than 
with low manganese. 


Effect of Basicity of the Slag 


The equilibrium constant for the third reaction by which manganese 
is eliminated is: 
_ (Mn0.8i0.) 
~ (Mn0O)(SiOz) 
This involves three unknown quantities and, therefore, cannot be evalu- 
ated. We may, however, determine the effect of free or dissociated SiO» 
in the slag by assuming it to be inversely proportional to the available 
base in the slag and determining the effect of available base on 
the constant, 


K 


(Mn0)stag 
(Mn) (FeO)stag 


The lines drawn through the experimental points for finishing condi- 
tions and for the lime boil (Fig. 1) are practically parallel and from them 
the effect of basicity on the equilibrium may be shown. ‘The expression 
Kun = Kun'(A. B.)” will give the effect of available base if n is known. 
This equation may be written as log Kun = log Kun’ + n log (A. B.) and 
if log K’un be plotted against log (A. B.), we may obtain n by finding the 
slope of the line. From such a plot we obtain n = 0.65 whence Kun = 
K'u, (A. B.)°-8 for any given temperature. If log K’’u» be plotted 


Rous = 


against T° Fabs’ We may obtain the effect of both temperature and 
basicity in one equation. This is shown in Fig. 2. The equation of this 
15 1 1 : 

line is log Kun = l(e x 10°) - 28.25 | 5 This plot correlates all 


the variables with which we have dealt in the elimination of manganese 
in the basic open-hearth process, namely, manganese in the metal, FeO in 
the slag, MnO in the slag, basicity of the slag and temperature, and 
enables one to calculate very closely the amount of manganese that will 


a= + 
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be present in the metal if the composition of the slag and the temperature 
be known. 4: 
Up to the time of tapping it is impossible to determine the metal 
temperature by pyrometric methods. The metal is almost always at a 
lower temperature than the upper layers of the slag, the exception being 
when the slag has been allowed to cool off by reducing the amount of fuel. 
By the use of the equation given above, the temperature of the slag-metal 
interface may be calculated if the slag composition and the manganese 
content of the metal are known. This calculated temperature will be 


0.7 


* Calculated from Lime Bor! ls 
© Ce alculated from Finishing Conditions 


0.6 


0.5 


0.2 


Q.1 


28 29 $0 3] 32 
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TH Abs* 10 


Frq. 2.—Errsct or TEMPERATURE AND BASICITY OF SLAG ON MANGANESE EQUILIBRIUM. 


used in the sections on carbon and phosphorus, as it is much more accu- 
rate than a temperature at the top of the slag, obtained by an 
optical pyrometer. 


Effect of Large Amounts of P2Os tn the Slag 


In all of the heats studied the ratio of SiO. to P.O; has been high. If 


{ ae : mols SiO, i Be 
we express this ratio as mole 810,14 olen OF X 100, which is the silica 


expressed as per cent. of the total acids present, the average ratio for all 


C. H. HERTY, JR. 1121 


the heats studied is about 95 per cent. In these slags most of the com- 
bined MnO must exist as manganese silicate. Recalculations of data 
from European practice show that when this ratio is small, the equilibrium 
constant for manganese is much smaller than in the heats recorded in this 
paper. Typical examples are shown in Table 7. 


: ‘ 
TasLe 7.—Recalculations of Data 
Tapping Temperatures 
a a 


Source of Data Kn, ey Petal Mole 

Acid 

AWTS SOE oe eco cia Se rt a ene 2.20 95 

FE ClersOn Se See tee oes. cous oie Saye - RES ee. 1.60 86 

IP EGET SOTIS ae Hered eet Oe Pipe re Nels och are Sascha be 1,24 75 

SEAN OIRO RAS 6 a Ae ee eect ee ee 1.23 68 

COLCOU GDS eve me ete see a ents Na sec ee 1.47 68 

GolCOuUR Lo eas See e te hoe TORS SMa aa ss 1.67 64 

(Colcour heer ses 5 Ot 2 gure. Peper, aes a ee 1.48 64 
Low Temperatures 

ERHIS-DAPeLs. sa seMemcMNe eer ae hath GALE sok AS alors hese 4.0 to 5.0 93 

Goleouph aerate ety oe Race ook Ge ote te vin vt 2.39 80 

Coleough*=. --- = Re a ey ee os ots, es | 1.67 65 

Wolcough ewe ee. oom a eat oe eee AA rare 1.20 55 
Very Low Temperatures 

PERO ECT eee Ret ee ch ofp el ny eee gh on es 1.55 54 

RO EC TSO TR re eee tee es eatin et ee Le ac a | 2.12 50 

PL OLET SOR CARERS ete Merce ore aere Na stale eeu soe ees 2.29 46 


2 Rev. Metal Mem. (1910) 198. 
b “Fabrication de |’ Acier.” 
¢ Jnl. Iron and Steel Inst. (No. 1, 1924). 


The absence of temperature data on these heats makes it impossible to 
determine quantitatively the effect of increasing amounts of P20; in the 
slag. That this effect is large as the P.O; in the slag becomes high is very 
evident from the data given above. This leads to the conclusion that 
manganese phosphate is much more easily reducible by iron than manga- 
nese silicate and that, other conditions being equal, the higher the P.O; in 
the slag the more residual manganese the metal will contain. 

The constant Kn = K’'un (A. B.)® and its variation with tempera- 
ture, as shown in Fig. 3, enables us to calculate very closely the amount 
of manganese that will be present in the metal under any conditions 
except where large amounts of P20; are contained in the slag. When the 
P.O; content does not exceed about 5 per cent., the constant contained in 
this paper will hold for any basic slag and for any temperature up to 
3100° F. The amount of manganese in the charge to give any desired 


residual manganese may also be calculated. 
VOL. LXx11.—/71. 
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Example 1.—Calculation of Residual Manganese 


Assumed data—Charge 250,000 lb. averaging 1.00 per cent. Mn 
Products 25,000 Ib. slag containing 


10 per cent. FeO | _ 
3 per cent. Fe.O3 = 0.196 mols FeO 
ACB. 


0.800 mols o0-W?t. unit of slag 
240,000 Ib. steel. 


ls 
Tapping temperature = 2900° F. ( . X 108 = 29.80) 
°F abs: 
Kin 3b,2900° Fi =. 2.05 = Kye (ALB) Os 
Kl = 2.05 _ 2.05 _ ga7 _ (mols MnO) 
™" “ (0.800)°-55 (0.865 = ~~ (per cent. Mn) (mols FeO) 
E é ee MnO tM 
expressing mols 79.4 units 28 Per cent. Mn 
_ per cent. Mn 
mols MnO = 549 
Mohave, Pot leut Massa gape ni oe Ane ee 


per cent. Mnmetai 
The total pounds of manganese are 250,000 0.01 = 2500 
Let « = pounds manganese in the metal 
2500 — x = pounds manganese in the slag 
100 (2500 — x) 
25,000 
100 x 
240,000 
whence x = 682 lb. Mn in the metal = 0.28 per cent. Mn. 
2500 — x = 1818 lb. Mn in the slag = 7.25 per cent. Mn 


Norse: This calculation does not take into account volatilization of 
manganese, which will amount to approximately 5 per cent. of the 
manganese charged. 


= 25.5 


CARBON 


Reactions (4) C + FeO = CO + Fe — cal. (FeO in metal) 
(5) C + FeO = CO + Fe — cal. (FeO in slag) 

Since these reactions are endothermic, increasing temperature will 
drive them to the right, more carbon being removed for a given FeO 
content of the slag at a high temperature than at a low one. If the 
solubility of CO changes with temperature, this will throw the reaction 
either to the right or the left, depending on the change in solubility. 

The true equilibrium constant for the reaction is: 

(CO) 
“e = (©) (Fed) ) 
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For any given temperature, (CO) being constant, K’, IG) EO) 0) (1) 
Ke 
, = > 
where K’, = (CO) 


Since the quantitative relationship between solubility of CO and 
temperature is not known, it will be necessary to incorporate the term 
(CO) in the constant K’c. The Van’t Hoff isochore does not apply to 
this constant, since we are calculating an ee rather than true, 
equilibrium constant. 


Laboratory Experiments 


Experiments on the reaction in the metal phase have given the 
following results: 

1. Solubility of CO at 2700°-2800° F. = 0.018 per cent. by weight" 

2. The constant Ke = 0.36 at 2700° to 2800° F. 
when all concentrations are expressed as weight per cent. 

Combining the two results, we obtain: 

K'e= (© (Fed) =e = 20 at 2700° to 2800° F. 
From this constant the amount of dissolved FeO corresponding to any 
carbon content may be calculated for the temperature range given above. 

Determinations of the solubility of FeO in pure iron have given 
averages of 1.22 per cent. and 0.97 per cent. at 2700° to 2750° F. on two 
separate investigations. In the experimental work it was certain that the 
first determinations were made at a slightly higher temperature than the 
second, the crucibles in the second series being very often heavily skulled, 
whereas this took place only rarely in the first series. It is therefore due 
to the higher temperature that the solubility in the first series is higher 
than that obtained in the second. 

Using the value 0.97 per cent., iron at 2700° to 2800° F. may contain 
0.052 per cent. carbon when saturated with FeO. As the temperature 
rises, the numerical value of the constant K’c will increase due to the 
endothermicity of the reaction, and the amount of carbon in equilibrium 
with iron saturated with iron oxide will decrease. 


Plant Data 


In the experimental work on large furnaces, determinations of the 
oxygen content of the metal have not been made. However, this content 
must be proportional to the iron oxide content of the slag if equilibrium 
between slag and metal is reached. The proportionality constant, or 
distribution ratio, of iron oxide between slag and metal must be equal, 
for the same temperature, to the ratio found in the laboratory furnace 


14H]. B. Cobb: Master’s Thesis, Mass. Inst. Tech., 1923. 


where the slag was composed entirely of iron oxide. The results given — 
in Table 8 have been obtained where equilibrium has been established 
between slag and metal. 

90 


80 


TO 


* 2600 2100 2800 = 2900 3000 3100 
TF 


Fig. 3.—EFFECT OF TEMPERATURE ON CARBON EQUILIBRIUM. 


These results are shown graphically in Fig. 3, K’e being plotted 
against temperature. More data are needed before the exact curvature of 
this line can be established. Unfortunately we have no means of cor- 


TaBLE 8.—Resulis When Slag and Metal are in Equilibrium 


Heat Sample Condition of Heat K’¢ Denar 
A 8-16 Lime Boil L6Rii 2790 
B 8 Lime Boil 20.2 2665 
B irs Working. Before small hot 44.0 2920 
metal addition 
M Finishing ORS 2900 
r Finishing 65.6 3025 


* Temperature calculated from manganese constant, K’’yn. 


recting for the solubility of CO, as we have in the case of manganese, 
where the concentration of MnO in the metal is proportional to the 
concentration of MnO in the slag. 

The temperatures during the lime boil are very close to those in the 
laboratory experiments and the concentration of CO should be the same 
in both cases. Using the data of Table 8, we may calculate the amount 
of FeO in the metal from the distribution ratio, and from equation (E). 


: 
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The two methods of calculation give fairly close agreement at 
these temperatures. 
ee ace ee er ee as a 
Per Cent. FeO in Metal 


Heat Sample 
Calculated from Calculated from 
Distribution Ratio Equation (E) 
A 8-16 | 0.030 _, 0.036 
B 8 


0.034 ~ | : 0.047 


From Fig. 3 we may semi-quantitatively determine any one of three 
variables, carbon, FeO in the slag, or temperature, if the other two are 
given and if the metal and slag are in equilibrium. 

Ezample 1.—Calculation of the amount of FeO necessary to eliminate 
carbon to a given point at a given temperature. 

For this we will take a low carbon content, 0.03 per cent., at 3000° F. 
K'c at 3000° = 68, whence the mols of FeO in the slag = nee = 
0.490. This equals 35.2 per cent. total FeO in the slag, (0.490) (71.8) 
=ia5-2, 

Example 2.—Calculation of the amount of carbon that will be in the 
metal at 2900° F. when the slag contains 15 per cent. total FeO = 0.209 
mols FeO. At 2900°, K’c = 43.5, whence 


per cent. carbon = = 0.110 per cent. 


1 
(43.5) (0.209) 


PHOSPHORUS 


The reactions by which phosphorus is eliminated are: 


(6) 2P + 8FeO = 3FeO0.P.0,; + 5Fe + cal. 

(6a) 3FeO.P.0; + 3CaO = 3CaO.P20; + 3FeO 
which may be combined to give, 

(7) 2P + 5FeO + 3CaO = 38CaO.P.0; + 5Fe + cal. 


This reaction is strongly exothermic; therefore, phosphorus is much easier 
to eliminate at low temperatures than at high temperatures. The 
equilibrium constants for these reactions are: 


(3FeO.P20s) 

(6) Ke = (P)2 (FeO)3 (F) 

(6a) Kp = (3Fe0.P20s) (CaQ)? Ce 
(3Ca0.P20s) 

(7) Kae = (p)2 (FeO)® (CaO) i 


For a given amount of phosphorus in the charge and a given slag and 
metal weight, the extent of elimination will depend on the concentration 
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of iron oxide and available base in the slag and on the temperature. 

In determining the equilibrium constants for the reactions given above 
the utmost care must be taken in determining the concentrations of the 
reacting substances. The three factors in the denominator of the con- 
stant for reaction 7 are raised to the second, fifth and third powers, and 
this magnifies any experimental error tremendously. At very low 
phosphorus concentrations this is particularly true. 


Laboratory Experiments 


These were carried out to determine the extent of elimination of 
phosphorus with slags containing only iron oxide and ferrous phosphate 
(reaction 6). Electrolytic iron, to which had been added 0.0 to 8.0 
per cent. phosphorus, was melted in the resistance furnace, and slags 
containing iron oxide only and mixtures of iron oxide and ferrous phos- 
phate were added when the metal was molten. The reaction was allowed 
to proceed for about an hour and the metal was then cast. The experi- 
mental work showed clearly that the runs made with very low phosphorus 
in the charge had not been left in the furnace long enough for equilibrium 
to be established, the same being true of the runs with very 
high phosphorus in the charge. The metal and slag analyses and the 
composition of the charge on the four runs which reached equilibrium 
are given in Table 9. 


TaBLE 9.—Metal and Slag Analyses and Composition of Charge 


Analysis at Equilibrium 
Metal Ch Sls J : 7 
cg Per ene Per Cent, Per Gents Slag 
0: Ip FeO P205 Metal 
Per Cent. | 
im Per Cent. Per Cent. 
FeO P205 
ff 7.00 100 0.0 4.99 LOD 24.5 
33 3.80 83.5 16.5 3.42 | 80.6 19.4 
34 | 5.50 84.5 Lone | 3.64 78.3 Ave 
35 (TAY) 86.5 | 13.5 | 3.87 Cio 22.9 


he 


The equilibrium constant, Kip = COCO? is 


Roun No. K\p 

ff 0.095 

33 0.089 

34 0.074 

35 0.097 
Average 0.089 at 2750° F. (F) 


when (P) = per cent. by weight. 
(8FeO.P205) = mol fraction 
(FeO) = mol fraction free FeO. 


. 
| 
| 


i - 
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Since the slags contained only FeO and ferrous phosphate, the free 
FeO could be easily calculated. To convert this constant to terms that 
may be used in comparison with open-hearth slag composition, we 
transfer mol per cent. to mols per 100-wt. units, the result being Kip = 
0.56 for these concentration terms. ; 
I We have assumed that all of the FeO in open-hearth slags is “free” 
; as far as reaction with the metalloids is concerned, and in calculating 
_ the amount of ferrous phosphate to be found in these slags we may use 
_ the “total FeO” as in the sections on chrbon’and manganese. Let us 
take an open-hearth slag analyzing 10 per cent. FeO, 2 per cent. Fe2Os3 
and 2 per cent. P2O;, with 0.020 per cent. P in the metal. The total 
mols of FeO are (0.139 + 0.038) = 0.177. 

(8FeO.P205) = (0.56) (0.02)? (0.177)§ = 0.21 X 10-® mols per 100-wt. 
units of slag = 0.30 X 10-7 per cent. P2O;. This is negligible compared 
to the total P.O; in the slag, which is practically all present as 
calcium phosphate. 


Plant Study 


The results for reaction 7 given in Table 10 have been obtained for 
finishing conditions in the open hearth. 


TasBLE 10.—Finishing Conditions 


Heat Sample | K,p X 10° | Temp., Degrees F.* 
Q 18.70 2890 
E 15.40 | 2920 
K 13.70 2865 
A 33 13.50 2895 
Ji 12.60 2900 
P | 8.15 2865 
Ss | 5.05 2930 
B 17 3.82 | 2920 
G | 2.24 3025 
H | 0.78 | 3045 

* Calculated from the manganese constant K’’yrn. 


i eee LEE EEEEEEEEE EE EEEEEEEEREEEEEESREED 


The results for this reaction during the lime boil are: 


Heat Sample Kp X 1075 Temp., Degrees F* 
B 8 | 309 2665 
E 2 | 114 | 2715 
A 8-16 94 2790 
PF 4. 40 2780 


cut 
* Calculated from the manganese constant K'’un. 


> 


temperature is 


under any slag conditions and at any temperature may be readily calcu- 
lated. 
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From this table, the effect of temperature cam be very plainly seen. 
Fig. 4 shows log (Ksp X 10~*) plotted against PS The heat of 


reaction, calculated as shown previously, is +209,000 calories per mol. 
This brings out clearly why phosphorus is so very readily eliminated at 
low temperatures. When high temperatures are carried in the furnace, 
either the basicity of the slag or its iron oxide content must be very high 
in order to carry out the desired elimination, whereas at low temperatures 
a large amount of phosphorus may be eliminated though the slag is very 
3.00 


~ 
o 
ro) 


(P, 0 5 
(P)?(Fe0)5(Cao)3 


wn 
ro) 


Log 


SVs 


rn) 
r=) 


Log (K_x10 


3P 


=) 
ot 
oO 


0.00 


28 29 30 3] 32 
1 5 
TR Abe” 
Fic. 4.—EFFECT OF TEMPERATURE ON PHOSPHORUS EQUILIBRIUM. 
weakly basic. The equation connecting the equilibrium constant with 


1 
log (Kap X 10-5) = (= x 10°) i 28.52) (+55): (Hy) 
From these results the amount of phosphorus that can be eliminated 


If it is desired to determine the amount of phosphorus that may 


be eliminated for a given phosphorus content of the charge, or, conversely, 
the allowable amount of phosphorus in the charge for a given phosphorus 
content at the end of the heat, the metal and slag weight, slag composition 
and temperature must be predetermined, or approximated. The utility 
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of this equation is being tested on a 200-ton furnace and the results to date 
_ are shown in Table 11. 


TABLE 11.—Phosphorus in Charge 


Heat No | NSGharge "| PSieta S| "Btaaised” «|Site? 
1 22.4 | 0.84 0.011 0.012 
P 31.0 1.540% 0.012 0.012 
3 25.0 1.25 : 0.010 0.010 
4 20.0 1.12 0.013 0.012 
5 19.0 | 0.84 0.014 0.013 
6 19.7 . 1.35 0.009 0.015 
z 22.0 1.00 0.010 0.010 


eee 


The method of testing is to calculate the amount of lime necessary, 
estimating the silicon content of the iron that is to be charged, to bring 
the phosphorus to about 0.012 per cent., and then correct for the actual 
silicon content of the metal when the charging has been completed, and 
compare the calculated phosphorus content of the bath with that obtained 
in the preliminary tests taken from the furnace. 

The iron oxide content of the slag is calculated from Fig. 3 by the per 
cent. carbon at which the heat is to be tapped and the tapping tempera- 
ture. The test is being carried out under normal operating conditions, 
and the results given above are on consecutive heats. An example of the 
general method of using the equation is given below. 

Example.—To determine the amount of phosphorus at the end of the 
heat for a given phosphorus content in the charge: 


Assumptions: 
Weight of charge = 250,000 Ib., with 0.10 per cent. P 
Weight of steel = 240,000 lb. 
Weight of slag = 25,000 lb. 
Available base = 0.800 mol per 100-wt. units 
Per cent. FeO in slag = 10.0 
Per cent. Fe,O; in slag = 3.0 


1 
Temperature = 2900° F., Ge wake * 105 = 29.8) 


From these assumptions, the mols FeO per 100-wt. units 2 as “ 0.196, 
and Ksp, from Fig. 4 or equation (H1) = 8.98, whence “(py = (8.9) 


(0.800) 3(1.96)® = 131. Expressing P20; as per cent. P instead of mols 


P.O, pnt = 8,130. The total pounds of phosphorus in the 
metal 
charge = 250. 
Let x = pounds of phosphorus in the metal. 
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Then (250—2) = pounds of phosphorus in the slag, whence 
(250 — x) (100) 
25, setae 
wT TC 8,130 
240, Pease 
Solving this equation, x = 25.2 1b. phosphorus in the metal 
250 — x = 224.8 lb. phosphorus in the slag, 
whence per cent. Pin metal = 0.0105 
per cent. P.O; in slag = 2.06 
This method is applicable to the range of slag compositions and 
temperatures given in this work. 


CONCLUSIONS 


1. The amount of residual manganese, excepting when the slag 
contains over 5.0 per cent. P2O;, is controlled by the total magnanese 
charged, the amount of manganese volatilized, the iron oxide content of 
the slag, the basicity of the slag, the slag volume, and temperature. 

2. The quantitative relationship between these variables, excepting 
volatilization, is: 


og 8? aam ((1 X10) ~ 2828) (,4) 
where Kya’ = a S(Available’Base) thee! rati 
Mn = (Mn) (FeO) ailable Base)°**, the slag concentrations 
being expressed as mols per 100-wt. units and the metal concentrations as 
weight per cent. 7’ = °F abs. 
3. From a consideration of the heat of the reaction 


Mn + FeO = MnO + Fe 


as calculated from plant data and as calculated from heats of formation 
at room temperature, the solubility of FeO increases 1.25 times as fast as 
the solubility of MnO for a given increase in temperature. 

4, The amount of iron oxide in the metal is not controlled by the 
residual manganese present. 

5. The amount of carbon in the metal depends on the concentration of 
iron oxide in the slag and on the temperature. 

6. At 2700° — 2800° F. the equilibrium constant for the reaction 
C + FeO = CO + Fein the metal phase is: 

(CO) 
(C) (FeO) 
when all concentrations are expressed as weight per cent. 

7. The solubility of CO in pure iron at 2700° to 2800° F. equals 
0.018 per cent. by weight. 


Ko = = 0.36, 
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8. The amount of phosphorus in the metal depends on the total 
_ phosphorus in the charge, the iron oxide content of the slag, the basicity 
of the slag, the slag volume and the temperature. 

9. The quantitative relationship between these variables is: 


=5\ (P205) yy 
log (Ke X 10°") = tay Gre0)* (Cad)? ~ 


1 5! 
((p X 105) — 28.52) Geet 
when slag concentrations are expressed as mols per 100-wt. units, metal 
concentration expressed as weight per cent. and temperature 7’ as 
degrees Fahrenheit absolute. 

10. The heat of the reaction 2P + 5FeO + 3CaO = 3Ca0.P.05 + 
5Fe equals + 209,000 calories per mol. 

11. The utility of the equation for the phosphorus equilibrium is 
being tested and the first results have given remarkable agreement 
between the predicted phosphorus content of the bath and that obtained 
on the heats tested. 
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DISCUSSION 


H. Sryri, New York, N. Y.—Herty states that calculation of equilib- 
rium in a steel melt by thermochemical methods is open to serious errors, 
because heats of reactions are largely unknown at the high temperatures. 
It should be remembered, however, that fair’extrapolations of known 
physical data can be made, so that when proper assumptions and correct 
methods of calculation are used, the results should at least give an 
approximation of sufficient accuracy for practical purposes. The writer 
calculated,’* for instance, that under CO gas of 1 atmosphere pressure and 
1600° C., the amount of carbon dissolved should be .009 per cent., which is 
equivalent to .021 per cent. CO in solution. (In a discussion for the 

Faraday Society, 1925, Herty has misquoted this value.) By experiment 
Herty found .018 per cent. With this agreement apparently both the 
writer’s thermodynamical theory and the experimental work have been 
properly developed. 

If wrong assumptions are made, no amount of correct physical con- 
stants can give reasonable results, except by accident, as for instance, 
when some kind of a formula is used for a reaction and calculation of a 
certain constant, and thereafter this constant is used for entirely similar 
reactions in the same formula. It is therefore plausible that Herty can 
get comparative results in some of his calculations. 

On the other hand, when he presumes that the concentrations of 
MnO and FeO in metal are directly proportional to all MnO and FeO 
in the slag and that all FeO in the slag is available for reaction with the 
metalloids, although evidently the available active FeO or MnO must 
depend on SiOz or P.O; present; when he further considers the lime boil 
period as equilibrium condition although both part of the lime and part 
of the metal are still unmelted and are furnishing a constant new supply 
of base to the slag and carbon to the melt, we can see cause why he 
found the heat of reaction of MnO twice as high as determined directly 
by experiment. 

From his Table 7 can be deducted that the dissociation of manganese 
phosphate and manganese silicate must influence the equilibrium con- 
stant. If we consider this dissociation and use the ‘‘active” MnO and 
FeO in the formula for determination of K, this correction should allow 
finding K constant for one temperature even with such variable slag 
composition as Herty gives. : 

His calculations seem to lead to another apparently contradictory 
conclusion, when he on page 1123 finds that asteel saturated with FeO (.97 
per cent. at 2700 to 2800° F.) can hold .052 per cent. carbon in solution, 
while he earlier in the same section, reports the solubility of CO to be 
018 per cent., as found by experiments. If this latter determination 
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was made under atmospheric pressure, it agrees fairly with the writer’s 
theoretical calculation, as referred to above, while the other composition 
given by Herty seems to be in error. 


C. H. Herry, Jr., Pittsburgh, Pa. (written reply to discussion).— 
Reference to page 215, paragraphs 2 and 3 of Dr. Styri’s paper,’® 
will explain the statement made by the writer as to the errors involved 
in a purely theoretical treatise on open-hearth reactions. 

In these paragraphs Dr. Styri calculates that the amount of manga- 
nese found in the metal on a given steel heat should be .70 per cent. when 
LeChatelier’s value for the heat of combustion is used, and .40 per cent. 
when Vologdin’s value is used. In the five heats given in the appendix 
of his paper the residual manganese is .06, .05, .04, .06 and .10._ Further- 
more, there was very little change in the manganese content of the bath 
for the last hour of working, showing that the manganese must have been 
very close to equilibrium. 

The value quoted by the writer in discussion for the Faraday Society 
is calculated from Dr. Styri’s paper, page 209, third equation on this page. 

The assumption that the concentration of FeO and MnO in the metal 
are directly proportional to all the MnO and FeO in the slag has been 
corrected by the basicity term in the equation for manganese equilibrium 
and is automatically corrected for in the phosphorus equation. The 
results showing log K plotted against 1/7 justify this assumption. 

In regard to the last paragraph of Dr. Styri’s discussion, there is no 
reason why both CO and carbon should not be in solution simultaneously, 
in fact there is every reason why they should. As soon as CO is dis- 
solved in pure iron the reaction CO + Fe — FeO + C takes place and at 
equilibrium, FeO, C and CO will be present in the iron. 
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Twenty-five Years of Metallography 


4 


By Wiuu1am Camppett, Sc. D., Pu. D.,*gNew York, N. Y. 


First I must express my deep appreciation for the honor of being 

privileged to give the Howe Memorial Lecture this year and at the same 
_ time my feeling of inadequacy to do justice to the subject. 

The first Howe lecturer was most fittingly, Professor Sauveur, his 
contemporary and friend, and the subject was beta iron. Last year the 
second Howe lecture was delivered by Dr. Mathews, one of his most 
distinguished pupils, who spoke on austenite. This year, the Howe 

Professor of Metallurgy was chosen to deliver the third annual lecture, 
and the subject ought to be martensite. 

No one but Professor Sauveur could have brought to life what was 
considered by many to have been dead and buried, and he so persuasively 
and convincingly proved to us by his experiments the existence of some- 
thing that the followers of that new cult ‘X-Ray and Crystal Structure”’ 
would have us believe is simply alpha iron. And Dr. Mathews from his 
wide practical experience was so easily able to convince us that austenite 
was not only the most wonderful of the iron-carbon series, but that it 
was the wonder alloy of the future. 

If I were to follow in the footsteps of my distinguished predecessors, 
I would talk to you about martensite. But when I had planned this 
lecture, I found that I was writing about Professor Howe and his work 
and his influence on the science of metals of today, and that martensite 
had become the secondary theme. And when finally I was obliged to 
choose a title, I remembered that it was in 1901 I came from Roberts- 
Austen with a letter of introduction to his very dear friend, Henry Marion 
Howe, at the Columbia School of Mines, to continue my work at the next 
bench to Dr. Mathews. Since then a quarter of a century has gone by, 
and during that time all branches of science seem to have been remade, 
so great has been our advancement in know:edge and discovery. And 
now that Metallography has finally established its place as an important, 
branch of science, with its own textbooks and literature, I would like to 
review what seem to me to be the most important advances we have made 
in the last 25 years. To do this, I would start with Howe’s “Iron, Steel 
and Other Alloys,” and end with Jeffries and Archer’s ‘‘Science of Metals.” 

In the preface of the former, Professor Howe wrote: 


My warmest thanks are due to the friends who have aided me with their counsel 
and knowledge. In particular, let me thank most sincerely Prof. Margaret HE. Maltby 


* Howe Professor Metallurgy, Columbia University; Advisory Metallurgist, 
U.S. Navy Yard, New York. 
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for examining the first seven chapters and the tenth, those relating to the genesis 
of alloys in general, and to the phase rule—and Dr. William Campbell, non-resident 
lecturer on Metallurgy, for much valuable information, for many of the micrographs 
and indeed for the original suggestion to write the book; though as to the last, my 
gratitude is somewhat mingled with reproach. 


While the book was mainly devoted to iron and steel, it was the first 
to attempt to set forth our knowledge of alloys from the newer viewpoint 
of physical chemistry, and to stimulate an interest in this branch 
of metallurgy. 

Another book I would like to mention, and quote from the preface is: 

“The Metallography of Steel and Cast Iron” by Henry Marion Howe, 
1916; ‘‘an introduction to the new science of microscopic metallography 
as applied to steel and cast iron and an extended study of the very new 
branch of that science, the mechanism of plastic deformation.”’ 


Though I try to explain and illustrate clearly the visible phenomena, my chief 
aim is to stimulate others to think profoundly, in order that some among them may 
in due time push discovery farther and farther beyond its present very early state. 

The true task of the teacher is to excite thought. Hence I do not hesitate to 
offer such hypotheses as I can devise, not in the belief—hope should not enter into 
consideration—that they will endure, but with the aim of stirring others to seek the 
truth by destroying them. This, I take it, is the true function of most hypotheses, 
and this purpose should be in the heart of every philosophic student. 


Coming next to Jeffries and Archer’s ‘‘Science of Metals,” we had a 
great store of facts about the structure and properties of metals, and 
alloys, and a few theories scattered throughout the literature. A great 
amount of work had been done on the effect of cold work and of annealing 
on the structure and properties of metals, but the hardening due to cold 
work and the hardening of steel by quenching, were two very different 
things, while duraluminum was considered by many to be a freak alloy. 
Jeffries and Archer set out to give the ‘Reasons Why” underlying the 
science of metals. ‘They set forth in a most logical manner the laws of 
grain growth and showed that ductility is due to ease of slip along certain 
crystallographic planes of weakness whereas hardening in all metals is 
caused by slip interference. Instead of there being anything mysterious 
about metals, once we accept the theories derived from X-ray analysis 
and atomic structure, the mechanism of deformation and of hardening is 
most simple. Professor Howe’s influence on this work is given in a 
recent letter from Dr. Jeffries, from which I will quote later. 

To cover the last 25 years of the science of metals would require ten 
times the amount of time allowed for this lecture, and I must be content 
with the mere mention of some of the outstanding points. This I will 
do under the following headings: 

(a) The structure of metals, the effect of strain and of annealing 

(b) The development of the iron-carbon diagram 
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(c) Martensite and the hardening of steel 

(d) Progress in our knowledge of the constitution of alloys, as exem- 
plified by the bronzes and brasses. 

To realize the state of Metallography at the beginning of the century, 
we have only to turn to the first four volumes of the Metallographisi 
edited by Professor Sauveur. I will mentidn a few of the outstanding 
papers therein: 


Ewing and Rosenhain: The Crystalline Structure of Metals.“ } 

Osmond: On the Crystallography of Iron.” 

Bakhuis-Roozeboom: Iron and Steel from the Point of View of the “Phase 
Doctrine.’’‘? 

Stansfield: The Present Position of the Solution Theory of Carbonized Iron. 

Stead: Iron and Phosphorous.‘® 

Charpy: Study of White Alloys Called Antifriction.‘® 


THE STRUCTURE OF METALS 


Just as Ewing and Rosenhain’s work marks the beginning of our 
modern knowledge of the structure of the non-ferrous metals, so does 
Sauveur’s work on iron” begin our study of abnormal grain growth. 

From 1899 to 1901 I had been studying the dendritic structure of 
metals and the effect of cold work on structure, at the Royal School of 
Mines. Unfortunately, it was not until the work was practically com- 
pleted that I became acquainted with Ewing and Rosenhain’s results. 

At the joint meeting of the Institution of Mechanical Engineers 
with the American Society of Mechanical Engineers at Chicago in June, 
1904, the author read a paper entitled ‘‘The Effects of Strain and of 
Annealing in Aluminum, Antimony, Bismuth, Cadmium, Copper, Lead, 
Silver, Tin and Zine.” This was a summary of various papers handed 
in by Sir Wiliam Roberts Austin in October, 1901, covering work done 
under his direction at the Royal School of Mines between September, 
1899 and June, 1901, and forming Appendix IV to the Sixth Report to 
the Alloys Research Committee. 

The structures found on the surfaces of small ingots were studied and 
the effect of slight strain was observed by examining the surface of a small 
bar or ingot after bending to a slight angle and straightening again. ‘The 
effects of great strain were found on examining the structure of ingots 
after hammering or rolling. The samples were then annealed, repolished 
and etched and the effects of annealing observed. 

In rolled copper the grains were drawn out and elongated but in the 
case of the softer metals such as lead, tin, zinc and cadmium, rolling or 
hammering was found to break down the original crystals and produce a 
finer crystallization. We now know that this is due to the fact that the 
equiaxing temperature of these soft metals is so low that rolling or ham- 


1 Numbers in parenthesis refer to list of books and publications on page 1175. 
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mering at room temperature is really hot working, hence the fine- 
grained structure. 

The amorphous metal hypothesis was set forth by Beilby“® in 1911 to 
explain the hardening due to cold work, and this was extended by Rosen- 
hain and Ewen“ in 1912. 

The effect of cold work and annealing in the physical properties of 
copper and brass was given in Grard’s admirable paper™® in 1909, and 
this gave us the type curves with which we are all so familiar. 

Howe’s “ Metallography of Steel and Cast Iron,” already referred to, 
was written in 1915. 

In 1915 Mathewson and Phillips’ paper“ before this Institute on the 
“Reerystallization of Cold Worked Alpha Brass on Annealing” caused 
a very general interest in the structure of metals. This was discussed 
by Jeffries and followed in 1917 by two other noteworthy papers, namely 
that by Jeffries” on ‘Grain Growth Phenomenon in Metals” and by 
Howe’ ‘On Grain Growth.” Lastly, we had Jeffries and Archer’s 
“Slip Interference Theory of Hardening” in 1921, and the whole subject 
was admirably set forth by them in their book ‘‘ The Science of Metals,” 
in 1924. The following summarizes what they say: 


Summary of the Slip Interference Theory of Hardening 


The metal at the grain boundaries is substantially amorphous, possessing the 
essential deformational and strength characteristics of typical vitreous amor- 
phous material. 

Plastic deformation below the temperature of recrystallization generates addi- 
tional amorphous metal at the boundaries of the original grains. 

Even the most severely cold worked metals are predominantly crystalline. 

The formation of vitreous amorphous metal on all slip planes, as postulated by 
Beilby, is not tenable. Further slip on ‘‘used’’ planes must occur in the course of 
maximum deformation. 

The importance attached to the specific hardness of amorphous metal as a cause 
of hardening has been greatly exaggerated. 

Strain hardness is caused by slip interference created by grain fragmentation of 
the original grains. 


Summary of Law of Grain Growth 
The laws of grain growth they have set forth as follows: 


The grain size of cast metals is usually smaller, the more rapid the rate of 
solidification. 

The grain size in cast metals which undergo no phase change in the solid state 
cannot be changed appreciably by heating below melting point. 

Grain growth in the solid state may occur in (a) worked metals; (b) compressed 
powders; (c) electrodeposited metals; (d) in iron when it changes allotropie form ; and 
(e) in alloys in which a new phase is formed in the solid state. 

The recrystallization temperature is lower (a) the greater the amount of defor- 
mation, (b) the smaller the grains prior to deformation, (c) the purer the metal, (d) 
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the lower the temperature at which the deformation is effected, and (e) the longer the 
time of heating. 

In any given metal the grain size, after complete recrystallization, is normally 
smaller the lower the recrystallization temperature. 

Above the recrystallization temperature, the grain size is normally greater the 
higher the temperature and the longer the exposure. 

The higher the temperature the more rapid the gtain growth. 

Certain conditions of non-uniformity sometimes give rise to the formation of 
abnormally large grains. This is ‘‘germination.” These are (a), grain-size con- 
trast; (b), strain gradients; (c), temperature gradients; (d), concentration gradients; 
and (e), obstruction gradients. 

The presence of foreign matter, or a second phase, introduces mechanical obstruc- 
tion to grain growth. Resistance increases as the quantity of foreign matter or other 
phase increases and as the particle size decreases. 

The presence of a certain amount of obstruction matter increases germination. 

The higher the germinative temperature, the larger will be the grains and the 
quicker will they form. 

The more rapid the heating through the germinative temperature range, at least 
within limits, the finer will be the grain size. 


Although Jeffries’ views on the manner in which germination occurs 
are generally accepted in this country, namely that it is a true recrystal- 
lization followed by abnormal grain growth of certain favored grains, 
another view has been put forward by Carpenter and Elam” from their 
study of tin and aluminum. Within a certain narrow range of cold 
work, grain growth occurs in certain grains by invasion of their neighbors, 
and this without previous recrystallization. When the cold work reaches 
a definite amount normal recrystallization occurs in heating to the equiax- 
ing temperature. The recent work in the production of single crystals 
of tungsten and of copper is of interest in this respect, and Edwards and 
Pfeil“ have produced enormous grains in carbonless iron, resembling 
those of Ruder“® in silicon steel. 


Although all of the rules of recrystallization and grain growth are apparently 
very simple, I have yet to understand just how grain growth actually takes place. 

Fig. 1 shows the structure of an ordinary condenser tube heated after the final 
draw to just the equiaxing temperature, but not held long enough to give complete 
recrystallization. Numerous new and tiny grains are forming at the old grain bound- 
aries and on the twin planes. Fig. 2 shows the structure of a fine-grained condenser 
tube. Fig. 3 shows a comparatively coarse one. 

Now on heating such annealed and equiaxed material above the last annealing 
temperature, the grains grow larger. Fig. 4 shows a tube heated for 15 min. at 
550° C. Fig. 5 is another piece held for 5 min. at 825° C. 

If these grains grow by absorbing their neighbors, why is not growth in geometrical 
progression instead of by uniformly progressive increase? Is there some kind of 
reorientation at each maximum temperature, or how must we explain this grain growth? 


NEUMANN BANDS 


These were first noticed by Neumann in 1848, when studying meteoric 
iron and were later found by Prestel in commercial iron. Howe dis- 
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Fie. 1.—Apmiratry TUBE, PARTLY RECRYSTALLIZED. <9, 
Fig, 2.—FINn-GRAINED TUBE. X90. 

Fria. 3.—CoOARSER-GRAINED TUBE. x90. 

Fria. 4—Tusn REHEATED To 550° C. x90. 
Fie. 5.—TuUBE REHEATED TO 825° GC. «90. 
Fies. 6, 7,,4np 8.—NEUMANN BANDS IN SWEDISH WROUGHT-IRON. X90. 
(RepucepD ONE-HALF. ) 
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cusses them at length in his “Metallography of Steel and Cast Iron”’ 
(page 415). In 1919 a Committee on the Investigation of Neumann Bands 
was appointed by the Chairman of the Division of Engineering of the 
National Research Council with a view to determine if possible the speed 
of breakage in the metal and to distinguish between fracture caused by 
an explosion and one caused by an ordinary niechanical strain. In 1922, 
this work was presented to the Institute ina paper by Foley and Howell” 
entitled ‘“‘ Neumann Bands as Evidenee of Actionof Explosives on Metals.” 
A further report is to be presented by Foley and Crawshaw at this 
meeting on “‘ Effect of Air Gap in the Explosion System in the Produc- 
tion of Neumann Bands.”’ 

Recently Rosenhain and McMinn“) read a paper before the Royal 
Society (March 1925) on the “Plastic Deformation of Iron and the 
Formation of Neumann Lines.”” Although the view generally held is 
that Neumann bands represent areas in which the alpha-iron crystals 
have become twinned as the result of shock, the authors find that they 
are really sections of plates or lamellae running through the crystals. 

Slip bands were produced in metal containing Neumann bands and 
were found to cross them in a more or less irregular manner, which seems 
to prove that the latter are not twins. 

Just how much shock is required to produce Neumann bands has not 
been definitely settled. They have been found in wrought iron after 
nicking and breaking with a sledge hammer, as well as in the decarbonized 
surface of forgings and castings after annealing, whose only shock has 
been that incidental to handling. 

The following micrographs are examples of Neumann bands found in 
Swedish wrought iron, in the neighborhood of the fracture. Fig. 6 is 
in a bar 34 by 15¢ in., Fig. 7 ina bar 746 by 3 in. about }4 in. from 
fracture, and Fig. 8, in the same near the fracture. 


Tur DEVELOPMENT OF THE [RON-CARBON DIAGRAM 


From Sorby’s time we have known that the iron-carbon series was 
complex. Sauveur’s first diagram” showed us the relation of ferrite, 
pearlite and cementite, and Roberts-Austen’s diagram®” indicated that 
with higher carbon content we could have either graphite or cementite 
as one member of the eutectic. Yet it was well known that cementite 
and graphite commonly occurred together. In 1900 Rooseboom pointed 
out that such an association could not occur in a system in a state of 
equilibrium and in order to satisfy the phase rule it was necessary to 
show a reaction at say 1100° C. between graphite and gamma iron (aus- 
tenite) to form cementite. On the other hand Stansfield“ maintained 
that at ordinary temperatures ferrite and graphite were the stable phases 
present. Later Benedicks®” summarizing the previous work including that 
of Heyn’? and of Charpy’* proposed a double diagram: (1), the stable, 
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austenite and graphite; (2) metastable, austenite and cementite. This 
was an excellent working hypothesis until Goerens’?® work showed that 
all pure cast irons solidified as austenite and cementite and that graphite 
was the product of the decomposition of cementite and was not an original 
constituent. Lastly came the work of Wittorf°® showing two new car- 
bides, Fe,C and FeCs. In this connection may be mentioned changes in 
the diagram proposed by Smits, Hanemann and others, all of which has 
been discussed by Guertler®® who proposed the new diagram given in 
Fig. 9. 

We have one stable and two metastable diagrams. In the stable 
diagram, the liquidus is shown by the curves ABCDE. Above 1960° C. 
we have liquid and FeC. which resembles graphite in appearance. At 
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Fic. 9.—IRON-CARBON DIAGRAM (GUERTLER). 


1960° C. the FeC, reacts with the liquid to form Fes3C, and at 1850° C. 
the remaining FeC, breaks down into graphite and Fe;C. At 1680° C. 
the Fe;C decomposes and liquid and graphite results. At 1360° C. a 
reaction between the liquid and the graphite results in the formation of 
FesC, which forms a eutectic with austenite at 1180° C. and 3.8 per cent. 
carbon at B. The Fe,C breaks down into graphite and austenite at 
1110° C., and then at 750° C. we have the eutectoid of ferrite and graphite 
with 0.7 per cent. carbon, at Q. 

The first metastable diagram is produced by suppressing the decom- 
position of the FesC at 1680° C. and continuing the curve ED to e where 
at 1135° C. the eutectic of austenite and cementite freezes with 4.3 per 
cent. carbon, followed by the eutectoid of ferrite and cementite at 0.9 
per cent. carbon and 710° C. or the point S. The second metastable 
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diagram is caused by supressing the reaction at 1360° C. and continuing 
the curve DC to d, which gives the eutectic of graphite and austenite 
at 1155° C. and 4.1 per cent. carbon, followed by the eutectoid of ferrite 
and graphite at 750° and 0.7 per cent. carbon as before at ©): 

Time will not permit discussing the details of this diagram, but it can 
be said that it explains many of our previous‘difficulties and harmonizes 
practically all of the previous work. 

Two further points must be mentioned. The first is delta iron, fore- 
shadowed by Ball and proved by Ruer and Klesper.°26 In the iron-car- 
bon diagram, at 1486° C. we have the reaction delta 0.07 per cent. © + 
liquid 0.38 per cent. C = gamma 0.18 per cent. C, as shown by the inset. 

The second is the line MO showing the transformation of beta into 
alpha or the magnetic change. Honda’s magnetic work‘? has shown 
that the line MO should be continued across the diagram as the line A,» 
indicating the magnetic change (maximum) in the whole system and that 
beta has no place on the diagram. 

The application of the X-ray to the study of crystal structure has been 
most helpful in developing our ideas of the iron-carbon and some of the 
iron-alloy series. The work of Bain and Jeffries, of Westgren and Phrag- 
men‘?®) may be mentioned in this respect. The crystal lattice of alpha 
iron is body centered, so is that of beta and of delta iron. Gamma iron, 
or austenite, has the face-centered lattice. In other words there are only 
two forms of iron and the beta change is not one of structure and therefore 
has no place in the diagram. In some of the iron-alloy series the alpha 
and delta fields are continuous and surround the gamma area.? 

Accepting all of these results our iron-carbon diagram still retains its 
former beauty, but alas, the same cannot be said of the iron- 
nickel diagram. 


Tur Autoys or [Ron AND NICKEL 


These alloys have been studied by the physicists on account of their 
remarkable physical properties, such as magnetism and coefficient of 
expansion. At elevated temperatures they form a series of solid solu- 
tions but show certain changes with fall of temperature. - From the study 
of meteorites Guertler predicted a eutectoid which was confirmed in the 
paper of Hanson and Hanson,?® whose diagram is shown in Fig. 10. 
Now the X-ray shows that the crystal structures of alpha and beta 
nickel are the same. Hence the curves PLM are not a change of phase 
but merely a magnetic change in the series, and have no place on 


the diagram.” 


2 A very clear and readable summary of the present state of X-ray crystallography 
is given by Zay Jeffries in the report of Sub-committee VI, of Committee H-4 on 
Metallography, Proc. Am. Soc. Test, Mat., 25, I (1925). 
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According to Kasé the magnetic analysis, microscopic and dilatometric 
examination as well as thermal analysis reduce the diagram to a very 
simple form and all that is left are the two lines 7X and HY, separating 
the two fields I and IT. 


MARTENSITE AND THE HARDENING OF STEEL 


Probably no subject has caused more discussion than the hardening of 
steel and the nature of martensite. In 1896, Professor Sauveur read a 
paper before the Institute on ‘“‘The Microstructure of Steel and the 
Current Theories of Hardening,”’ which led to wide interest in and dis- 
cussion of the subject. The genus metallurgist became divided into 
two groups, the allotropists and the carbonists, though a few took the 


I. Solid Solution 
of 7Fe and Nt 
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Fra. 10.—IRON-NICKEL DIAGRAM.? 


safe course and became carbo-allotropists. With the advent of the amor- 
phous theory of the hardening of metals, and the dawn of our ideas on 
atomic forces, other theories were developed and the practical man was 
lost in a maze of contradictions. 

The various theories of hardening were most clearly summarized by 
Professor Sauveur in his ‘‘ Metallography and Heat Treatment of Steel.” 
He divides them into two main groups: 

I. Retention theories, embracing the solution theories, the amorphous 
iron theory and the carbon theories. 

II. The stress theories, which include the early stress theory, inter- 
strain theory, twinning and amorphous theory. 


5’ Hanson and Hanson, Jnl. Iron and Steel Inst. (1920), II, 39; Hanson and Free- 
man, Jnl. Iron and Steel Inst. (1923), I, 301; T. Kasé, Sci. Rep. Tohuku I. Univ. (1925). 
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Under solution theories, we have two: 


Allotropic Theory of Osmond and Roberts-Austen, and later of H owe.—(1) The bulk 
of the iron passes from the gamma to the beta condition, hence the great hardness 
produced; (2) some of the beta is transformed to alpha, hence the magnetism; (3) a 
large proportion of the carbon probably as FesC remains dissolved in the beta iron : 
(4) the internal pressure created by the transformation of austenite into martensite 
or gamma into beta may contribute to the final hardness. 

Alpha Iron Theory of Le Chatelier and Guillet—On quick cooling through the 
critical range, the allotropic transformation from gamma to alpha is not prevented 
but the steel remains nevertheless in the condition of a solid solution of carbon or 
FesC in alpha iron, owing its hardness to its state of solution and its magnetism to 
alpha iron. They consider that the A: point is not an allotropic change, and that 
beta iron does not exist. 

The Amorphous Iron Theory of Humfrey—Hardness is due to the presence of a 
hard amorphous solution of alpha iron and iron carbide. This is based on the sup- 
position that the passage of a substance from one allotropic modification to another 
involves the temporary formation of an amorphous state, and if due to sudden cool- 
ing, the change point is lowered to a temperature below that at which crystallization 
in the viscous mass becomes difficult, then the amorphous form will be retained. 

The Carbon Theories.—(a) Hardening due to presence of hardening carbon stable 
only above the critical range; (b) sub-carbide theory of Arnold. Eutectoid steel above 
its critical point exists as Fe.sC, called hardenite. 

The Stress Theories.—(a) Hardening due to enforced solution of carbon in iron by 
sudden cooling (carbonists’ theory). Great internal strains result from transforma- 
tion of austenite to martensite with increased volume, producing hardening similar 


to that of cold working (A. Le Chatelier, Chary and Grenet). (b) Interstrain theory 


of MeCance: The whole of the carbon remains in solution while the bulk of the gamma 
is converted into alpha, but owing to the restricted mobility during quenching, the 
crystalline units are not homogeneously oriented and exist in a condition of inter- 
strain. (ce) Twinning and amorphous theory of Carpenter and Edwards: Quenching 
produces internal stress and forms numerous twins and hard amorphous 
layers (martensite). 


Now all of these theories were put forth before the end of 1914, and 
the next advance was the slip interference theory of Jeffries and Archer@” 
in 1921, which explains not only the hardening of metals due to cold work, 
but also the hardening of steel by quenching. The following summary 
is taken from the “Science of Metals.” 


The Essential Points in the Hardening of Steel 


Steel owes its hardness fundamentally_to"the absolute cohesion of the iron atoms. 

Pure iron and soft steel are relatively soft and weak because of the presence of 
crystallographic planes of weakness or potential slip planes in the ferrite grains. 

The increased strength and hardness of pearlite, as compared with pure iron are 
due largely to the increased resistance to slip in the ferrite grains offered by the 
hard cementite. Rie 

The increased hardness of sorbite and troostite, as compared with pearlite, is 
due to the refinement of the ferrite grains and the greater dispersion of the cement- 
ite particles. en) 

The increased hardness of martensite, as compared to troostite and sorbite, is 
due to a still greater refinement of the ferrite grains and, in cases of maximum hard- 
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ness, to the critical dispersion of the cementite particles. Carbon in solution or in 
atomic dispersion in the ferrite makes the ferrite of martensite somewhat harder 
than the ferrite of pure iron. 

The more rapid the cooling of austenite the lower will be the temperature of its 
transformation into ferrite and cementite. When the transformation takes place at 
or above the temperature of 600° C., both ferrite and cementite form, yielding pearl- 
ite, sorbite or troostite. If the austenite is preserved at a temperature less than 
about 600° C. it seems to be relatively stable until a temperature of about 300° C. is 
reached on cooling. 

When the austenite transformation is suppressed to about 300 per cent. or lower, 
the allotropic transformation of iron takes place independently of the carbide for- 
mation. Freshly formed martensite therefore, consists essentially of alpha iron in 
which the carbon is substantially atomically dispersed. Freshly formed martensite 
is apparently not quite as hard as martensite which has stood at room temperature 
for several days or has been given a mild tempering treatment. 

Carbon is very much less soluble in alpha iron than in gamma iron. The alpha 
iron of freshly formed martensite contains carbon atoms in atomic dispersion and is 
therefore saturated with respect to carbon. Equilibrium is brought about only by 
the precipitation of the carbon in the form of cementite. 

Carbon diffuses slowly in alpha iron at room temperature and diffuses more 
rapidly as the temperature is increased. The carbide therefore precipitates slowly at 
room temperature and more rapidly with rising temperature. 

It is postulated that freshly formed martensite is hard chiefly because of the fine- 
ness of the ferrite grains, but partly because the ferrite containing carbon is harder 
than pure ferrite. 

It is postulated that the increase in hardness of freshly quenched martensite on 
standing at room temperature or after mild tempering is due to the precipitation of 
cementite, the hard cementite particles “keying”’ the slip planes of ferrite grains. 

Heating tends to soften martensite because it tends to produce growth of the 
ferrite grains. 

Heating produces changes in the carbide which tend to harden the steel until 
critical dispersion of the carbide particles obtains, and further heating tends to soften. 

Growth of the carbide particles is considered to take place as the result of a slight 
solubility of carbon in alpha iron, which is greater the smaller the size of the cementite 
particles with which the solution is in contact. 

The mechanism of particle growth is such that the matrix, alpha iron, should 
approximately reach its equilibrium content of carbon before the laws of particle 
growth begin to apply. This suggests the nearly complete precipitation of the ear- 
bide at an early stage of tempering. 

Sometimes the composition of the steel is such that rapid quenching preserves 
austenite at room temperature, whereas moderate rates of cooling do not preserve 
austenite. The transformation of such austenite into martensite or another product 
of transformation on aging or tempering results in an increase in hardness. An 


increase in the hardness of a steel due to this causé is accompanied by an increase ° 
in volume. 


THE CONSTITUTION OF AUSTENITE, MARTENSITE AND TROOSTITE 


The application of X-ray analysis to the study of crystal structure, 
as well as the recent development of extremely high-power photomicro- 
graphy notably by Lucas,” has tended to,upset many of the old theories 
as to the nature of the constituents of hardened steel, 


amma 
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It is usually granted that austenite is a solid solution of gamma iron, 
but it is by no means agreed as to the condition of the carbon. Is it in 
solution as carbon or as iron carbide? Some hold that because carbon 
diffuses with ease in austenite, it must be in solution as carbon because 
the carbide is too bulky to pass through the erystal lattice. 

What do we mean when we use the tem martensite? To many 
writers martensite refers to the darker needles or the chevrons which 
occur in a matrix of austenite, while others consider it as the whole 
complex, chevrons plus matrix. ‘ 

Again troostite usually forms at the grain boundaries of the austenite 
with a globular radiating structure. This decomposition product we 
may call primary troostite. But have we strong enough evidence to 
prove that it is the same as the secondary troostite which occurs on 
tempering? Until we have, I think it would help to clarify the discussion 
if we kept them separate. 

It is generally admitted that martensite is alpha iron, but in what form 
the carbon occurs is still not agreed. Is it carbon or FC in solid solution 
or as a mechanical mixture? One group asserts that it is carbon in 
atomic dispersion, others that it is F;C in solution because on tempering 
F;C precipitates out, while still others hold that it is Fe;C in a very fine 
state of dispersion. Just where a solid solution becomes a mechanical 
mixture has not been generally decided. 

According to Jeffries, fresh martensite is fine-grained ferrite with 
carbon atomically dispersed. Hardness is due principally to grain 
refinement but partly to carbon. With aging and slight tempering, 
Fe;C forms and the maximum hardness occurs at the critical dispersion 
of this carbide. To most of us it would appear that the grain size of 
martensite is often coarse, but Jeffries has explained that his grain size 
is submicroscopic as indicated by the X-ray, and what we call the marten- 
site grain is really a pseudomorph after austenite. This explains why 
hardness has little to do with texture, e. g., steels quenched at various 
temperatures above Ac; reach a maximum hardness when the matrix is all 
fine martensite and generally show a falling off in hardness as the tex- 
ture coarsens. 

According to Matsushita and Honda,“*® there are really two kinds of 
martensite, alpha and beta, probably differing in the mode of distribution 
of the carbon atoms within the space-lattice of the iron atoms. Honda 
does not admit that martensite is very fine-grained, but accounts for the 
diffusion of the X-ray spectrum lines by microstrains which alternately 
increase and decrease the lattice distance. An, 

Whiteley,” discussing martensite and troostite, distinguishes four 
types of martensite as the carbon increases in steel: (1) up to 0.6 per cent. GC. 
(2) from 0.60 to 0.75 per cent. C, (3) 0.75 to 1.6 per cent. C and (4) over 
1.6 per cent. C. He also distinguishes between two types of troostite A, 
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the normal kind usually figured in text books, and M formed through the 
breakdown of separate martensite crystallites. 

Enlund®® investigated the structure of quenched carbon steels by 
means of change in electrical resistivity, and specific volume with anneal- 
ing temperature. He finds that all carbon steels quenched in water in 
the ordinary way contain some austenite (confirming Westgren and 
Phragmen’s work by X-ray analysis and that martensite in quenched 
steels is transformed into troostite through annealing at 100 to 200° C., 
whereas the austenite which is present in all quenched carbon steels does 
not decompose until it is heated to 200 to 300° C., the reactions being 
most marked at about 110° C. and 260° C. 

From the above all I can conclude is that while the theories of harden- 
ing were at wide variance in 1914, the newer theories, based mainly on 
X-ray analysis and crystal structure and our new knowledge of the 
structure and plastic deformation of metals, are not all in exact agreement 
‘and will not be until we first come to some agreement as to the terms we 
use and the limits of their meaning. 


EXAMPLES OF MARTENSITE AND TROOSTITE 


One of the criticisms of so much of our microscopic work on hardened 
steel is that our samples are all abnormal and are in the nature of freaks. 
For instance, we are asked what relation there is between an alloy of iron 
with 2!%9 per cent. of carbon quenched from 1100° C. in iced brine and a 
piece of normally hardened tool steel. But martensite and troostite 
occur in the whole range of steels, not only in tool steels but also in low- 
carbon steels which are used in everyday practice. 

Fig. 11 is a sample from a seamless boiler tube which exploded in a 
destroyer, X90. Here we have a martensitic grain of enormous size with 
fringes of troostite. Fig. 12 shows an area from the head of a marine- 
boiler rivet which failed, X90. The rivet was headed by a hydraulic 
riveter, resulting in an enormous martensitic grain, with typical troostite 
at the grain boundaries. Fig. 13 shows an area from another rivet head. 
Typical chevrons of martensite and equally typical troostite, 90. 
Fig. 14 is a third example of boiler rivet head. The troostite is now the 
dominant constituent and thin envelopes of ferrite appear at the grain 
boundaries, X90. 

Fig. 15 shows the structure of the head of a small deck rivet in which 
parts of two huge martensitic grains are seen, X90. Fig. 16 shows part 
of another grain of the same, X90. 

Such enormous structures are not confined to maltreated low-car- 
bon steels. We find them in tool steels as well. 

Fig. 17 is taken from the center of the cutting end of a rock drill and 
consists of martensite and troostite, X90. Fig. 18 shows the structure 
of some of the smaller grains, nearer the outside, X500. Martensitic 
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Fie. 11.—BuRstT BOILER TUBE. MarrEensitE. X90. 

Fig. 12.—BoILER RIVET. MARTENSITE AND TROOSTITE, x90. 

Frq. 13.—Samp. MarrENnsITE AND TROOSTITE. X90. 

Fra. 14.—Same. MARTENSITE, TROOSTITE AND FERRITE. X90. 
(REDUCED ONE-THIRD.) 
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grains with typical troostite boundaries and the beginning of the 
precipitation of ferrite. 


Pies. 15 anp 16.—Drcx RIVET, 


Fie, 17.—Broxken rock DRILL. MARTENSITE AND TROOSTITE. 90. 
Fig. 18.—Samn. Marrensirr, TROOSTITE, TRACE OF FERRITE. 500. 
(Repucep ONE-THIRD.) 


MARTENSITE, TRACE oF FERRITE. X90. 


IRON AND NITROGEN 


The question of the effect of 


nitrogen on steel has had frequent 
attention. On the one hand we 


make nitrogen the Scapegoat for the 
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embrittlement of steel, while others are developing methods of case 
hardening by nitrogen. Mention may be made of the work of Comstock 
and Ruder®® in this country and of Fry“? abroad. 

The iron-nitrogen diagram was presented by Sawyer®® to the Institute 
in 1923. Fig. 19 shows a eutectoid at 1.7 per cent. N. and about 610° C. 
At the eutectoid temperature iron holds 0.1 pér cent. N in solid solution 
but only 0.03 per cent. at normal temperature. The excess precipitates 
out as nitride needles on cooling. The following illustrations are taken 
from a very homely source, a failed wrought-iron boiler tube that split 
in use. 

Fig. 20 shows the structure at the inner surface X90, and resembles 
ferrite and pearlite. The dark areas however are not the carbide but 
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Fig. 19.—IRON-NITROGEN DIAGRAM SHOWING A EUTECTOID AT 1.7 PER CENT. NITROGEN, 
(SAWYER) 


the nitride eutectoid. Fig. 21 is taken from the center, and no longer 
resembles our usual ferrite and pearlite of low-carbon steel, X90. Fig. 
22 from the outer surface is similar, X90. 

Fig. 23 shows the details of structure which are quite different from 
pearlite and ferrite, X500. Fig. 24 shows an area richer in ferrite, 500. 

On heating this material to a cherry red for 30 min., practically all 
of the nitride disappears. 

Fig. 25 shows the center of astrip of tube, one end of which was reheated 
and the other kept cool; X90. There is a marked change from Fig. 21; 
a similar area, and nothing now remains but ferrite and small slag inclusions. 


Tue STRUCTURE OF ANCIENT ARMOR 


Some years ago, my colleague, Dr. Bashford Dean, curator of armor 
at the Metropolitan Museum, became interested in the structure of old 
armor. He supplied a number of authentic samples, which were most 
skillfully mounted and prepared for microscopic examination by Alfred 
de Forest, who was working in my laboratory at that time. From 
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Fic. 28.—GerrMan THIGH PLATE, 1500. X90. 
Fries. 29 ann 30.—SuHor, 1515-1525. X90. 
Fics. 31 AND 32.—Gorsic JAZBRAN THROAT PLATE. X90. 
Fics. 33 AND 34.—GmeRMAN ARM GUARD, 1530. X90. 
Fi¢. 35.—Lec-piece, 1580-1600. X90. 

(REDUCED ONE-HALF.) 
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them I have chosen a few which serve to illustrate the wide variations in 
structure and which show very beautifully many of our comparatively 
recent discoveries such as grain growth and germination, Neumann bands 
and ghosts. 

Fig. 26 is a cross-section of a wrist piece, X 450, made by the Missaglia 
brothers about 1460. This is from the case-hardened outer portion and 
shows martensite, troostite and ferrite. Fig. 27 shows another area 
less deeply etched, «450, with the same constituents. 

Fig. 28 is a cross-section from a German thigh-plate dating from 1500, 
X90. This is evidently not case hardened but is a natural steel of very 


Fic. 36.—ENGLISH SHOULDER PLATE. 450. 


heterogeneous structure. Under a higher power the dark areas are 
tempered martensite. 

Fig. 29 shows a section of a Maximilian shoe of about 1515 to 1525, 
x90. Here we have abnormal grain growth or germination as marked 
as in our laboratory samples. Fig. 30 is another area of the same metal, 
x90, etched with 4 per cent. nitric acid in alcohol, which brings out the 
phosphorus banding in the coarse ferrite area and in addition shows 
numerous Neumann bands. 

Fig. 31, shows a cross-section of a piece of Gothic Jazeran throat plate, 
x90, etched with 4 per cent. nitric acid in alcohol. An inner core of 


WILLIAM CAMPBELL 1155 


enormous grains of ferrite is shown, with an inner and outer surface of 
fine grain containing a little carbon. 

Fig. 32 is another section, X90, the coarse grains being full of 
Neumann bands. 

Fig. 33 is a cross-section of a German arm guard of about 15380, 90. 
At the surface the grain is extremely fine but the center is very coarse 
ferrite etching with a peculiar grain boundary similar to that in com- 
mercial wrought-iron boiler tubes that have been overheated in service. 
Fig. 34 is another section of the same, X90. Here the grains are even 
coarser and several Neumann bandsareseen. Fig. 35 is from a leg piece, 
1580-1600, probably English, X90. The outer surface is carburized 
but not hardened. The interior is low-carbon with numerous high- 
phosphorus bands or ghosts, a poor quality of iron judged by our 
present standards. 

Fig. 36 is a piece of English shoulder plate, 450. The metal is 
low-carbon and has a typical ghost or high-phosphorus band through the 
center. The phosphorus is so high as to produce the light elongated 
globules in the center, a condition rarely met with today even in the 
poorest samples of screw stock. 

An examination of this old armor makes us discount our old ideas 
about superlative quality and at the same time increases our admiration 
for the workmanship, for the armorer must have had great skill to produce 
the intricate shapes out of such poor material. Furthermore the fre- 
quent occurrence of Neumann bands leads to some speculation as to the 
hard knocks the wearer had to put up with. 


MartTensitic StRucTURE IN NON-FERROUS ALLOYS 


It often happens that the reputation of a man is built on one phase of 
his work, while his other interests in time are forgotten. This is so with 
Professor Howe, of whom we are beginning to think in terms of his work 
in the “Metallography of Iron and Steel.” We forget his early work as a 
practical copper metallurgist. When I came to Columbia I found he 
was keenly interested in the copper alloys. One experiment I particu- 
larly remember was making diffusion alloys of copper and aluminum and 
examining their structure. Dr. Matthews and I had already played with 
thisseries inLondon. It was found that at the copper end they resembled 
the bronzes showing two phases alpha and gamma with a eutectoid 
between. They were peculiar in this respect, that the eutectoid only 
developed on slow cooling, whereas when cooled in air and when quenched 
martensitic beta was preserved. 

Fig. 37 shows one of these early diffusion alloys, cooled in air, X33. 
In the lower part we have the dendrites of alpha passing up into marten- 
sitic beta. In the upper part dark etching dendrites of gamma grow down 
into the beta. On annealing the beta is replaced by a pearlitic eutectoid. 
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The resemblance of this series to the ferrite-cementite series was 
noted in the ‘Progress of Metallography for 1902” in Mineral Industry 
and illustrated by micrographs of air-cooled, quenched and tem- 
pered samples. 

The effect of rate of cooling on the hardness of these alloys and their 
constitution is shown in Fig. 38. The maximum at 10! per cent. Al 
and minimum at 1214 per cent. Al are very striking. The constitutional 
diagram ®® shows that alpha is saturated at 10 per cent. Al, that from 10 
to 1214 per cent. Al we have alpha grains in increasing amounts of eutectoid 


a, NE 
Fic. 37.—A DIFFUSION ALLOY OF COPPER AND ALUMINUM, COOLED IN AIR. X33. 


when slowly cooled and that from 12!4 per cent. Al up to 16 per cent. 
the gamma increases and the eutectoid decreases. 

The dotted line bv is the boundary of the cored alpha in sand-cast 
alloys and the dotted horizontal vw is the eutectoid-beta change in 
ordinary heating say at 560° C. The effect of the rate of cooling and the 
occurrence of martensite is well shown in the following illustrations. 

Fig. 39 is an alloy containing 10.2 per cent. Al., a 50-gm. melt cooled in 
the crucible, X450. It consists of alpha grains in a matrix of martensitic 
beta. On slow cooling in the furnace or on annealing just below the 
eutectoid line the beta breaks up into the eutectoid of alpha and gamma. 
Quenched from 900° C. the structure is entirely martensitic as in Fig. 41 
and the hardness is more than doubled. 


——- 


WILLIAM CAMPBELL IW 


Fig. 40 shows an alloy with 11.6 per cent. Al annealed at 800° C. and 
slowly cooled in the furnace, X90. It is almost of eutectoid composition 
as there is only a small amount of white alpha rods and grains present. 
The matrix resembles pearlite and is composed of fine plates of gamma 
in alpha. Fig. 41 is the same alloy quenched from 700° C. and is mar- 
tensitic beta, X90. The hardness is about the same as that of the 
furnace-cooled alloy. 

Fig. 42 shows the structure of a 50-gm. melt cooled in the crucible 
in air, X450. The junction of three martensitic grains are seen with a 
small amount of alpha precipitating at the grain boundaries. 
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Fig. 38.—ALUMINUM BRONZE DIAGRAM. BRINELL HARDNESS, ANNEALED AT 900° C., 
AND COOLED IN DIFFERENT WAYS. 


The variation in hardness of these quenched alloys with the aluminum 
content is apparently anomalous unless we explain it by the slip inter- 
ference theory and say that at 10!4 per cent. Al we have maximum 
interference to slip due to critical dispersion of gamma in the martensitic 
structure. Beyond this point the gamma becomes coarser and coarser, 
and in spite of the increase in amount there is less interference to slip. 
Beyond 1214 per cent. Al, it is the actual hardness of the gamma that 
causes increase in hardness. 

Comstock and Corse’ have shown that the 10 per cent. aluminum 
bronze is markedly improved by the addition of 1 per cent. of iron. 
Further improvements can be made by small amounts of nickel, manganese, 
etc., as in the case of manganese bronze. These improvements are very 
marked in alloys after quenching and tempering as the figures in Tables 


1, 2 and 3 show. 
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Fig. 39.—10.2 PER cENT. AL, AIR-COOLED, MARTENSITIC MATRIX. 450. 

Fia. 40.—11.6 per cent. AL, FURNACE-COOLED FROM 800° C., PEARLITIC. X90. 

Fic. 41.—SamMeE, QUENCHED FRoM 700° C. Marrensrric. x90. 

Fig. 42.—SaMm, AIR COOLED, MARTENSITIC. 450. 

Fig. 46.—Cv 80 pur cent., SN 20 PER CENT. CHILL-CAST; ALPHA AND EUTECTOID, 
X500. 

Fig. 47.—Same. ALPHA AND BETA. 500. 

Fics. 48 AND 49.—ALPHA AND MARTENSITIC BETA. 500. 

(REDUCED ONE-THIRD.) 
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The alloys were cast centrifugally and the cylinders cut and flattened hot and 
then the test pieces were machined out. Unfortunately, the threaded portions of 
the test bars had very sharp threads and several bars broke in the grips. However, 
there are enough figures to show what can be expected of this material, which has a 
remarkable resistance wear. Structurally the first alloy resembles that shown in 
Fig. 39 while the second and third are like Fig. 42, when air-cooled or quenched 
and tempered. ¥ 
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TaBLE 1.—Centrifugal Cast No. 1 
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* Taste 2.—Centrifugal Cast No. 2 


(Cu 81.49 per cent., Al 10.68 per cent., Fe 4.25 per cent., Ni 3.58 per cent.) 
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-8 | 800° C., draw 400° C., 30 min..............| 97,000 | | 
~9 | 800° C., draw 400° C., 30 min..............| 101,540 Sms Te 
=10 |800° C., draw 500° C., 30 min... .... .. 2. .} 119,250 | | — {300 
-11 | 800° C., draw 500° ch 30anince) Verne Seem tony on Bees oy 
—4| 800° C., furnace cool..................:...| 80,300) 55,400) 3.0) 4.3165 
—5 | 800° C., furnace cool. . .+.......| 75,200) 50,400) 2.0) 3.8)165 
54-3 Guewely at 850° C. ine 445° O. , 30 min. 66,800 31,100 0.0 0.8 286 
—2 | Quench at 850° C. Draw at 610° C., 15min. 93,500 63,150 4.0 6.6200 
~1 Quench at 850°C. Draw at 650° C., 15 min. 104,650 32,650 5.0 6.6281 


Notr: Samples 8, 9, 10 and 11 broke in the threaded part of the test pieces. 
The broken pieces were turned down to smaller size and again pulled. Nos. 8 and 
9 again broke in the threads at the load given in the table. Nos. 10 and 11 broke in 
the reduced section which however was too small to determine the yield point or 
elongation. 


TaBLE 3.—Centrifugal Casi No. 3 


(Cu 79.01 per cent., Al 10.54 per cent., Fe 3.09 per cent., Mn 1.62 per cent., Ni 3.64 per cent.) 


4 4 Rema 

Sl hae yea ee |e 

CBX Treatment i AS cis 8 | 2 

Stal ea | an | es Zo 

hes erate ual ~8 | <5 | aS 

| aiA 4 | ho oe | a7 

SLT HRASECAS I 5 wate Meteo Secpeutets o oepe Ta Tee ease | 94,500) 37,350111.0 11.1)165 

52 | Forged at 675° C., then quenched at 675° C. / 106,800 41,900 6.5) 9.5185 

68-1 || AS Cast. i. fii nasoen a ee sek Gee 1 Feel Os OO] Gl, SOO Omen sueranlso 
=a C00” Cy, 21. mone Quen ches on ke eee 94,000 51,700) 5.0! 9.7/170.6 
= BA BOOM Site Si ive teehee a oe ge at en ee 102,900) 57,200. 8.010.5 170.6 

=6)/ 800° G.. draw S10° CG. S0"min, .ue eee 101,800 45,000 8.010.4170 

~7 | 800° C., draw 310° C., i MUNG sees eee 101,800 42,600, 8.0} 9.7)170 

=) 9007 Cs, draw 400-'C:, 30) mine eee | 99,600 48,800 5.5) 7.0185 

=9 | 800° C., draw 400° C., 30) min. )......5-... 94,900! 50,200) 5.0} 9.0/170 
LOW SO0 MCs draw H00> C2. 30) snii en | 99,700; 50,200) 7.5) 7.8)177.4 
Salah Oe Ga, Clty OO (Csi vin. a ca cae 99,200, 51,200) 8.5)10.7|170.5 

4. S300"C. and! furnace ‘cools...545 ane eed 84,800 53,700) 7.011.6 159 

=o oO0m Gz, ,and tum ace: COOle mere ie eee 90,600 51,200) 8.510.8159 
es ee ee ee ee eee 
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PROGRESS IN OUR KNOWLEDGE OF THE CONSTITUTION OF ALLOYS 


Twenty-five years ago our knowledge of the constitution of alloys 
was confined to microstructure and one or two simple curves. Of the 
complex series such as the brasses and the bronzes we had only the 
liquidus curves of Roberts-Austen and Stansfield. The liquidus and the 
transformations in the solid had not been determined until the remarkable 
paper on the copper-tin series by Heycock and Neville.“Y This work 
gave a new impetus to the study of the’constitution of alloys in general. 

Having determined the liquidus and solidus for various systems, some 
of the more painstaking workers turned their attention to the accurate 
determination of the solubility curves in the solid state, and the results 
marked a further advance in our knowledge. As an example of this, I 
might mention the solubility curve of CuAl; in Al, from which Merica“*”) 
and his associates explained the hardening of duraluminum, a marked 
advance along the road to the slip interference theory of hardness. 

As an example of the constant changes in constitutional diagrams 
made necessary by new work we have only to consider the copper- 
tin series. 

In October, 1899, the author started work in Roberts-Austen’s labora- 
tory at the Royal School of Mines with a view to explain the complete 
freezing-point curve of the copper-tin alloys of Roberts-Austen and 
Stanfield, published in the Fourth Report of the Alloys Research Com- 
mittee, and to note the change of structure due to casting and rapid 
cooling. The results of this work were published in December, 1901, as an 
appendix to the Reports of the Alloys Research Committee,“” and appear 
very crude alongside those of Heycock and Neville.“” They did, however, 
show the existence of the eutectoid at about 26 per cent. of tin and of a 
second eutectoid structure in the alloys around 34 per cent. of tin. 


And here I would like to pay tribute to two kindly gentlemen, for when Heycock 
and Neville discussed the paper at the meeting, they said they were very much inter- 
ested in the paper because it showed that two sets of workers had been going over 
the same ground quite independently and simultaneously, and wherever their experi- 
mental methods were comparable they seemed to have obtained the same results, 
but they had taken advantage of the theory of Prof. Bakhins Rooseboom, con- 
cerning the manner in which complexes solidified when they formed solid solutions, 
and by means of that theory they were able to state the results in a form which, 
though still difficult, was perhaps a little easier to grasp. They could just as easily 
have said that I knew nothing about the physical chemistry of solutions and there- 
fore could not interpret the results I obtained, which would have been no more than 
the truth. We sometimes forget that such kindly interest is like manna from heaven 
to the young beginner who needs all the encouragement we can give him. 


Just as Roberts-Austen’s diagram settled once for all the liquidus 
curve, so the Heycock and Neville diagram forms the basis of the solidus 


and changes in the solid. 
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In 1906, Shepherd and Blough® who had been working under Bancroft, 
published their diagram and explained the horizontal or the solidus at 
740° GC. which Heycock and Neville left in doubt. Furthermore they 
placed a new eutectoid at about 575° C., when gamma breaks up into 
beta and delta. 

Corey“*®) in 1915 worked on the limits of the beta + gamma field and 
the transformation of gamma into beta + delta. In 1913 Hoyt,“*® con- 
tinuing with Hanemann and Guertler, work started at Columbia, found a 
transformation in the alpha + beta field at 590° C. This has been 
explained in three different ways. Bauer and Vollenbruck“” show it as a 
eutectoid of alpha and gamma, Stockdale, “‘® 1925, as a transformation in 
the beta itself, while Isihara‘“’® shows it as a transformation in the alpha. 

Fig. 43 is the diagram of 1915, showing the two eutectoid changes at 
H and I, and the limit of the alpha field at Abzho2m. For alloys cooled in 
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Fig. 44.—Copprer-TIN DIAGRAM.4 


air or sand castings, the lower eutectoid is given to the broken line hyH’h; 
and the boundary of the alpha field (unsaturated) by the line Abshan, 
for beyond this the eutectoid is found in castings. Isihara’s diagram, 
Fig. 44, shows the heat effect at 580° C. as a transformation in the 
alpha. Another remarkable point about this diagram is the breakdown 
of gamma into a eutectoid at 580° C. 

Stockdale in 1925 found the point b» at 13.3 per cent. Sn and 799° C., 
the eutectoid hh, at 518° C. and the saturation point of alpha at 16 
per cent. Sn. The change at 590° C. is due to a polymorphic transforma- 
tion in the beta phase. Fig. 45 shows Bauer and Vollenbruck’s diagram 
to which have been added Stockdale’s alpha boundary as well as Hough- 
ton’s®® (1921) results on the tin-rich side. 

Comparing these diagrams there are two main points of difference: 
First, the transformation in the alpha + beta field at 590° C. may be (a) 


4'T. Isihara, 1924. 
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a polymorphic change in the alpha; (b), a polymorphic change in the beta; 


? 


(c), the transformation of beta into a eutectoid of alpha and gamma. 
Second, the directional change of the beta + gamma field. In the older 
diagrams the gamma breaks up into a eutectoid of beta and delta Ls 
Fig. 43). This is missing from the two later ones and, (a), beta breaks 
up into a eutectoid of alpha and gamma (R, Fig. 45) or, (b), gamma breaks 
down into delta + eta (Fig. 44). 


Several years ago an attempt was made to settle the beta change by taking a 
small chill casting about 2 in. long containing 20 per cent. Sn and heating one end 
to the melting point while the other was held in water, and then quenching. The 
piece was polished and etched with ammonia and peroxide and then stained with 
Grard’s solution (ferric chloride). 

Fig. 46 shows the structure of the metal up to the lower change point (518° C.) 
and consists of cored alpha in matrix of fine eutectoid of alpha and delta, <500. 
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Fic. 45.—CoppER-TIN DIAGRAM.® 


Fig. 47 shows the structure of the metal quenched in the range 518 to 590° C., cored 
alpha in a plain beta matrix. Fig. 48 shows the metal quenched above 590° C. alpha 
in a matrix of martensitic beta, and in Fig. 49, metal heated to near the melting point, 
much of the alpha has gone into solution and the beta is now strongly martensitic. 
If, however, the same experiment is performed on metal with a coarser structure 
is used, the transformation at 518° C. isnot assharp. A piece of slowly cooled metal 
of 20 per cent. Sn was heated differentially and quenched as before. Fig. 50 shows 
the structure of the original metal, alpha grains in a matrix of coarse eutectoid. Fig. 51 
shows the area heated to just over the lower transformation point. Much of the delta 
remains unabsorbed and the matrix is now a mixture of beta and delta. In Fig. 
52, the metal was heated somewhat hotter and now only the coarsest of the delta 
remains unabsorbed. Fig. 53 shows the change practically complete and the matrix 
is beta. There is no sign of a eutectoid structure. Fig. 54 was heated above the 
590° C. change and the beta is now martensitic; in Fig. 55 the metal reached 


6’ Hoyt. Jnl. Inst. Metals (1913), X, 225; Bauer and Vollenbruck. Ztschr. f. 
Metallkunde, 25, 119; Stockdale. Jnl. Inst. Met. (1925), H; Haughton. Jnl. Inst. 
Met. (1918), I, 222 (1921), I, 309. 
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. 20 PER CENT. SAND-C 


AST; ALPHA AND EUTECTOID. 


ME; ALPHA, BETA AND DELTA. 500. 
iA AND BETA. 500. 

-— ALPHA 
5.—Cwt 65 PER cE 
Fig. 57.—Same: DELTA, 


AND 9 


AND MARTENSITIC BETA. 500. 
NT., SN 35 PER CENT: DELTA AND “‘EUTECTOD.” x 90. 
- EUTECTOID”’ anp Cu;s8n. x90. 

(REDUcED ONE-THIRD. ) 


WILLIAM CAMPBELL 1165 


the neighborhood of 799° GC. and much alpha was absorbed by the beta which is 
still martensitic. ; 

The above seems to confirm the idea that the heat effect at 590° C. is due to a 
transformation in the beta (which is martensitic when quenched above 590° C.), 
but why is it confined to the alpha + beta field? 

The second point of difference is more difficult to unravel. That a eutectoid- 
like structure occurs around 34 to 35 per cent. Sn has been known since 1900. Yet 
Isihara is the first to show such a change in the diagram, all previous ones making 
gamma precipitate eta until it reached the composition 31.8 per cent. Sn when it 
transformed into delta or CusSn. The following figures illustrate the occurrence of 
the eutectoid structure. 

Fig. 56 shows an alloy containing 35 per cent. Sn annealed and slowly cooled 
in the furnace, X90. The light areas are delta, or Cu,Sn, in which are patches with 
a pearlitic or eutectoid structure. 
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Fig. 58.—CoPrrrr-ZINC DIAGRAM.® 
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Fig. 57 shows another area containing light areas of delta or Cu.Sn, dark patches 
of eta or Cu;Sn with only a few small areas with the eutectoid structure, 90. Accord- 
ing to Isihara’s diagram this alloy ought to consist of Cu;Sn or eta and eutectoid. 
Until further evidence is produced we must accept the older diagrams as correct. 

To settle these questionable eutectoid points, a diffusion alloy about 2 in. high 
and 2 in. wide was prepared so that the composition varied from pure copper at the 
bottom to 38 per cent. Sn at the top, and a thin section cut out. One side was heated 
to the melting point while the other was held in water in order to show in one piece 
all of the transformations up to 38 per cent. Sn. Unfortunately the corner corre- 
sponding to 30 to 38 per cent. Sn and from say 600° C. to the liquidus, broke up into 
small pieces on quenching and these could not be fitted together again. Imperfect 
as this was there was evidence that the eutectoid occurred at I. As soon as time 
permits this will be repeated, first mounting the specimen in a frame to prevent 


shattering on quenching. 
6 Shepherd, 1904; Mathewson, 1917; Genders and Bailey (bz by), and Gayler 
(bdhtkm), 1925. 
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¥ The Brasses 


To Roberts-Austen and Stansfield“ we owe the liquidus curves. In 
1904 Shepherd’s diagram) showed the transformations in the solid, and 
the limits of the various fields. In Fig. 58 the line b2bs is the solubility 
curve of beta in alpha, while bibs and cicz are the limits of the beta field. 
Roberts-Austen and Stanfield found a heat effect in the alpha + beta 
field about 450° C. which Shepherd could not confirm. 

Carpenter and Edwards* in 1911 however found this transformation 
extending from the alpha to the gamma boundaried and interpreted it as 
a breakdown of the beta into a eutectoid of alpha and gamma. 

In 1917, Mathewson and Davidson“** redetermined the beta field 
boundaries and showed that the heat effect at 450° C. wasa transformation 
in the beta. 
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Fig. 59.—THm BRASSES, TRANSFORMATION IN BETA (GAYLER). 


Until recently 3614 per cent. Zn has been taken as the solubility of 
zine in copper or the limit of alpha, as shown in Fig. 58 where bb; is 
drawn to indicate the boundary between the alpha and the alpha + beta 
fields in castings. 

In 1925, Genders and Bailey“ redetermined this boundary and showed 
the limit was 39 per cent. Zn, while Marie Gayler“® redetermined the 
beta field and the transformation temperature in the beta (Fig. 59). 
Thus the brasses being less complex than the bronzes have been satis- 
factorily explained by the thermal diagram. 

Unfortunately, however, Westgren and Phragmen,” 1925, have found 
by X-ray analysis that the thermal effect in the beta at 450° C. is very 
probably not a polymorphic change, neither is it a breakdown into 
alpha + gamma, so that for the present its meaning must be left in doubt. 
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The Ternary Diagram of Copper with Zine and Tin®® 


Due to the fact that so many brasses contain tin and numerous cast 
bronzes contain more or less zinc, a knowledge of their constitution 
is important. With the changes in the CuSn and the CuZn diagrams in 
respect to the saturation points for alpha similar changes must be made in 
the ternary diagram shown in Fig. 60. Here the alpha + beta field 
corresponds to the Muntz metal type of alloys, and the alpha + eutectoid 
field represents the gun metal type. - Between the two is a field in which 
the alloys consist of alpha + beta + eutectoid or alpha + beta + 
gamma. It is probable, however, that this is not in a state of equilibrium 
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Fig. 60.—CopPER-ZINC-TIN DIAGRAM. 
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because it was determined by annealing above the temperature at which 
the eutectoid change occurs followed by slow cooling. To arrive at 
true limits determinations will have to be made on small chill cast ingots 
quenched and then annealed for a long time just below the transformation 
points in order to ensure the complete breakdown of the beta. 


Causes of Failure in Brasses and Bronzes 


One of the serious troubles that have been encountered in the past 
has been the mysterious cracking and failure of cold-worked brass con- 
taining over 25 per cent. Zn. This so-called season cracking was dis- 
cussed in 1914 by Heyn®® and very thoroughly in 1918 by various 
authorities,“ especially that phase relating to cartridge brass, and is now 
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no longer a mystery. But in the cast bronzes and brasses we still encoun- 
ter troubles such as porosity, shrinkage cavities, intergranular films and 
weakness, which are all below the surface. The usual specification for 
gun metal (88Cu.10Sn.2Zn) calls for 30,000 Ib. per square inch tensile — 
strength in a sand-cast test-bar and yet 50,000 Ib. with 30 per cent. 
elongation in 2 in. is not unknown in well-poured metal. 

Fig. 61 shows a section cut from a gun metal casting with a tensile 
strength of 37,650 Ib. per square inch and 16 per cent. elongation in 2 in., 
450. It consists of cored alpha with small evenly distributed patches 
of the eutectoid surrounded by saturated alpha. The cores of the alpha 
are full of slipbands, because the specimen was cut from the threaded end 
of the text-bar. 

Fig. 62 shows an area in a piece with 22,900 Ib. per square inch tensile 
strength and 4 per cent. elongation, X450. At the grain boundaries 
are films and partings which account for the poor physical properties. 
Such a test-bar has a dull reddish-gray fracture and the explanation 
usually given is that the metal is oxidized and due to poor melting. 
Now the oxide formed in poor melting is SnO2 as Heyn‘*? showed many 
years ago, because the Cu.O formed in melting the copper is reduced by 
the addition of tin. The tin oxide formed occurs in small grains or 
crystals and is comparatively harmless. That such is so can easily be 
demonstrated. If copper is melted in air so as to be well oxidized and tin 


or bronze is then added, the alloy will show numerous distinct crystals 
or grains of SnQz. ; 

Fig. 63 is a piece of an alloy made from oxidized copper (melted in air) ’ 
and 15 per cent. Sn added after melting, X90. The dark crystals are . 


oxide of tin which show no tendency to form films. Fig. 64 is part of a 
diffusion alloy made by melting copper in air and pouring on top an alloy 
with 20 per cent. Sn, X400. The matrix is a bronze corresponding to 
about 10 per cent. Sn whereas the oxide occurs in tiny grainstand not 
as films. 

Rawdon‘*” and Comstock‘*® have both discussed this subject at length, 
and we must conclude that oxides as such are relatively unimportant 
and that dendritic shrinkage cavities and films or partings are the main 
cause of failure. 


Effect of Heai-treatment in- Alloys 


Very little work of any practical importance was done on the heat 
treatment of alloys until the discovery of duraluminum and its heat 
treatment by Wilm.‘*® Merica’s explanation of the role of CuAl. in the 
hardening of copper-aluminum alloys, followed by Jeffries and Archer’s 
use of these alloys to illustrate their slip interference theory of hardening, 
caused a wide interest in heat treatment of alloys in general. The role 
of Mg.Si in the age hardening of duraluminum and of Rosen- 


® 
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Fre. 61.—GUN METAL; INHOMOGENEOUS ALPHA AND BUTECTOID. 450. 
Fig. 62.—SAME; OXIDE FILMS. 450. 
Fig. 63.—TIN OXIDE IN BRONZE. X90. 


Fie. 64.—Same. 400. 
Fic. 69.—MANGANESE BRONZE, QUENCHED FROM 740° C; peta. 500. 


F1q. 70.—SAMB, QUENCHED FROM 710° C., DRAWN TO 300° C., MaRTENSITIC. 500. 
Fic. 71—NAVAL BRASS, QUENCHED FROM 600° C., ALPHA AND BETA. 500. 
Fiq, 72.—SAME; QUENCHED FROM 600° C., DRAWN TO 400° C., ALPHA AND EUTEC- 


tTorp. 500. 
(REDUCED ONE-THIRD.) 
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hain’s Y alloy was brought out by the Eleventh Report of the Alloys 
Research Committee.” 

Recently Dean, Zickrick and Nix“*® have shown that lead can be har- 
dened by antimony in exactly the same way, and now there is a renewed 
interest in solubility curves in solid metals. Probably the most remark- 
able results are those obtained by Sykes‘*” in the hardening of iron by 
molybdenum on quenching and ageing. 

In all of these cases the results depend on heating the alloy to a 
temperature above the solubility curve in order to obtain a homogeneous 
solid solution, followed by a quench. The alloy is then aged to allow 
the precipitation of the phase in solution in what is called “critical dis- 
persion” to obtain the best physical properties. 


tO | 
serio | 
1 n iti n 1 Q 1 of aes 1 A 1 L 
600 100 8000 300 400 500 600 Ascast 400 500 600 Ascast 400 500 600 


Quenching Temperature’C. Annealing Temperature °C. Annealing Temperature,°C. 


Fie. 65.—EFFEcT OF QUENCHING AND TEMPERING ON MANGANESE BRONZE: A, 
CZX.216 (Cu 59.33, Zn 38.0, Fr 0.98, Mn 0.76, Sn 0.62, Ax 0.22, Ps 0.13) HELD 1 
“ HR. AND QUENCHED; B, SAMH ALLOY QUENCHED AT 710° C., REHEATED FOR 1 HR. AND 
SLOWLY COOLED; C’, CZX.215 (Cu 59.6, Zn 32.7, Fr 1.31, Mn 0.56, Sn 0.45, A 0.10, 
Ps 0.17) HELD For | uR. aT 725° C. AND QUENCHED, REHEATED FOR l HR. AND SLOWLY 
COOLED; D, CZX.217 (Cu 58.75, Zn 30.9, Fr 1.25, Mn 0.83, Sn 0.47, AL 0.09, Ps 0.17) 
HELD FOR | HR. AT 725° C. AND QUENCHED, REHEATED FOR 1 HR. AND SLOWLY COOLED. 


Simpler forms of heat treatment are found in the case of castings such 
as gun metal, the aim being to make the cored inhomogeneous alpha grains 
and dendrites homogeneous by diffusion and absorb the small patches of 
eutectoid. Work along this line has been done by Rawdon, “*® by Smart{® 
and by Comstock.“ 

Rawdon found that although the tensile strength of gun-metal castings 
was not materially affected, there was a great increase in ductility when 
annealed between 600 and 700° C. Smart records an appreciable increase 
in tensile and a very marked increase in elongation in bars annealed at 
600° C., and Carson» found a slight maximum in tensile strength on 


annealing at 700° C. for one hour, but the elongation was doubled by 
annealing at 650 to 700° C, 


vee 
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Very little has been published on the heat treatment of manganese 
bronze. Comstock says that the effect of quenching manganese bronze 
in water from a red heat is to fill the metal with invisible cracks and ruin 
the tensile properties. 

At Columbia, however, various samples of manganese bronze have 
been quenched and tempered with marked’ increase in tensile strength 
and yield point, though at some sacrifice in ductility. Young‘ showed an 
increase in strength from 60,000 Ib. per square inch as cast to 80,000 lb. 
when quenched from 700° C. Tempering causes a gradual decrease 
in strength as shown in the accompanying chart, Fig. 65. Two other 
series are also shown, which unfortunately do not give the physical 
properties as quenched. 

Similar experiments were made with Naval brass by Carson. The 
metal as cast had a tensile strength of a little over 34,000 lb. per square 
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Fig. 66.—EFrrect OF HEAT TREATMENT OF NAVAL BRASS DRY-SAND CASTINGS (LAB. 
r, Ser. CZX.349, Cu 62.85, ZN 35.27, Sn 1.84, Fr 0.04, Pp 0.00). 


inch and an elongation of about 8 per cent. Quenching from 600° G; 
gives a tensile strength of 54,000 lb. per square inch and an elongation of 
44 per cent. Tempering has little effect up to 250° C. but beyond this 
both the strength and ductility fall off, as shown in Fig. 66. 

The changes of structure in both manganese bronze and Naval brass 
due to heat treatment are very interesting, and explain the changes in the 

ical properties. 

Pate A eae bronze consists of small rods and granules of alpha 
in a matrix of golden yellow beta. It resembles Muntz metal. On 
heating, the beta tends to dissolve the alpha until the solubility curve 
passed and we have nothing but beta (see Fig. 59). By quenching this 
beta can be retained. Fig. 69 shows a sample quenched at 740° C., x 500, 
and consists of beta grains with a few spicules of the blue constituent 
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characteristic of most manganese bronzes. Now in tempering, the beta 
tends to break down and precipitate the excess alpha and a beautiful 
martensitic structure results. Fig. 70 shows a sample, X500, quenched 
at 710° C. and tempered at 300° C. producing a structure near akin 
to martensite. 

Cast Naval on the other hand consists of alpha grains with a network 
of eutectoid. When quenched from above the eutectoid change the 
metal consists of alpha and beta. Fig. 71 shows the effect of quenching 
at 600° C., which gives alpha and beta, 500. On tempering the beta 
tends to break down into the eutectoid again, but as the hard gamma 
usually precipitates in the crystallographic planes of the beta, a marten- 
sitic effect often results, as Fig. 72, 500, shows where the sample was 
quenched at 600° C. and drawn at 400° C., producing alpha and eutectoid. 


A Short Summary in the Heat Treatment of Commercial Brasses and 
Bronze Castings 


Gun Metal.—Copper 88, tin 10, zine 2. The results of annealing depend to a 
great extent on the original composition and structure. Heating to 700° C. for 1 hr. 
produces homogeneous alpha and dissolves all of the eutectoid. In the case of good 
castings, this may give a decided increase in strength, and a marked increase in 
ductility. Most castings, however, are not good and show numerous cavities and 
films. If annealing causes the surfaces of these films to oxidize, slight improvement 
occurs, in fact the annealed material is generally poorer than the cast because the 
improvement caused by the more homogeneous structure is more than balanced by 
the deterioration due to the enlargement of the films. Where castings show high 
strength but are low in ductility due to segregation of the eutectoid, it will be found 
advantageous to anneal at from 600 to 700° C. 

Bearing Bronze.—Copper 84, tin 12.5, zine 3.5. The effect of annealing on micro- 
structure is of the same nature as that in gun metal. The alpha grains become 
homogeneous and the eutectoid is taken into solution up to the saturation point of 
the alpha which is over 12 per cent. Sn. Annealing, therefore, results in a slight 
increase in tensile strength, a drop in yield point and a marked increase in the duc- 
tility. Annealing between 600° C. and 700° C. may be resorted to where improve- 
ment in tensile strength and ductility are required. In the case of the lead-bearing 
metal, there is a tendency for the lead to oxidize at the surface when the higher 
temperature is used. 

Phosphor Bronze.—As in gun metal, the effect of annealing depends on the original 
structure. Annealing tends to make the alpha homogeneous and causes the eutectoid 
to go into solution. In faulty material, due to films, annealing may make the metal 
worse due to oxidation of the film surfaces. The general effect of annealing on the 
strength and ductility is the same as in gun metal. In this work 600° C. caused 
marked increase in the elongation without affecting the strength. 

Cast Bronze-—Copper 63, zine 32, tin 2, lead 3. On account of the fact that 
there is more than enough eutectoid to saturate the alpha grains with tin on anneal- 
ing, but slight improvement can be expected as in the case of H metal. To get any 
marked improvement, the metal ought to be quenched from about 600° GC. as in the 
case of Naval brass. : 

Naval Brass.—Copper 63, zinc 35, tin 2. As in the last material, there is more 
eutectoid than can be dissolved by the alpha hence annealing has no very marked 
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effect on the strength or ductility. On the other hand by quenching at 600° C. an 
enormous increase in tensile strength and ductility results. The metal ought not 
to be drawn above 250° C. otherwise loss in ductility occurs. This is due to the 
fact that quenching produces a mixture of alpha and beta, resembling Muntz metal. 
Annealing at 300° C. or higher causes the unstable beta to break down, due to the 
precipitation of the hard gamma constituent with a resulting loss of ductility. 

Manganese Bronze.—The effect of annealing qn manganese bronze depends on 
the original structure. Metal which has been very rapidly cooled may have its 
ductility increased by annealing to 600° C. followed by slow cooling. The effect 
of quenching and tempering varies with different grades of material. Sometimes 
a very marked increase in strength and a more marked increase in yield point can 
be obtained by quenching at temperatures between 600 and 650° C. without reduc- 
ing the ductility below specifications. The effect of drawing this material after 
quenching, is to decrease the strength progressively with perhaps a slight decrease 
in ductility. An anneal at 300° C. is sufficient to remove quenching strains. 
In other cases, the effect of quenching, while it increases the tensile strength and 
yield point, is to ruin the elongation and this can not be restored even by reheating 
to high temperatures. It would therefore seem that no rules can be formulated in 
regard to manganese bronze as regards its behavior on quenching and tempering 
and that each different grade must be tried out by itself. 


THe APPLICATION OF METALLOGRAPHY TO NON-METALLIC MATERIAL 


The success of the use of metallographic methods applied to the 
commoner alloys led to investigations outside the field of metals.7. Thus 
the phosphides, silicides, sulfides, selenides, tellurides, arsenides, the 
mattes and speisses have been investigated notably by Friedrich” and his 
associates. At the same time the silicates systems have been most 
carefully and thoroughly studied. In this connection the work of the 
Geophysical Laboratory is of outstanding importance and the ternary 
systems of SiOQ.-Al,O2-CaO-MgO have been accurately determined. 
McCaffery‘7» has worked out the quaternary system and is now applying 
it to iron blast-furnace slags. Unfortunately, we yet lack knowledge of 
the systems containing FeO, and until we do have this, open-hearth slags 
will remain an unsolved problem as far as constitution. 

Professor Howe was always hoping that someone would devote himself 
to the study of the constitution of slags. He frequently emphasized the 
absurdity of giving formulae to what are undoubtedly mechanical 
mixtures, and said that it was only want of courage that made us afraid 
to cast off the old ideas of formula, which was inexcusable in view of 
Vogt’s work of 1903.7 And here one might recall the discussion of the 
two famous metallurgists, as to the constitution of speiss in lead blast- 
furnace smelting, was it Fe;sAs or Fe;As2? Under the microscope of 
course both are mechanical mixtures, being alloys of Fe and Fe2As, 
which form a eutectic of 30 per cent. As at 840° C. 


7A summary of the non-metallic systems is given in Liddell’s Handbook of Non- 
Ferrous Metallurgy. (1926), 1, 45. 
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A considerable amount of work has been done on the salts and this 
has been used in metallurgy, especially as applied to baths, fluxes and 
the like. 

One of the most interesting studies is that of opaque ores." We have 
manuals by Murdock,”” Davy and Farnham,‘7® Schneiderholm® and by 
Van de Veen, ‘*” setting forth the methods and application. The wonderful 
work of Graton and Murdoch,” of Tolman and Rogers‘*” show what can 
be accomplished. Here again Professor Howe showed a keen interest 
and some of the early work was done in his laboratory on the nickeliferous 
pyrrhotites,“® on the titaniferous magnetities and other material ‘*” 
at the instigation of Professor Kemp. — 

Probably the newest application is the examination of polished sec- 
tions as an aid to problems in ore dressing. The minute associations 
of the opaque constituents can only be determined in this way and the 
method has been made part of the laboratory work in Professor Taggart’s 
course at Columbia. 


WIDESPREAD INFLUENCE OF PROFESSOR HOWE 


How much credit in the development of the new science of physical 
metallurgy is due Professor Howe is not generally understood. His 
influence was not limited to his own students as a letter from Dr. Jeffries 
so amply testifies. 


I received my first metallographic training at the South Dakota State School of 
Mines, from Professor Fulton, who was one of Howe’s students and admirers. He 
used Howe’s ‘Iron, Steel and Other Alloys” as a text, and I strongly suspect that 
it was the clarity with which Howe presented his subject, together with the very 
clear method of putting Howe’s results before us by Professor Fulton that gave me 
a leaning towards metallography. ‘Iron, Steel and Other Alloys,” at the time I 
was in school, proved to be the most stimulating of any of the books to which I had 
access. In addition I was always eager to read Professor Howe’s technical papers. 

At Case School of Applied Science prior to 1914, I had done considerable work on 
grain growth in metals, but in 1914 I became especially interested in the subject 
because I was studying drawn tungsten wire which was used for lamp filaments, and 
the subject of grain growth is one which is vital in that connection. In this study I 
arrived at what seemed to me to be some new principles of grain growth and, because 
I considered Professor Howe the world’s authority on this subject, I arranged to 
visit him at his home at Bedford Hills to discuss these principles with him. This 
was on July 1, 1915, Professor Howe was much interested in my results, and we 
began a correspondence which only ended with his untimely death. 

While I was preparing to present my findings in the form of a paper, Mathewson 
and Phillips, work on “ Recrystallization of Cold-Worked Alpha Brass on Annealing” 
was published. J presented in a discussion of this paper the elements of what is 
now known as the germinative temperature hypothesis of grain growth, which I first 
called critical temperature for grain growth. I then began preparation of a more 
extensive paper which was later published under the title “Grain Growth Phenomena 
in Metals.” At the same time Professor Howe began preparation of his paper “On 
Grain Growth” and used my discussion of the paper by Mathewson and Phillips as 
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the basis for his paper. We corresponded freely with each other during the prepara- 
tion of both of these papers, and it was by private correspondence that he informed 
me of this suggestion to use “germinative temperature” in place of “critical tem- 
perature” for grain growth. He insisted that my paper on grain growth phenomena 
in metals be published ahead of his because, as he put it in a letter to me: “I do not 
wish it to appear that I am stealing your thunder.” 

The correspondence with Howe was most pleasant. It was indeed fortunate 
that he was able to give his attention to this subject of grain growth because he had 
the faculty of presenting things so clearly in writing that the subject matter became 
more generally understood and adopted. The science of metallography was there- 
fore greatly enriched because he took up anew his subject of grain growth in 1916 
and later. 

With reference to the general theory of hardness which I believe was crystallized 
by Archer and myself, one of the principles of slip interference is the “obstruction 
principle.” This principle was named by Howe and the mechanism was clearly 
explained by him. It is that portion of the slip interference theory which deals with 
the obstruction of slip in a soft constituent by the presence of a harder substance, 
the harder substance being present in particles of the same order of size as the grains 
of softer metals themselves. Unfortunately Howe did not carry his principle to 
its more or less logical conclusion, namely, to the slip interference caused by very 
small particles imbeded within a larger crystal. Had he done this it is very likely 
that he would have put forward the theory about as it now stands, well in advance 
of his death. His contribution to the subject of hardness and hardening, however, 
can hardly be overestimated because he made it possible for hundreds of workers 
in this field to gain a clearer conception of the internal structure of metals and the 
relation between structure and properties to which our present theories represent 
only extensions. Of all of the workers of the world in the field of metal science, it 
seems to me that Howe’s influence hag been the greatest. 


Perhaps I have wandered a little afield, from my purpose to show 
martensitic structures in alloys resulting from quenching or quenching 
and tempering, just as in steel. If I have seemed to dwell too much on 
the work done at Columbia, it was because I wanted to give examples 
which came from Howe’s laboratories—for he it was who laid the 
foundations and began our work of research, in physical metallurgy, 
who suggested and generally guided all of the work that was done during 
his professorship, and when he became emeritus professor he continued 
to inspire us with his visits and suggestions. Nay, more, he so drilled 
us all in his methods, and clear manner of thinking that today we can 
say with some little truth his way is our way and I trust always will be. 
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Abrasive sands: photomicrographs, 441-444, 
properties and uses, 439-443. 
Action of Reducing Gases on Heated Copper (BAs~ 
SETT and BrapDLeEy), xxvi, 755; Dis- 


‘ cussion, 770-775. 
Admiralty tube, structure, photomicrograph, 
1140. 


Adsorbent films: see Film water. 

Adsorption theory, modification, aluminum-sili- 
con alloys, 585. 

Aerator tank, construction, 95. 

Aerators: see Ferric sulfate and sulfuric acid, from 
roaster gas. 

Age-hardening, alloys, method, discussion, 539. 

Air: density, variability, 1011. 

oxygen content: 1011. 
weight, 1011. 
see also Open-hearth furnace. 

Air gap: see Neumann bands, formation. | 

Air lifts, Standard Reduction Co. mill, 336. 

Air Sand Process of Cleaning Coal (FRASER and 
YANCY), xxvii. 

Air Service (U. S.) specifications, casting Al- 
Cu-Si specimens, 466. 

Ajo, Ariz.: see New Cornelia Copper Co, 

Alabama, stone-sawing sand, photomicrograph, 
442, 

Alaska (Petroleum Production) (SMITH), xxiv. 

Albany sands: comparison with furnace-bottom 
sand, 390. 

stripping: problems, 381-382. 
view, 383. 

ALEXANDER, H. H.: Discussion on The Con- 
ductivity of Electrolytes Used in the 
Electrolytical Separation of Gold and 
Silver, 121. 

Alkalies, in glass sands, occurrence and effect, 
405. 

Alkali-halide crystals: see Atomic structure. 

Alkaline concentrations, flotation, sulfides, effect, 
356, 361. 

Auten, H. P.: Discussion on Chloridizing Mill of 
the Standard Reduction Co., 338. 

Auten, H. P. and Mapes, W. C.: Chloridizing 
Mill of the Standard Reduction Co., 
xix, 317-338. 

Tintic Standard Co.’s Mill, xviii. 

Azitson, V. C.: Explosibility of Coal and Other 
Dusts in a Laboratory Steel Dust- 
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Allotrophiec theory, steel hardening, 1145. 
Allotrophy, definition, discussion, 856. 
Alloys: constitution, discussion, 1161. 
heat treatment: effect: 1168. 
curves, 1170, 1171. 
see also Non-ferrous alloys and alloys, named. 
Alpha iron: arrangement of atoms, diagrams, 
852. 
characteristic Neumann bands, 966. 
solubility of carbon in, 1146, 
theory, steel hardening, 1145. 
Alumina: in electrolyte, effect, 61, 80. 
in glass sands, occurrence and effect, 401. 
Aluminum: effect in brasses: 805, 816, 825. 
photomicrographs, 808, 827, 828. 
impurities in, effect on solubility of copper, 
579, 
in open-hearth slag: variation, 1083, 1090. 
duri#g working period, curve, 1090. 
Aluminum alloys: intercrystalline brittleness, 
=< @ photomicrograph, 753. 
‘slow cooling: effect: 575. 
photomicrographs, 575-576. 
structure photomicrographs, 3158. 
see also alloys named. 
Aluminum brass: effect of iron, data, 824. 
effect of nickel: 816-822. 
data, 803, 823. 
photomicrographs, 804, 805. 
effect of nickel and iron, data, 826. 
effect of nickel and tin: data, 826, 
photomicrographs, 827, 828. 
introduction of nickel and iron, method, 
826. 
introduction of nickel, method, 816. 
Aluminum bronze: diagram, sketch, 1157. 
iron in, effect, data, 1159, 1160. 
manganese in, effect, data, 1160. 
nickel in, effect, data, 1160. 
Aluminum-copper alloys: aluminum end, dia- 
gram, 567. 
cooling curves, tests, description, 562. 
equilibrium relations: discussion, 568-574. 
tests and results, 560-580. 
eutectic temperature, 568. 
hardness, data, 476-478. 
discussion, 469. 
photomicrographs: different amounts of cop- 
per, 565-566. 
melted areas, 569, 570. 
precipitation theory, 577. 
slip interference theory, 578. 
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Aluminum-copper alloys: specific gravity, 469, 
476-478, 
test specimens: description, 561, 580. 
preparation, 561. 
Aluminum-copper-nickel-manganese alloys: see 
Piston alloys. 
Aluminum-copper-silicon alloy: casting, specifica- 
tions, 466. 
gated, views, 465, 466. 
heat treatment: factors controlling, 464. 
specifications, 466. 
mechanical property tests: 467—469. 
results: curves, 470—472. 
data, sand cast, 476. 
heat-treated, 477-478 
discussion, 471. 
shear tests: 467. 
data, 476-478. 
structures, photomicrographs, 473-475. 
uses, 465. 
‘‘X constituents,’’ composition, 625, 626. 
effect, 622. 
Aluminum-iron-silicon alloys: equilibrium: deter- 
mination, 622-626. 
diagrams, 624, 625. 
silicon in, function, 464. 
Aluminum-silicon alloys: advantageous proper- 
ties, 616. 
constitution: 582, 
diagram, 586. 
discussion, 586, 621. 
iron in, limits, 619. 
occurrence, manner, 582, 583, 587. 
largest cast, 620. 
modification: effect, 582. 
experiments: conclusions, 616, 
method, description, 591. 
raw materials, chemical analyses, 591. 
results; curves, 595, 597, 598, 600. 
data, 596, 599-602. 
discussion, 613. 
summary, 618. 
process, 587. 
theories, 585. 
modified: annealing, effect, 621. 
effect of iron, 598. 
photomicrographs, 583, 584, 603-613. 
physical properties: effect of iron, 602, 615. 
effect of silicon, 601. 
sodium loss on standing: curve, 594. 
data, 596. 
discussion, 590. 
test bars, chemical analysis, 594. 
Navy specifications, 619. 
normal: photomicrograph, 582, 583. 
physical properties, 600. 
normal and modified, properties, curves, 597. 
sand cast, modification, definition, 581. 
silicon content, effect, curve, 600. 
test bars: chemical analyses, 599. 
molds, views, 590, 593. 
Alundum hood, determination of fusion tempera- 
tures, view, 969. 
Brass Co., determining sulfur and 
oxygen in refined copper, apparatus, 
view, 785. 


American 


INDEX 


American Foundrymen’s Assoc., joint meeting, 


<x, : 
American Glass Sands, Their Properties and 
Preparation (FETTKE), xxv, 


398; 
Discussion, 422-423. : 
A. 1. E. E., joint session, xxii. 

A. I. M. E.: Directors, 1926, 1927, xi. 

* meetings: Casper, Wyo., sessions, xix. 
New York, 1926, xxi. 
sessions, XXii. 
Salt Lake City, 1925, xvii. 
sessions, xviii. 
Syracuse, xx. 
sessions, XxX. 
members, deaths, notices, xxx1, xxxii- 
officers, 1926-1927, xi. 
publications, policy, iii. 
Salt Creek field, symposium, xix. 

American Smelting & Refining Co.: A. I. M. E. 

trip, xvii. 
Murray, Utah, plant, equipment, 173. 

A. S. C. E., joint session, xxii. 

A. S. M. E., joint session, xxii. 

Ammonia, blowholes in rimmed steel, discussion, 
1032, 1036, 1042, 1045. 

Ammoniacal peroxide, as etching reagent, 733. 

Ammonium nitrate: see Electrolytes, gold and 
silver separation. 

Amorphous Cement and the Formation of Ferrite in 
the Light of X-ray Evidence (FoLny), 
xx, 850; Discussion, 857-858. 

Amorphous intercrystalline cement, criticism of 
theory, 855. 

Amorphous-iron theory, steel hardening, 1145. 

Anaconda Electrolytic White Lead (BowMan), 
xxv, 146. 

Anaconda leaching plant, data, 106. 

Anaconda Lead Products Co.: see Sperry process, 
electrolytic white lead. 

Analyses: see Copper, conductivity and ductility 
test; Copper tubes; Ferromanganese; 
Ferrosilicon; Heterogenous rocks; 
Homogenous rocks; Illuminating gas; 
Industrial sands; Lead blast-furnace, 
slag; Nickel silver, test specimens; 
Open-hearth process, equilibrium tests; 
Slag, steel bath during run; Tube-mill 
feed and products. 

ANDERSON, A. E.: Discussion on: Recovery of 
Copper by Leaching, Ohio Brass Co. of 
Utah, 56, 57. 

Anperson, A. EB. and Cameron, F. K.: Recovery 

of Copper by Leaching, Ohio Copper Co. 

of Utah, xviii, 31. 

duration, copper-aluminum alloys, 
effect, 572. 
see also Aluminum-silicon alloys; Iron, cold- 
worked ingots; Lead-antimony alloys. 

Annealing cracking: see Nickel silver. 

Annealing Cracking of the Nickel Silvers (JonnS 

and WHITEHEAD), xx, 834; Discus- 

sion, 849. 

of Commercial Copper to Prevent 

Embrittlement by Reducing Gases 

(Lerrer), xxvi, 776; Discussion, 782- 

783. 


a 


Annealing: 


Annealing 
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Anode slime, Sperry process, production and 
recovery, 166. 
Anodes: efficiency, variation, control, 61. 
graphite, characteristics, 60. 
leaching copper ores, choice, 60. 
lead, characteristics, 61. 
molding and pressing, electrolytic white lead, 
150-152. 
precious metal content, ratio to percentage 
loss, 144. 
stripping, Nichols series process, 137. 
see also Electrolysis, copper, Nichols series 
process; X-ray anode. 
Anodic oxidation: ferric iron by, cheapness, 98. 
use and advantages, leaching and reduction, 
85. 
Antiacid, as a term in copper leaching, 81. 
Anti-knock Gasolines and Special Engine Develop- 
ment (SPARROW), xxiii. 
Antimony, solubility in lead: 507. 
effect of aging, curve, 510. 
Antimony-lead alloys: see Lead-antimony alloys. 
Antimony-tin-lead alloys: see Lead-antimony-tin 
alloys. 
Apochromatic system, comparison with mono- 
chromatic, 919. 
Appalachian Fields (Petroleum Production) (TuRNn- 
BULL), xxiv. 
Application of Cottrell Process in Lead and Copper 
Smelting (LABBE), xviii. 
Application of Mining Tax Laws to the Petroleum 
Industry (DANFORD), xix. 
R. §.: Discussions on: The Lead 
Antimony System of Hardening of 
Lead Alloys, 539. 
Modification and Properties of Sand-cast 
Aluminum-silicon Alloys, 620-621. 
ArcHER, R. S. and Kemp, L. W.: Modification 
and Properties of Sand-cast Aluminum- 
silicon Alloys, xxv, 581-619. 
Arcofrax, physical properties, 392. 
Arents’ siphon tap, removing lead from blast 
furnaces, 187. 
Argentine (Petroleum Production) (OSTRANDER), 
xxiv. 
Arizona: see Nogales. 
Arkansas and Louisiana (Petroleum Production) 
(RING), xxiv. 
Armco iron, test for Neumann bands, 965. 
Armor: structure: description, 1154. 
photomicrographs, 1152, 1153. 
ArMstrona, R. O. and Raper, C. M.: Water 
Shut-off Methods in Salt Creek Field, 
xix. 
Arnoup, J. O., on hardening of steel, 864, 865, 
869, 870, 884, 1145. 
Arsenic: effect on conductivity of copper, 693, 
694. 
removal from silver precipitate, 321. 
Arsenic fume, lead smelting, treatment and 
recovery, 195. 
Arsenic kitchens, description, 196. 
Arsenical copper: see Copper. 
Ash, in coke, variation, 1016. 
Assay; see Standard Reduction Co. ore. 
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Atomic structure, alkali-halides: compressibili- 
ties, 646. 
crystals: data, 644, 
diagram, 643. 
discussion, 642. 
lattice energies, 646. 
pressure coefficients, 646. 
bibliegraphy, 653. 
crystal formation: controlling forces, 641. 
diagrams, 637, 641, 642, 648. 
description, 628. 
diagrams: 637, 641, 642, 648. 
electrons: arrangement and behavior, dis- 
cussion, 633-639. 
arrangement by elements, 631—633. 
orbits, NaBr erystal, sketch, 644. 
magneton numbers, rare earths, 639, 640. 
metals: ion-electron lattice, 648, 650. 
lattice structure, 647. 
phenomena, discussion, 651. 
quantum theory, characteristics, 630. 
research needed, 628, 653. 
typical spectra, view, 635. 
Austenite: composition, discussion, 851. 
constitution, 1147. 
hardening of steel: effect, 860. 
temperature, 1146. 
transformation: effect, 1146. 
to pearlite: diagrams, 880. 
discussion, 881. 
ultra-violet light: selective 
924. 
photomicrographs, 919-921. 
Australasia (Petroleum Production) 
xxiv. 


characteristics: 


(CuaPP), 


B 


Baghouse: lead smelter: description, 192, 194-196. 
first use, 173. 
volatilization mill, 208. 
Baty, E. C.: on hardening of steel, 864, 865, 869, 
870, 884. 
Baker, J. A.: Discussions on: Classification in 
Witwatersrand Mills, 251. 
An Investigation of Crushing Phenomena, 
313, 314. 
Mechanism of Filtration, 234. 
Bau, M. W.: Naval Oil Reserves, xix. 
Ball indentation test: see Meyer’s analysis. 
Ball milling, advantages compared with stamps, 
312. 
crushing action, 311-812. 
Ball mills,—200-mesh material, computed and 
observed, data, 288. 
particle breakage, manner, 286. 
size of balls, effect, 284. 
Ball test, versus conical point test, discussion, 
674, 675. 
Balls, relation to size of particle and nip angle, 
lee 
Baltimore Copper Smelting & Refining Co.: 
electrolytic method, characteristics, 
123. 
BARDWELL, Caruos, Sackert, B. L., Jaconson, 
Simon, JeEnsEN, N. H., and: Lead 
Smelting in Utah, xviii, 171-197. 
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BarDwe.Lu, FE. 8. and Minune R. 8.: Use of 
Pulverized Coal in Copper Refining 
Furnaces, xviii. 
Barium crystal, ion-electron lattice, 649. 
Barker, L. M. and Mrx, B. E.,: Method of 
Unloading and Coarse-crushing Prac- 
tice at Magna Plant of Utah Copper 
Co., 212-223, 
Bartram, J. G.: Sketch of Geology and Formations 
of Central Wyoming, xix. 
Bartram, J. G. and Winson, J. H.: Core Drilling 
in Geologic Exploration as Applied 
in Wyoming and Montana, xix. 
Basic Changes in Refining Processes (MILLER), 
xxiil, 
Basic process: see Open hearth process. 
Basicity index, open-hearth slag, 1111. 
Bas-relief: see Metallography, ultra-violet. 
Basserr, W. H.: Discussion on: Hardness of 
Copper and Meyer’s Analysis, 676. 
Bassett, W. H. and BepwortH, H. A.: Esti- 
mation of Oxygen and Sulfur in 
Refined Copper, xxvi, 784-797; Dis- 
cussion, 797-799. 
Bassrert, W. H. and Brapury, J. C.: Action of 
Reducing Gases on Heated Copper, 
xxvi, 755-770. 
Exudations on Copper Castings, xxvi, 700-705. 
Batch ball-mill: see Homogenous rocks. 
Batch rod-mill: see Homogenous rocks, rod-mill 
products. 
Batch scum, glass sands, formation, 407. 
Bates, B. R.: Classification in Witwatersrand 
Mills, xxv, 239-249. 
Discussions on: Classification in Witwaters- 
rand Mills, 249-252. 
Mechanism of Filtration, 238. 
Bath: see Open-hearth process. 
Bear Mountain Bridge, N. Y., A. I. M. E. trip, xxii. 
Brarp, A. A. and Bonnet, R. A.: Cleaning Oil 
Wells by Compressed Air, xix. 
Bearing bronze, heat treatment, 1172. 
BrepwortsH, H. A.: Discussion on: Estimation of 
Oxygen and Sulfur in Refined Copper, 
xxvi, 798. 
Bepworth, H. A., and Bassprr, W. H.: Estima- 
tion of Oxygen and Sulfur in Refined 
Copper, xxvi, 784—797. 
Breson, J. J.: Ore Deposits and Their Relation to 
Structural Geology, xviii. 
Beet sugar, filtration, practice, 236, 237. 
Britatmw, N. on harding of steel, 865, 868, 
870, 884. 
Belle Forché, 8. Dak., bentonite, physical proper- 
ties, 392. 
Belt conveyors: see Magna plant. 
Brnepicxs, C., on harding of steel, 863, 865, 868, 
870, 886. 
Brneouas, G. D, and Hill, B. P., on the effect 
of reducing gases on copper, 744. 
Bentonite: as bond, disadvantages, 391. 
Belle Forché, 8. Dak., physical properties, 
392, 
composition variation, 393. 
market prices, 389. 
possible use, 388-393. 


Berkeley Springs, W. Va.: glass sands: grades, 
419. 
occurrence, 415. 
Berkey, C. P., photomicrographs by, count of 
grains and grain size, 304-306. 
Bibilography: atomic structure, 655. 
metallography, 1175. 
Buurines, T. P.: Discussion on Recovery of 
Copper by Leaching, Ohio Brass Co. 
of Utah, 57. 
Billy Creek Field (Gris), xix. 
Bingham Canyon, Utah: see Ohio Copper Co. 
mine. 
Bingham district, Utah, ores, description, 342. 
BrncHaM, E. C., on seepage, 226. 
Bingham mines, leaching water from, disadvan- 
tages, 44. 
Bingham, Utah: water jacket used in lead smelt- 
ing, 171. 
see also Ohio Copper Co. of Utah. 
Biographies, deceased members, xxix. 
Birp, R. M.: Mining and Preparation of Eastern 
Molding Sands, xxv, 381-388. 
Discussion on Mining and Preparation of 
Eastern Molding Sands, 388, 390, 391. 
Blast furnace: calculations, probable error, 1009. 
charge: constituents, variability, 1009. 
weight, possible error in, 1009. 
oxygen consumption per pound of coke, 
1015, 1024. 
see also Lead blast-furnaces. 
Blast-furnace committee, xiii. 
Blast Furnace Plant of the Columbia Steel Corpo- 
ration (JACKSON), xviii. 
Blast-furnace slag: see Ferrous slags. 
Blister: see Copper. 
Blower, gas, description, 91. 
Blowholes: see Rimmed steel. 
Blowing, copper matte, in converters, discussion, 
195, 197-198. 
Buum, W.: Discussion on: The Conductivity of 
Electrolytes Used in the Electrolytic 
Separation of Gold and Silver, 117. 
Boiler rivet, structure, photomicrographs, 1149. 
Boiler tube, structure, photomicrographs, 1145, 
1152. 
Boleo, Calif., shallow electrolyte tank at, 143. 
Bonds: physical properties, tests, 392. 
see also Carborundum, mounting; Seger cones. 
Bonnet, R. A. and Brarp A. A.: Cleaning Oil 
Wells by Compressed Air, xix. 
Boorn, Lionnu: Development of Differential 
Flotation on Complex Ores, xviii. 
Borate deposits: control of, 435. 
origin, determination, importance, 461. 
stratigraphy, 460. 
see also Colemanite; Kramer, Calif.; Searles 
Lake; Ulexite. 
Borate Deposits near Kramer, Calif. (Gaun), xxv, 
449-463. 
Borax Consolidated Ltd., control of borax land, 
453. : 
Borax mining claims, disputes, 461. 
Bornite, solubility, 75. 
Bowl classifiers, as concentrator, use, 249, 
see also Dorr bowl classifiers. 
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Bowman, R. G.: Anaconda Electrolytic White 
Lead, xix, 146-170. 
Boytston, H. M., on hardening of Steel, 863, 
865, S86. 
Bravrey, J. C. and Basserr, W. H.: Action of 
Reducing Gases on Heated Copper, 
xxvi, 755-770. 
Exudations on Copper Castings, xxvi, 700- 
705. 
Brass, aluminum in, effect: data, S06. 
photomicrographs, 808. 
see also Aluminum brass. 
casting, procedure, 831. 
constitutional diagrams, development, 1166. 
failure, causes, 1167. 
heat treatments, summary, 1172. 
impurities, effect, 828. 
iron in, effect, data, 812. 
photomicrographs, 813-815. 
introduction, 811. 
melting, difficulties, 830. 
rules, 829. 
scrap, discussion, 831. 
molding, materials, discussion, 832. 
procedure, discussion, 831. 
nickel in, effect, 802. 
normalized condition, definition, 799. 
special, analyses, 800, 801. 
standard, physical properties, 800. 
tin in, effect, data, 809. 
see also Aluminum brass; 
Nickel brass. 
Braun pulverizer, — 200-mesh material, computed 
and observed, data, 288. 
Breakage, rock particles: see Heterogenous rocks; 
Homogenous rocks. 
BREARLEY, H., on hardening of steel, 863, 865, 
871, 886. 
Brewster, F. M.: Spacing of Oil Wells, xxiii. 
Bridgeton, N. J., glass sands, photomicrograph, 
411. 
GraHAM: Data on Use of Loading 
Machines in Bituminous Mines, xxvii. 
Briguton, T. B., water-solubility tests, copper 
ore, 42. 
Discussion on Recovery of Copper by Leaching, 
Ohio Copper Co. of Utah, 55. 
Brinell test, possible error, 657, 676. 
Briquetting: see Ohio Copper Co., copper con- 
centrate. 
British Columbia: see Premier mine. 


Naval brass; 


BRIGHT, 


Brittleness: see Metals, intercrystalline brittle- 
NESS. 

Brokaw, A. D.: Taxation and the Oil Industry, 
xxii. 


Bronzes, analyses, 800. 
failure, causes, 1167. 
heat treatments, summary, 1172. 
structure, photomicrographs, 1169. 
see also Aluminum bronze; Bearing bronze; 
Cast Bronze; Gun metal; Manganese 
bronze, Phosphor bronze. 
Brooxs, B. T., Day, R. B. and Knapp, A.: 
Economic Incidence of Cracking, xxiii. 
Brown, E. C.: Core Drilling Technology: Basket 
Cores, xxiii. 
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Bubbler, rotating shear, types, 89. 
Bubbles; roaster gas making ferric sulfate and 
sulfuric acid; coalescence, remedy, 90. 
size, 86, 89-90. 
see also Soap bubbles. 
Buck, V. B.: Discussion on Making Rimmed 
Steel, 1045. 
Butz, R.%A.: Discussion on Mining and Prepara- 
tion of Eastern Molding Sands, 389, 


390, 391. 
Bureau of Mines: see Ferric sulfate and sulfuric 
. acid, from roaster gas. 


Burma slags, high-zine, content and behavior, 28. 
Busbars, Nichols series process, 132. 
Butte, Mont., district, low-grade zine deposits, 6. 


Cc 


Cadmium: crystal, ion-electron lattice, 649, 650. 
lead smelting, recovery, method, 197. 
Cadmium spark, metallography, use, 916. 
ultra-violet photomicrographs, 917, 918, 923. 
Calcination: Utah lead ores: degree, 175. 
method, 177. 
Calcium, open-hearth slag, variation, 1082, 1088. 
Calcium chloride, for roasting, source, 338. 
Calcium fluoride, crystal, atomic structure, 
sketch, 648. 
Calcium oxide: bonding property, development, 7. 
open-hearth, slag, curve, 1088. 
Calcium sulfide, crystal, lattice structure, data, 
644. 
Caldecott cones, for coarse product, 247. 
California: see Boleo; Kramer; Searles Lake. 
California (Petroleum Production) (GESTER and 
Waey), xxiii. 
CauLten, A. C.: Discussion of Theory of Mine 
Ventilation, xxiv. 
Cautow, J. M.: Discussion on Mechanism of 
Filtration, 236, 237. 
James Douglas medalist, 1926, xxii. 
Cameron, F. K.: Discussion on Recovery of 
Copper by Leaching, Ohio Brass Co. 
of Utah, 57. 
Cameron, F. K. and Anpmrson, A. H.: Recovery 
of Copper by Leaching, Ohio Copper 
Co. of Utah, xviii, 31. 
CaMpBELL, A. B., Discussion on Iron-tungsten 
System, 1008. 
CAMPBELL, W., on hardening of steel, 864, 865, 
868, 871, 887. 
Twenty-five Years of Metallography, 
(Howe Memorial), xxvii, 1135, 1178. 
Car dumper, Magna plant, view, 217. 
Carbide: free, ultra-violet selective 
teristics, 924, 
in steel: heating, effect, 1146. 
particle growth, cause, 1146. 
precipitation: effect, 1146. 
in all temperature effect, 1146. 
Carbide molecules, in martensite, position, 869. 
Carbon: in martensite, condition, 862. 
open-hearth charge: decrease during run, 
curves, 1080, 1084. 
effect, 1035, 1044-1045. 
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open-hearth eéquilibrium: laboratory 
data, 1123. 
plant data, 1124, 1125. 
temperature effect, curve, 1124. 
open-hearth process, elimination reactions, 
1122. 
open-hearth slag, elimination curve, 1084. 
solubility, 1146. 
Carbon and iron, in martensite, bond, 865. 
Carbon atoms: in martensite: position: 869. 
diagram, 896. 
Carbon dioxide: see Copper drillings, ignition. 
Carbon-free iron alloy, hardness, 1006. 
Carbon-iron: see Iron-carbon. 
Carbon-iron system, equilibrium diagram, 853. 
Carbon monoxide: blowholes in rimmed steel: 
effect, 1032, 1039. 
view, 1033. 
Carbon paper, use in focusing, 914. 
Carbon steel: air-cooled, photomicrograph, 934— 
936, 939, 941, 942. 
cooling tests: apparatus, 930. 
procedure, 930. 
results, 933. 
discussion, 932. 
specimens, preparation, 931. 
ferrite banded, photomicrograph, 945. 
furnace-cooled, photomicrographs, 937, 938, 
948, 944. 
impact values: effect of quenching tempera- 
ture, 937. 
data, 940, 
Carbon theories, steel hardening, 1145. 
Carbonating system, Sperry process, 162. 
Carborundum: mounting, Seger cones, bonds, 9. 
use in furnace construction, 8. 
CARPENTER and Epwarps, steel 
theory, 1145. 
R. D.: Discussions on: Mining and 
Preparation of Eastern Molding Sands, 
390. 
Standard Tests of Molding Sands, 397. 
Casper, Wyo., meeting, papers, xix. 
Cast bronze, heat treatment, 1172. 
Casting, brass, procedure, 831. 
lead, 187. 
Casting machines and ladle, wire-bar practice, 
140, 141. 
Cathode-charging chute, wire-bar furnace, 138. 
Cathodes: efficiency, variation, control, 61. 
impregnation with paraffin, 120. 
solubility in electrolyte, prevention, 72, 79. 
stripping, Nichols series process, 137. 
see also Sperry process. 
Cement: see Amorphous intercrystalline cement. 
Cement copper: in discard solution, leaching, 
dissolving, 79. 
marketing, difficulties, 51. 
Cement-plaster sand, properties and uses, 445. 
Cementation, copper, versus electrolysis, 85, 98, 
104-107. 
Cementite, in steel, precipitation, effect, 1146. 
Chalchanthite: appearance, mine and _ plant 
workings, 36. 
occurrence, Chile, 36. 


Carbon: 


hardening 


CARVER, 


INDEX 


Chaleocite: Inspiration ore, accessibility to 
solution, 62. 
Ohio Copper Co. mine, 34. 
reaction to oxygen and water, equation, 34. 
reactions forming, 34. 
solubility, 75, 77. 
Chaleopyrite: recovery, 342. 
sodium-cyanide flotation tests, 370. 
solubility, 75, 77, 80. 
Cuance, T. M.: Mt. Union Sand Flotation Plant 
for the Preparation of Bitwminous 
Coal, xxvii. 
Cuary and Grenet, steel hardening theory, 


1145. 

Chase mill and screen, preparing glass sands, 
view, 414. 

Chemical equilibrium: see Open-hearth process, 
basic. 


Chemical Equilibrium of Manganese, Carbon and 
Phosphorous in the Basic Open-hearth 
Process (Henry, JR.), xxvii, 1107; 
Discussion, 1133-1134. 
Chemical sand, properties and uses, 445. 
Chemistry, iron and steel, committee, xiii. 
CHEVENARD, PIBRPE: on hardening of steel, 
865, 868, 887. 
Chief Consolidated: coal-pulverizing plant: fea- 
tures, 208. 
flow sheet, 208. 
experimental plant: description, 202. 
flow sheet, 203. 
gold, silver and lead recovery, 209. 
mill: description, 206. 
flow sheets, 205-208. 
mines, A. I. M. E. trip, xvii. 
plant: coal consumption, 209. 
crushing, flow sheet, 205. 
equipment, views, 204. 
results, data, 209. 
tonnage rate to kiln, 209. 
process: concentration ratio, 210. 
oxidized tailings test, results, 203. 
volatilization plant: flow sheet, 207. 
view, 201. 
volatilization process: absence of salt in 
furnace feed, effect, 201. 
metals, form, 210. 
preliminary concentration, 201—202. 
wet concentrator, flow-sheet, 206. 
Chief Consolidated Volatilization Process and 
Mill. (Wieron), xviii, 200; Discussion, 
209-211. 
Chile, chalchanthite, occurrence, 36. 
Chloride volatilization, early work, 209. 
Chloridizing mill, description and practice, 317— 
338. 
Chloridizing Mill of the Standard Reduction Co. 
(ALLEN and Mapes), xix, 317; Dis- 
cussion, 338-341. 
Curistip, J. L.: Discussion on Action of Reducing 
Gases on Heated Copper, 771-772. 
Crarp, F. G.: Australasia (Petroleum Production, 
Xxiv. 
Cruark, L. F.: Discussion on an Investigation of 
Crushing Phenomena, 311. 


iw: 
i! eae effect, 246. 
{a i oe ane feed, quality, 245. 
15 ne _ types, comparison, 239-244, 
| oo see also Witwatersrand mills. 
Classification in Witwatersrand Mill (Barns), 
xxv, 239; Discussion, 249-252. 
Classifiers: heavy material in circuit, accumula- 
tion, 248, 250. 
| speed: effect, 244. 
tests, results, 247. 
P see also Cones; Dorr bowl; Dorr straight type. 
Clay balls, in classifiers, troubles, 249. 
_ Cuaypen, A. L. and Horning, H. L.: Economic 
Effect of Anti-knock Motor Fuels, xxiii. 
Cuiayton, C. Y.: Effect of Annealing upon the 
Hardness of Cold-worked Ingot Iron, 
xxvi, 926-928. 
Cuayton, C. Y., Remmers, W. E. and Fouey, 
; F. B.: Influence of Temperature, Time 
and Rate of Cooling on Physical 
Properties of Carbon Steel-II, xxvi, 
| 927-947. 
Cleaning Oil Wells by Compressed Air (BEARD and 
BonnEb), xix. 
Cleaning Oil Wells by Heated Oil (Knox), xix. 
CLEVENGER, G. H.: Discussions on: Classifica- 
tion in Witwatersrand Mills, 249, 250. 
Mechanism of Filtration, 235-238. 
Coal, consumption, volatilization plant, 209. 
: Coal and coke symposium, papers, xxvii. 
j Coalescence: see Copper. 
Coal-pulverizing plant: features, 208. 
flow sheet, 208. 
Coke: ash in, variation, 1016. 
moisture, variability, 1016. 
relation to oxygen consumption, blast fui- 
nace, 1015, 1024. 
Coke and coal symposium, papers, xxvii. 
Coke-oven gas, open-hearth fuel, controlled com- 
bustion, data, 1068-1071, 1074, 1075. 
Cotcorp, F. F., Kern, E. F. and Moutriean, 
J. J.: The Conductivity of Electrolytes 
in the Electrolytic Separation of Silver 
and Gold, xxv, 108-117. 
Colemanite: formation in place, 449. 
lode deposits, case for, 462. 
origin, theories, 452. 
see also Kramer, Calif. ' 
Colloid theory, modification, aluminum-silicon 
alloys, 585. 
Colloidality, maximum, zone, discussion, 905. 
Colloids; characteristics, 906, 907. 
intermediate zone of dispersion, 906. 
Colorado: see Leadville. 
Columbia and Peru (Petroleum Production) 
(Hunriey), xxiv. 
Columbia Steel Corp., A. I. M. E., trip, xvii. 
Combustion control: see Open-hearth furnace. 
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Combustion regulators, sections, 1066, 1067. 


‘trol ey xxvi, 1047-10 3. 
open-hearth - eeeean 


weight, 1068. i 
" 


Committes, A. I. M. E., personnel, xii, xiii. 
Comparative Value as Motor Fuel of Cracked Gaso 
line vs. Straight Run Gasoline (W: ELLS), th 


xxiii. Late AL. 
Compression tests: AL-CU-SI alloy: 467. Mie git Op 


‘data, 476-478. ae 
Concentrates, carrying and handling, 347. ri 
Concentration: grinding, degree needed, 249. 
wet: see Chief Consolidated plant; Lead. 
Concentration papers, list, xxv. - 
Concentrator: see Gravity concentrator; Huff. : 
Condenser: see Arsenic kitchens. 
Conductivities: lead-antimony alloys: measure- 
ment: 508. 
eurves, 509-512. 
see also Copper; Electrolytes, gold and silver 
separation. 
Conductivity of Electrolytes Used in the Electrolytic 
Separation of Silver and Gold (Co1- 
corD, Kern and Mouiiaan), xxv, 
108; Discussion, 117-122. 
Cond classifiers: comparison with straight and 
bowl classifiers, 239-243, 248. 
double, description and use, 345. 
tests: flow sheet, 240. 
results, 240. 
Conical-point test, versus ball test, discussion, 
674, 675. 
Consolidated Mercur Gold Mines Co., crush- 
ing costs, 340. 
Constitutional diagrams, alloys, discussion, 1161. 
Contactor shunts, flexible, copper wires, embrittle- 
ment, 749. 
Converter fume, lead smelting, treatment, 195. 
Conveyors: see Magna plant. 
Coolidge X-ray tubes, anodes, leaks, causes, 748. 
Cooling: see Carbon steel. 
Cooling cracks, nickel silver, photomicrographs, 
839, 841. 
Cooling curves, Al-Cu alloys, tests, 562. 
Copper: arsenic content, effect on conductivity, 
693, 694. 
arsenical: analyses, 769. 
before and after gassing, photomicrographs, 
768, 769. 
resistance to deterioration, 774. 
chemically pure, desirability, 696. 
coalescence, discussion, 773-774. 
conductivity and ductility tests: conclusions, 
692. 
discussion, 692-699. 
results: curves, 682, 683. 
data, 688, 689, 691. 
lead content, effect, 684, 693. 
oxygen content, effect, 682. 
tin content, effect, 685. 
tin and lead: added, effect, 680. 
residual, effect, 687. 
specimens: analyses, 699. 
photomicrographs, 684-687, 690, 691. 
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conductivity and ductility tests: 
specimens: preparation, 680. 
crystal, ion-electron lattice, 649, 650, 
deoxidation: arsenic effect, data, 764. 
discussion, 767. 
depth: effect of time and temperature: 
_curves, 771, 
data, 756. 
photomicrograph, 765. 
oxygen-content effect: curve, 766. 
data, 762, 764. 
discussion, 759, 762. 
rate: effect of time and temperature, 
curves, 755. 
data, 756, 759. 
retardation, with depth, 767. 
reducing gases used, analysis, 755. 
tests: conclusions, 755. 
hydrogen, data, 764. 
results, discussion, 757, 770. 
specimens, analyses, 761, 764. 
deoxidized: need for specifying, 771. 
purity, effect, data, 757. 
distribution, New Cornelia ore, 75. 
Copper, electrolysis: see Electrolysis; Electrolytes. 
embrittlement, by hot reducing gases: causes, 
744. 
effect, photomicrographs, 747. 
examples, 746-750. 
lack at very high temperatures, 773.' 
prevention by annealing: photomicro- 
graphs, 777-781. 
tests: 779. 
conclusions, 782. 
etching reagents, use, 731-736, 741. 
exposure to hydrogen, safe temperature, 772. 
gas in, symposium, introduction, 742. 
hard and soft, deoxidation, data, 758. 
hardness: see Meyer’s analysis, ball indenta- 
tion test. 
heating, coalescence, 741. 
impurities, effect on properties, 693. 
leaching: collection, 33. 
costs, 53. 
harmful effect of iron, 36. 
leaching: ‘‘iron’’ phenomena, discussion, 44— 
45. 
see also Ohio Copper Co. mine. 
“‘life’’ of project, determination, 37, 
microscopic structure: annealed, view, 729 
cast, description, 715. 
cast and worked, description, 719. 
cold-drawn, views, 720-724, 730, 734, 735. 
cold-rolled, views, 716, 717. 
description, 707, 739-740. 
hot-rolled, views, 718-719, 731-733. 
oxygen eutectic: description, 724. 
views, 715, 725-728. 
photomicrographs, 708-712. 
recrystallized, description, 720 
recrystallized and worked, description, 722. 
precipitation: by scrap-iron, cost, 104, 105. 
effect on grade, 49. 
rate, factors, 48, 
percolating waters, purpose of, 39. 


Copper: 
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electrolysis: precipitation: recovery: 
31-55. 
effect of iron content, 57. 
volume of water, effect, 47. 
water and air for, factors, 34. 
precipitation plant, 48 
reduction and refining, committee, xii. 
removal from silver precipitate, 321. 
solubility in aluminum: 571. 
effect of impurities, 579. 
tests, description, 562. 
susceptibility to reducing gases, 772. 
Copper-alloys: heat treatment and annealing, 
methods, 562—564. 
see also Aluminum-copper; Aluminum- 
copper-silicon; Brass; Bronze; Piston 


Copper, 


alloys. , 
Copper-aluminum alloys: annealing: duration, 
effect, 572. 


photomicrographs, 572-573. 
structure, discussion, 574. 
Copper-aluminum diffusion alloy, photomicro- 
graph, 1156. 
Copper balance, Inspiration Cons. Copper Co., 
leaching tests, 72. 
Copper blast-furnace slags, impurities, removal, 
28-30. 
Copper blister, impure, electrolytic refining, 134. 
Copper castings: exudations: cause, 704. 
effect on rolled copper: 705. 
photomicrographs, 705. 
oxide segregation between grains,view, 701. 
photomicrographs, 701. 
sections, photomicrographs, 702-704. 
structure, 701. 
Copper cement: see Cement copper. 
Copper concentrates: see Ohio Copper Co. Lark, 
Utah. 
Copper-cuprous oxide eutectic: description, 724. 
photomicrographs, 715, 725-728. 
Copper drillings: ignition in carbon dioxide: 
apparatus, sketch, 791. 
data, 790, 791. 
Copper nitrate solution: conductivity: 108-110. 
curves showing, 109, 110. 
reaction, equations, 110. 
Copper orebody, caving for leaching, 54. 
Copper ores: mixed: definition, 58. 
ferric sulphate leaching: see Inspiration 
Cons. Copper Co.; New Cornelia 
Copper Co.; Ohio Copper Co. mines. 
solubility in water, 42. 


Copper oxide, in annealed copper bar, photo- 
micrograph, 661. 
Copper photographie specimens, surfacing 


methods, 736. 
Copper rod, embrittlement, cause, 772. 
Copper sulfate: flotation of sulfides, effect, 360-— 
361. 
see also Ohio Copper Co. mine: leaching old 
workings; Silver, leaching. 
Copper tailings: leaching tests, 55. 
recoverable copper, factors, 56. 
Copper-tin alloys, structure, photomicrographs, 
1158, 1164. 
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Copper-tin diagrams: comparison, 1162. 
development, 1161. 
sketches, 1159, 1162, 1163. 
Copper tubes: deoxidation tests, analyses, 761. 
oxygen distribution, photomicrographs, 760. 
Copper wire, embrittlement during enameling, 
causes, 749. 
Copper-zine diagram: development, 1166. 
sketch, 1165. 
Copper-zinc-tin diagram, sketch, 1167. 
Coral sand, as blast sand, 448. : 
Core Drilling in Geologic Exploration as Applied 
in Wyoming and Montana (BaRTRAM 
and WILSON, xix. 
Core Drilling Technology (LONGYEAR, Donovan, 
Exuiotr, Brown), xxiii. 
Corrosion of Pipe Lines and Protective Covering 
(McGrew), xxiii 
Costs: see Crushing: Leaching, copper workings; 
Sands, mining; Standard Reduction 
Co. mill; Utah Copper Co.; Consolidated 
Mercur Gold Mines Co. 
Cottrell treaters, lead blast-furnace fumes, use, 
190-193. 
Cortez, F. B.: Discussion on: Modification and 
Properties of Sand-cast Aluminum 
silicon Alloys, 619-620. 
Cracking: see Nickel silver. 
Cracking of the Nickel Silvers in the Course of 
Annealing (JONES and WHITEHEAD), 
xx, 834; Discussion, 849. 
Cran, G. W.: Notes on Geology of Tintic District, 
Cranes, electrolytic copper refining, 129, 130. 
CrawsHaw, J. E., and Forey, F. B.: Effect on 
Air Gap in Explosion System on Pro- 
duction of Neumann Bands, xxvi, 
948-963; Discussion, 964-967. 
Critical density, crusher feed, 313. 
Critical temperatures: see Iron; 
alloys. 
Cross Process (Cross), xxiii. 
Cross, Roy: Cross Process, xxiii. 
Crucible melting, brass, difficulties, 830. 
Crude oil, open-hearth fuel, controlled combus- 
tion, data, 1068-1071, 1074, 1075. 
Crushers: coarse crushing, Magna plant, 215, 220. 
see also Ball mills; Dodge jaw; Hardinge 
conical mills; Rod mills; Rolls; Symons 
disk. 
Crushing, coarse: see Magna plant. 
costs, discussion, 223, 340. 
efficiency: computation: 295-300. 
curves, 295-297, 300. 
definition, 295. 
Kick vs. Rittinger laws, discussion: 298. 
feed, critical density, 313. 
leaching copper ore, degree, importance, 62. 
Haultain’s data, 260, 262, 263, 296, 297. 
mass of feed, fine slimes in, effect, 313. 
wet, feed dilution, effect, 314. 
see also Ball milling; Chief Consolidated 
plant; Heterogenous rocks; Homogen- 
ous rocks, roll products; Spring 
tensions; Stamp milling. 
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Crushing phenomena: investigation: conclusions! 
253. 
application, 286-300. 
see also Heterogenous works. 
Crushing rolls, breakage of particles in, manner, 
263. 
Gaeng tests: see Heterogenous rocks; Homo- 
genous rocks; McGill University. 
Crystal'formation: analogy, 858. 
by atoms, diagram, 854, 
by blocks, diagram, 853. 
Crystallization: controlling forces, 641. 
* diagrams, 637, 641, 642, 648. 
Crystals, microstructures, diagrams, 852-854. 
Current Theories of the Hardening of Steel Thirty 
Years Later (SAuvEUR), xxvi, 859-908. 
Cyanide flotation: metallurgical, 371. 
patents, 370. 
reagents, patents, 354. 
- sulfides, 362. 
tests: conclusions: 370, 376, 380. 
bornite, 374. 
chalcocite, 374. 
chalcopyrite, 374. 
galena: 361-362. 
photomicrographs, 365-367. 
pyrite: 362, 364, 374. 
photomicrographs, 366-369, 377-379. 
sphalerite: 362, 363. 
photomicrographs, 366-372. 
ore used, analyses, 355, 372. 
procedure, 355-372. 
reagents used, 362, 373. 
results: curves, 356-361. 
data, 362, 372. 
summary, 380. 
time of contact, curves, 360, 376. 
see also: zinc cyanide. 
Cyanide process, fine grinding, need, 249. 
Cyanide salts, metallic, flotation, use, 371. 
Cyanide solution, flotation, inhibition, discussion, 
370. 
Cyanogen compounds: see Cyanide solutions. 
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G. E.: Discussion on Effect of Zinc 
Oxide on the Formation Temperatures 
of Some Ferrous Slags, 28. 

D. & R. G. W. RB. R., Salt Lake shop, briquetting 

tests, copper concentrates, 51-53. 

Danford, M. O.: Application of Mining Tax Laws 

to the Petroleum Industry, xix. 
Daniezts, SAMuEL: Effect of Reheating upon the 
Al-Cu-Ni-Mg and the Al-Cu-Fe-Mg 
(Piston) Alloys, xxv, 479-504. 
DaNIELs, SAMUEL and WARNER, D. M.: Mechani- 
cal Properties of the Aluminum- 
copper-silicon Alloy as Sand Cast and 
as Heat-treated, xxi, 464-478. 
Darsy, I. H.: Discussion on: The Lead Antimony 
System of Hardening of Lead Alloys, 
540. 
Darsy, G. M.: Discussions on an Investigation of 
Crushing Phenomena, 314. 
Estimation of Oxygen and Sulfur in 
Refined Copper, 797, 798. 
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Data on Use of Loading Machines in Bituminous 
Mines (Briaut), xxvii. 

Davis, C. H.: Discussion on Hardness of Copper 
and Meyer’s Analysis, 676, 677. 

Davis, J. A. and Ricn, G. S.: Mining Petroleum in 
France and Germany, xxiv. 

Day, R. B., Brooxs, B. T., Knapp, A., and: 
Eecanomic Incidence of Cracking, xxiii. 

Dnan, R. 8.: Discussion on the Lead Antimony 
System and Hardening of Lead Alloys, 
529-535, 535, 539, 540. 

Duan, R. 8S. Hupson, W. E., and Fouenr, M. F., 
on hardening of lead-antimony alloys, 
517. 

Daan, R.S., Zickricx, Lyauu and Nix, F. C.: The 
Lead Antimony System and Hardening 
of Lead Alloys, xxv, 505-529. 

Decantation: washing sand and gravel: 427, 428 

apparatus, 427, 428. 

Deck rivet, structure, photomicrographs, 1150. 

Decxer, E. J.: Discussion on Modification and 
Properties of Sand-cast Aluminum- 
silicon Alloys, 620. 

Dederich tunnel: see Ohio Copper Co. mine. 

Deep Hole Prospecting at Chief Consolidated Mine 
(DosBEL) xviii. 

Dez Gotyer, E. L.: World Production of Petroleum 
in 1926, xxii. 

Deseran, P., on harding of steel, 863, 865, 868, 871, 
890. 

Derxavan, N. B.: Investigation into the Cause of 
Breakage in Crude Pipe-line Trans- 
portation Systems, xxiii. 

Deoxidation: see Copper. 

Deoxidizer, rimmed steel, use, 1035, 1041. 

Department of Agriculture, restrictions on sand 
shipments, 382. 

Durn, G. H.: Discussion on Chloridizing Mill of 
the Standard Reduction Co., 339. 

Development of Differential Flotation on Complex 
Sulfide Ores (Boors), xviii. 

Devitrification, glass sands, prevention, 402 

DierrenBacnu, BE. E.: Discussion on the Conductiv- 
ity of Electrolytes Used in the Electro- 
lytic Separation of Gold and Silver, 
121, 122. 

Directors, A. I. M. E., 1926-1927, xi. 

Discussion of Theory of Mine Ventilation 
(CALLEN), xxiv. 

Distillation by Pipe Stills (PRimRosB), xxiii. 

Drx, E. H. Jr.: Discussion on Microstructure of 
Aluminum, 626-627. 

Dr, E. H. Jr. and Ricuarpson, H. H.: Hquilib- 
rium Relations in Aluminum-copper 
Alloys of High Purity, xxv. 

DossEeLt, CHARLES: Deep Hole Prospecting at 
Chief Consolidated Mine, xviii. 

Dodge breaker, crushing tests, 263, 309. 

Donovan, P. W. and Loneyrar, R. D.: Core 
Drilling Technology: Diamond Drilling, 
Xxili. 

Doré, selenium in, removal, 122 

Dorr classifiers: bowl: tests: comparison with 
cones and straight type, 239-243, 248. 

flow sheet, 241, 242. 
results, 241, 242. 


Dorr classifiers: straight type: tests: comparison 
with cones and bow! classifiers, 239- 
243. 
flow sheets, 241 
results, 241 
use, Geduld mill, 243 
Drilling Wildcat Wells in Wyoming (Stncuatr), 
xix, 

Drills: see, Rock drill. 

Drossing: see Lead smelting. 

Drying: glass sands, methods, 417. 
industrial sands, methods, 437. 

Sperry process, 164. 
Dubbs Process (EGLOFF), xxiii. 
Ductility: see Copper, conductivity and ductility 
5 tests. 
Dumper, Magna plant, description and use, 213—- 
215. 

Dust collection: electrostatic mill, method, 350. 
reverse nozzle, description and use, 91. 
roaster gas, 88. 

Dwight-Lloyd sintering machine: description and 

use, 177. 
flue dust and fume, treatment, 192. 
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East Chicago, Ind.: see Electrolytes, gold and silver 
separation. 

Eavenson, H. N.: Report of Coal and Coke 
Committee, xxvii. 

Report of Sub-committee on Coal Mining to 
Committee on Ground Movement and 
Subsidence, xxvii. 

Economic Design of Mine Airways (RICHARDSON), 
Xxiv. 

Economic Effect of Anti-knock Motor Fuels (Cuay- 
DEN and Horntn@), xxiii. 

Ecomonic Effect of Basic Changes in Refinery 
Operation (W. MILuER), xxiii. 

Economic Incidence of Cracking (Brooxs, Day 
and Knapp), xxiii. 

Epexnav. L.: Liquid Sulfur Dioxide Process, xxiii. 

Effect of Air Gap in Explosion System on Produc- 
tion of Newmann Bands (Founy and 
CRAWSHAW), xxvii, 948, Discussion, 
664-967. 

Effect of Annealing upon the Hardness of Cold- 
worked Ingot Iron (Cuayron), xxvi, 
926-928. 

Effect of Cyanogen Compounds on Floatability of 
Pure Sulfide Minerals-I (Tucxnr, 
and Hap), xix, 354; Discussion, 370—- 
371. 

Effect of Lead and Tin with Oxygen on the Conduc- 
tivity and Ductility of Copper (Pinu1na 
and Hauuiwe.u), xxvi, 679; Discus- 
sion; 692-699. 

Effect of Reheating upon the Al-Cu-Ni-Mg and the 
Al-Cu-Fe-Mg (Piston) Alloys (DAn- 
TELS), xxv, 479-504. 

Effect of Zinc Oxide on the Formation Temperatures 
of Some Ferrous Slags (Mann), xxv, 
3; Discussion, 28-30. 

Eaetorr, Gustav: Dubbs Process, xxiii, | 

Electric furnace, melting brass, advantages, 830. 
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Electric locomotives, Magna plant use, 213. 

Electric Shot-firing Experiments in Coal Mines 
(Warts), xviii. 

Electrical equipment, Sperry process, 167. 


Electrodes, stripping, Nichols series process, 
137. 

Electrolysis: cathode, impregnation with paraffin, 
120. 


copper: development, history, 124. 
Nichols process: advantages and _ dis- 
advantages, 144-145. 
anodes: description, 127. 
preparation and handling, 127-130. 
silver content, importance, 144. 
busbars, 132. 
cathodes, painting, 128. 
concrete tanks, 130. 
lining, -130. 
description, 126. 
electrodes, stripping, 137. 
equipment, description, 126-131, 136. 
flat-bulb tank light, 136. 
flexibility, reasons, 134, 141. 
glue in electrolyte, 135. 
impure blister, refining, 134. 
installation cost, 132, 142. 
labor saved, 142. 
loading cranes, 129, 130. 
power: consumption, 131, 141, 144, 
saving, 144, 
supply, 133. 
silver and gold loss, 133, 142-144. 
series system, comparison with multiple 
system, 123, 144, 155. 
copper solutions, versus cementation, 85, 
98, 104-107. 
measuring and recording, terms, 118-119. 
precious-metal anodes content, ratio to 
percentage loss, 144. 
tanks, shallow versus deep, 142-144. 
voltage, effect of ferrous and ferric iron and 
free acid, 61. 
Electrolyte: alumina in, effect, 61. 
constituents, effect on voltage, 61. 
‘“equal metal content’’ versus ‘equivalent 
concentrations,’”’ 118. 
glue added, effect, 135. 
gold and silver separation: ammonia in: 
cause, 110, 118, 119, 130. 
effect on conductivity: 111-113. 
curves showing, 112. 
effect on crystal formation: 113-117. 
photomicrographs, 115-116. 
composition, 109, 111, 114. 
conductivity: determination, 108. 
comparison, 119. 
curves showing, 109, 110. 
maximum, 117. 
potassium nitrates effect, 120. 
sodium nitrate effect, 120. 
conductivity tests: conclusions, 117. 
results, 114. 
nitric acid reaction with impurities, 120. 
Electrolyte tanks: shallow: discussion, 141-144, 
specific gravity, 111, 114. 
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Electrolyte tanks: ‘grams per liter,’ conversion 
to “fractional normality,” 119. 
requirements, 118, 
see also Alumina. 
Electrolytic cells: electrolysis of white lead: 
construction: 152-156. 
view, 154-156. 
Electrolytic precipitation, leached copper solu- 
tions, 59. 
Electrolytic white lead: see Sperry process. 
Electrons: see Atomic structure. 
Electrostatic mill: see Midvale, Utah. 
Elimination of Metalloids in the Basic Open- 
hearth Process (Kpats and Herry), 
xxvii, 1079; Discussion, 1106. 
Exuiort, J. E.: Core Drilling Technology: Special 
Type Drills, xxxiii, 
Embrittlement: see Copper. 
Embrittlement of Copper by Hot Reducing Gases. 
(FULLER), xxvi, 744; Discussion, 750- 
754, 
Employe Ownership in Industry (Suaw), xxvii. 
Enameling, copper wire, embrittlement, causes, 
749. 
Endurance Properties of Non-ferrous 
(McApaM, JR.), xx. 
Endurance Properties of Non-ferrous Metals-I 
(McApaM, JR.), xxv. 
Engine sand: photomicrographs, 440. 
properties and uses, 438. 
Equilibrium, chemical: see Open-hearth process, 
basic. 
Equilibrium conditions: see Carbon; Manganese; 
Open-hearth Process; Phosphorous. 
Equilibrium diagram: aluminum-copper alloys, 
567. 
carbon-iron system, 853. 
iron-tungsten system, 970, 971. 
see also metals and alloys named, 
Equilibrium Relations in Aluminum-copper Alloys 
of High Purity (Drx and RicHarp- 
son), xxv, 560; Discussion, 619-621. 
Error, probable, blast-furnace calculations, 1009. 
Estasroox, E. L. and Raper, C. M.: History 
of Production of Salt Creek Field, xix. 
EstaBrook, E. L. and Youne, H. W.: Waters of 
Salt Creek Field, xix. 
Estimation of Oxygen and Sulfur in Refined 
Copper (BasspeTtt and BrpDwortsH), 
xxvi, 784; Discussion, 797—798. 
Etching, aluminum (piston) alloys, method, 485. 
Etching reagents, copper, 731-736, 741, 780. 
Eureka, Utah, volatilization mill at, 206. 
Eutectic temperatures: see Aluwminum-copper 
alloys. 
Eutectoids: see alloys named. 
Evaluation of Coal (SWEETSHR), xxvii. 
Evaporation Losses in Storage and Transportation 
(Wiaarns), xxiii. 
Evolution in the Preparation of Ores for Lead 
Blast Furnaces (Jnssup), xviii. 
Explosibility of Coal and Other Dusts in a Labora- 
tory Steel Dust-gallery (ALLISON), 
XXxvii. 
Explosion air-gap: see Newmann bands, formation. 
Explosives symposium, papers, xxvii. 
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Exudations on Copper Castings. (Bassurr and 


Brapupy), xxvi, 700; Discussion, 
706. 
Hye-pieces: see Quartz eye-picces. 
F 


Factors Affecting the Cracking of Petroleum 
(PaRMELEB), xxiii. 
Feed sizes: see Homogeneous rocks. 
Feeders: lead-ore roasters, 175. 
sintering machines, description, 177. 
Feeding, brass molding, discussion, 832. 
Freinnp, A. L. Discussion on Making Rimmed 
Steel, 1045. 
Ferric chloride, as etching reagent, 731. 
Ferric chloride solutions, leaching, corrosion, 101. 
Ferric iron, by anodic oxidation, cheapness, 98. 
Ferric oxide, open-hearth slag, variation, curves, 
1083, 1086. 
Ferric sulfate: as solvent agent, copper ore, 60. 
conversion of ferrous sulfate by SO2: equa- 
tion, 101. 
patents, 101. 
from SO: and air, early work, 85-86, 98, 101, 
103. 
regeneration in non-diaphragm cell, 60. 
Ferric sulfate and sulfuric acid: commercial; 
gas for, content, 87. 
small-scale tests, equipment, 90-92, 95. 
units: costs, 96, 98-101, 104-107. 
design, factors, 95. 
size, 96. 
dilute, aeration costs, 100, 104. 
electrolysis vs. cementation, 85, 98, 104- 
107. 
end reactions, equations, 89. 
ferrous sulfate solution, iron content, 86. 
from roaster gas: B. of M. process: aerator: 
clogging, tests, 88. 
application, 84, 94. 
description, 91. 
““Duro”’ cloth: life, 93. 
use, 88. 
gas bubbles: coalescence, remedy, 90, 95. 
size, 86, 89-90. 
pilot plant: see below under 
commercial tests. 
plant and synthentic solutions, data, 94. 
reverse-nozzle dust collector, use, 91. 
semi-commercial tests, data, 92-94. 
tests: data, 87. 
summary, 97, 
types, 89. 
recommended, 97. 
views, 91, 92. 
Ferric sulfate leaching: see Inspiration Cons. 
Copper Co. 
Ferric sulfate solutions, leaching, corrosion, 101. 
‘‘Werris-wheel’’ casting machine, description, 141. 
Ferrite: as zinc-carrying slag ingredient, 29. 
banded, in carbon steel, photomicrograph, 
945. 
examples, photomicrographs, 1149, 1159. 
free: formation, microstructure, discussion, 
855. 
ultra-violet selective characteristics, 924. 
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Ferrosilicon, open-hearth charge, analyses, 1105. 
Ferrous oxide, open-hearth slag, variation, curves, 
1083, 1086. 
TVerrous slags: formation temperatures: curves, 
14-15. 
data, 19-27. 
determination, 7-8. 
effect of zine oxide on, 3—30. 
tests: analyses: 19-27. 
reliability, 28. 
conclusions, 18. 
determination, 11—12. 
furnace: atmospheric conditions, 12-13. 
description, 8-11. 
operation, 12. 
section, 11. 
temperature possible, 9. 
views, 9, 10. 
measurements, means, 13. 
temperature range, 13-16. 
tests: Seger cones: behavior, 13. 
bonds, 7. 
materials, 7. 
mounting, 9. 
protection on removal from mold, 8. 
solution required, 8. 
high-zine, effect of sulfur, 28. 
impurities, removal, 28-30. 
viscosity during fusion, 16. 
Frrrxe, C. R., photomicograph by, count of 
grains and grain size, 304-306. 
American Glass Sands, Their Properties and 
Preparation, xxv, 398-422. 
Discussion on American Glass Sands, Their 
Properties and Preparation, 422. 
Frevpner, A. C. and Servie, W. A.: Relation of 
Ash Composition to the Uses of Coal, 
Xxvii. 
Film water, use in leaching, advantages, 35. 
Filter cake: bridge of particles, formation, 227, 
233. 
structure: description and sketch, 227. 
effect of amount of vacuum on, 227, 234- 
235. 
Filter cloth, open weave, advantages, 225. 
Filter opening: calculation, 232. 
size and density of pulp particles, relation: 
curves showing, 230-232, 234. 
data, 228. 
discussion, 226, 231. 
Filter sand: photomicrographs, 438, 439. 
properties and uses, 437. 
Filter thickener: use, 236-238. 
versus gravity thickener, 236-238. 
Filters: solids in pulp, concentration, effect, 225. 
see also Moore filter. 
Filtration: high pressures, effect, 235. 
mechanism, discussion, 225-234. 
principles, 225. 
pulp particles: arrangement: effect of con- 
centration of solids, 232. 
tendency, 225. 
size, effect on bridge formation, 233. 
pulps: thickness, desirability, 234. 
see also Filter openings. 
seepage effect, discussion, 226. 
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Filtration: washing sand and gravel, 426. 
apparatus, 427. 
see also Sand filtration. 
Fines: see Sintering. 
Fire clays, physical properties, 392. 
Fire cracking: see Nickel silver, annealing crack- 
ing. 
Fire cracks, nickel silver, photomicrographs, 839, 
840. 
Firing, sintering charge, lead smelting, 180. 
FirzGERALD, CHARLES: Transportation of Petro- 
leum, xxiii. ; 
Flat-bulb light, for examining electrolyte tanks, 
136. 
Flooring sand, properties and uses, 445. 
Flotation: see Cyanide solutions, flotation agents. 
Flotation Development and Simplification at the 
Ophir Hill Consolidated Mill (LEMKE), 
xviii. 
Flotation mill, zine-recovery tests, results, 351. 
Flotation oils and reagents, 353. 
Flow sheet: Inspiration Cons. Copper Co. leach- 
ing tests, 74. 
volatilization plant, 203, 205-208. 
Flue dust: definition, 190. 
lead blast-furnace, retreatment and recovery, 
190-197. 
Fluorspar, rimmed-steel manufacture, use, 1030, 
1037. 
F. J.: Review of American (Petroleum) 
Production, xxiii. 
Technologic Progress in the 
xxiii. 
Foury, F. B.: Amorphous Cement and the Forma- 
tion of Ferrite in the Light of X-ray 
Evidence, xx, 850-857. 
Discussion on Effect of Air Gap in Explosion 
System on Production of Neumann 
Bands, xxvi, 964, 965, 966, 967. 
Foley, F. B. and Crawshaw, J. E., Effect of Air 
Gap in Explosion System on Produc- 
tion of Neumann Bands, xxvi, 948- 
963; Discussion, 964, 967. 
Fouey, F. B.,Ciayton, C. Y., Remmers, W. E.: 
. Influence of Temperature, Time and 
Rate of Cooling on Physical Properties 
of Carbon Steel-II, xxvi, 929-947. 
Foors, A. B. and Futron, J. A.: Mining Methods 
in Grass Valley District, Calif., xxvii. 
D.: The Relation between Metallurgy 
and Atomic Structure, xxv, 826-656. 
Forecasting Petroleum Production (SAnps and 
OsBoRN), Xxiv. 
Formation temperatures: see Ferrous 
Formulae: see Tensional stress. 
Foundry, iron, committee, xiii. 
Foundry sand; see Albany, Lumberton and Mill- 
ville sands. 
Fractionation (PETERS), xxiii. 
Fraser, Tuomas, and Yancy, H. F.: Air Sand 
Process of Cleaning Coal, xxvii. 
FREEDMAN, Louts: Gulf Coast (Petroleum Pro- 
duction), xxiv. 
Fuel: see Open-hearth furnace. 
Fuuuer, T. 8.: Embrittlement of Copper by Hot 
Reducing Gases, xxvi, 744-750. 
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Fuutrr, T. 8.: Discussion on Action of Reducing 
Gases on Heated Copper, 773. 
Futon, J. A. and Foorn, A. B,; Mining Methods 
in Grass Valley District, Calif., xxvii. 
Fume: definition, 190. 
lead blast-furnaces, retreatment and recov- 
ery, 190-197. 
Furnace-bottom sand, uniformity, 390. 
Furnacts: speed, effect on slag formation, 28. 
see also Electric furnaces; Ferrous slags, 
formation temperature tests; Holt-Dern 
furnaces; Lead blast-furnaces; Roasting 
~ furnaces; Wire-bar. 
Fusion temperatures: determination; 969. 
hood, view, 969. 
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Gaur, H. 8.: Borate Deposits near Kramer, 

Calif., xxv, 449-463. 

Galena; roll-crushed, screen analyses, logarithmic 

plots, 258, 259. 
silver-bearing, recovery, 342. 
see also Cyanide solutions, flotation tests. 

GaLtoway, J. J., wear tests by, discussion, 265. 

Gamma iron: arrangement of atoms, diagrams, 
852. 

solubility of carbon in, 1146. 

Garrias, V. R. and WuHETsEL, R. V.: Mexican 
Oil Fields, xxiv. 

Garfield Utah, copper smelter, A. I. M. E, trip, 
xvii. 

GARNER, A. H.: Suggested Nomenclature and 
Correlation of the Geological Forma- 
tions in Venezuela, xxiv. 

Gas in copper, symposium, introduction, 742. 

Gasoline Problem (HOLMES), xxiii. 

Gasoline shovels, mining sand, use, 384. 

Gates, J. F., Tuckrr, E. L. and Huap, R. E.: 
Effect of Cyanogen Compounds on 
the Floatability of Pure Sulfide Min- 
erals.—ITI, xix, 372-380. 

Gating, brass molding, discussion, 832. 

Gaupin, A. M.: Investigation of Crushing Phe- 
nomena, 253-310. 

Discussions on: Classification in Witwaters- 

rand Mills, 251, 252. 
Investigation of Crushing 
xxv, 311, 312, 314-316. 

Geduld Proprietary Mines, mill: 

tests: feed, quality, 245. 
flow sheets, 240-242. 
results: bowl type, 242. 
cones, 240. 
straight type, 241. 
installation, flexibility, 243. 
practice, flow sheet, 243-244, 
straight type Dorr classifiers, use, 243. 

Gets, W. H,: Billy Creek Field, xix. 

Genter filter-thickener, use, 236-238. 

Geology: see Mining geology. 

GxroraE, H. S., Discussion on Introduction to 

. Ulira-violet Metallography, 924-925. 

German periscope brass, analysis, 800. 

Gerster, G. C. and Waay, E. W.: California 
(Petroleum Production), xxiii. 


Phenomena, 


classification 
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Glass sands: batch scum, formation, 407. 
composition, 398-399. 
devitrification prevention, 402. 
grades, specifications, 400. 
grading methods, 418. 
grains: shape: discussion, 410. 
views, 410-412. 
sizes: limits, 408, 
uniformity, importance, 406. 
impurities, occurrence and effect, 401—406. 
mining and _ preparation: methods and 
equipment, 414-420. 
views, 414. 
occurrence, 398. 
prices and production, 422. 
quarry, 415. 
tolerances, 400. 
washed, screen tests, results, 409. 
Glue, in electrolyte, 135. 
Godfrey roasters: lead ore: description, 174. 
operation, 174-177. 
Gold: accumulation in classifier circuit, 248, 250. 
concentrating recoveries, 351. 
crystal, ion-electron lattice, 649, 650. 
loss, Nichols series process, 133, 142-144. 
recovery, volatilization process, 209. 

Gold and silver separation: see Electrolytes. 

Gold-bearing pyrite, recovery, 342. 

Gold ore, Witwatersrand, grinding, size, 250. 

Goodrich, H. C.: Shovel Operations at Bingham 
Utah Copper Co., xviii. 

Discussion on Recovery of Copper by Leaching, 
Ohio Brass Co. of Utah, 56, 57. 

Graham, Thomas, on colloid characteristics, 906. 

Grain-growth loss: see Metals, 

Granite: Stony Creek, jaw crusher product, 
screen analyses, logarithmic plot, 
264. 

Stony Point, roll-crushed, screen analyses, 
logarithmic plot, curve, 258. 

Grant, J. E. and others: Treatment of the Tellu- 
ride-bearing Gold Ores of the Wright- 
Hargreaves Mines, Ltd., xxv. 

Granville Springs, glass sands, grades, 419. 

Graphic Method of Work Done by Producing 
Wells (LINDSAY), xix. 

Graphite: see Anodes. 

Gravel: classification, 432. 

impurities, removal, 424, 430-431. 
sizing, methods, 431-433, 
washing: methods, 426-431. 

water, amounts, 428. 

uniform feed, importance, 429. 

Gravity concentrator, description and use, 342. 

Gravity thickener, vs. filter thickener, 236-238. 

Great Capacon, glass-sand quarry, 415. 

Greenawalt reducers, use, comparison, 102-103. 

GREENAWALT, W. E.: Discussion on Production 
of Ferric Sulfate and Sulfuric Acid 
from Roaster Gas, 101. 

GreEnet, G., on harding of steel, 865, 890. 

Grizzlies, Magna plant, view, 218, 219. 

GrRossMANN, M. A.: Discussion on Tron-tungsten 
System, 1008. 

Ground movement and subsidence, papers, 
XXVii. 


Growth loss, metal grains, 1138. 

Gu1tz7, L.: on hardening of steel, 865, 868, 871, 
893. 

Gulf Coast (Petroleum Production) (FREEDMAN). 
xxiv. 

Gun metal; heat treatment, 1172. 

Gun metal photomicrographs, 1169. 

Gunperrotu, C. J.: Discussion on an Investi- 
gation of Crushing Phenomena, 314. 
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Haas, Frank: Report of Sub-committee on Coal- 
mine Ventilation, xxiv. 

Haprietp, W. H.: on hardening steel, 863, 866, 

: 868, 871, 893, 969. 

Haraut, C. M.: Sharpening and Handling Drill 
Steels at Franklin, xxvii. 

Halide-alkali crystals: see Atomic structure. 

HaturweE.u, G. P.: Discussion on Annealing of 
Commercial Copper to Prevent Em- 
brittlement by Reducing Gases, 782— 
783. 

HaturweEtu, G. P. and Prmutne, N. P.: Effect of 
Lead and Tin with Oxygen on the 
Conductivity and Ductility of Copper, 
xxvi, 679-692. 

HANEMANN and ScuraDer, work by, 904. 

Hantey, H. R.: Discussion on Chloridizing Mill 
of the Standard Reduction Co., 338. 

Hansen, C. A.: Discussion on Mining and 
Preparation of Eastern Molding Sands, 
391-393. 

Hardening: see Lead-antimony alloys; Lead-anti- 
mony-tin alloys; Steel; Troostite. 

Hardinge conical mill, crushing tests, 285. 

Hardness: colloid factor, 905. 

definition, 905, 908. 
tests: ball vs. conical point, discussion, 674, 
675. 
log log plot, load-diameter relation, 662 
see also Aluminum-copper-silicon alloy; Iron, 
cold-worked ingots; Meyer’s analysis, 
ball indentation test; Steel. 

Hardness of Copper and Meyer’s Analysis (Hoyt 
and ScHERMERHORN) xxvi, 657; 
Discussion, 671-678. 

Harris, F. W.: Discussions on: Action of 
Reducing Gases on Heated Copper, 772. 

Microscopic Structure of Copper, 741. 

Hartz jigs: description and use, 343. 

plungers, stroke and speed, 344. 

Havuurain, H. E. T.: crushing efficiency curves, 

adaptation, 262, 263. 

data on crushing, efficiency, adaptation, 
curves, 296, 297. 

data on manner of rock breakage, 260. 

slow-motion pictures, breakage of rocks, 
conclusions, 260. 

Hayden process, electrolytic copper refining, 
development, 124. 

Haywarp, C. R.: Discussions on: Hardness of 
Copper and Meyer’s Analysis, 676. 

Effect of Lead and Tin with Oxygen on the 
Conductivity and Ductility of Copper, 
695-696, 
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Haywarp, C. R.: Discussions on: Effect of Zinc 
Oxide on the Formation Temperature 
of Some Ferrous Slags 28, 30. 

Lead-Antimony System of Hardening Lead 
Alloys, 526-538. 

Heap, R. E. and Tucker, FE. L.: Effect of 
Cyanogen Compounds on Floatability 
of Pure Sulfide Minerals, I, xix, 
354-370. 

Heap, R. E., Tucxer, E. L., and Garss, J. F.: 
Effect of Cyanogen Compounds on the 
Floatability of Pure Sulfide Minerals, 
II, xix, 372-380. 

Heat: see Open-hearth furnace. 

Heatu, C. L. and others: Treatment of the 
Telluride-bearing Gold Ores of the 
Wright-Hargreaves Mines, Lid., xxv. 

Heating temperature: see Oxygen in refined 
copper; Sulfur in refined copper. 

Heating system, leaching solution, 337. 

Heat loss, furnaces, causes and prevention, 339. 

Heat treatment: alloys: effect, 1168. 

curves, 1170, 1171. 
bronzes and brasses, 1172. 
see also Aluminum-copper-silicon alloy; 
Piston alloys. 

Henton, H. M.: Pyro- and Hydro-treatment of 
Magnesite and Dolomite, xxv. 

Herty, C. H., Jr.: Chemical Equilibrium of 
Manganese, Carbon, and Phosphorus 
in the Basic Open-hearth Process, 
xxvii, 1107-1132. 

Discussions on: Chemical Equilibrium of 

Manganese, Carbon and Phosphorus 

in the Basic Open-hearth Process, 1134. 

Probable Error in Blast-furnace Records and 
Calculations Therefrom, 1023. 

Herry, C. H. Jr.; and Kuarts, J. L.: Elimination 
of Metalloids in the Basic Open-hearth 
Process, xxvii. 

Heterogenous rocks: crushed, logarithmic size- 
curves, 301-303, 308, 309. 

definition, 243, 254. 
discussion, 301. 
grains: size, average, 307. 
number and sizes, photomicrographs, 304— 
306. 
preferential breaking sizes; averages, tables, 
305, 306 
tests, results, 304 
variation, curves, 308, 309. 
roll-crushing tests, results, 304. 
screening and sizing tests, description, 304. 

HrpsarD, H. D.: Discussions on: Effect of Zine 
Oxide on the Formation Temperatures 
of Some Ferrous Slags, 28. 

Making Rimmed Steel, 1042-1043, 1046. 
on gases that form blowholes in rimmed 
ingots, 1032, 1042. 

Hinrs, G. O.: Discussion on the Lead Antimony 
System of Hardening Lead Alloys, 
539. 

Huu, H. B.: Increasing Production by Shooting, 
xxiii. 

Hinton, G. B., flotation of silver minerals in 
water, tests, 370. 


Hirst Institute of Metals, brass analysis, 800. 
History of Production of Salt Creek Field (Esta- 
BROOK and RapDgER), xix, 
Hixon, A. W., Work, L. T., and Opetu, I. H.: 
Mechanism of Filtration, xxv, 225-234. 
Holland Tunnel (New York-New Jersey), 
A.I.M.E. trip, xxii. 
Holland Tunnel (Singstad), xxiv. 
Hounizs, J. A.: Shutting in Rangely Gas Well, 
xix. 
Ho.mgs, R. C.: Gasoline Problem, xxiii. 
Holt-Dern furnaces, description and operation, 
318. 
Holt-Dern roasters: description and use, 332. 
fuel economy, 339. 
operation, 340. 
plan and section, 333. 
views, 334, 335. 
volatilization loss, prevention, 340. 
Homogeneous rocks: ball-mill product, particle 
breakage, manner, 286. 
ball mill tests: continuous discharge: 285. 
products, screen analyses, logarithmic 
curves, 285, 286. 
feed over critical size: duration: data, 283, 
effect, 280.: 
batch ball mill: nip angle, relations, diagram, 
277. ‘ 
batch ball-mill product: ball size, 284. 
breakage, 586. 
feed grain size: effect, 274. 
relation to ball size and nip angle, 277. 
grain shapes, 278, 286. 
photomicrographs, 279, 282. 
screen analyses, logarithmic plots, 274~ 
277, 280, 281, 283-284. 
breakage in rolls: discussion, 260. 
sketch, 262. 
crushing efficiency, discussion, 295-300. 
definition, 253, 254. 
jaw-crushed: particle breakage, manner, 264. 
screen analyses, logarithmic plot, 263. 
shape of particles, 264. 
—200 mesh: area of surface: computation, 
292-294. 
curves, 292, 293, 
average volume: computation, 294. 
curves, 294, 295. 
from crushing, observed and computed, 
comparison, data, 288. 
screening, discussion, 287. 
size, computation, 289. 
nip angle: explanation, 277. 
relations, diagram, 277. 
particles: fineness possible, 287. 
size, relation to percentage corresponding 
to a given size, 286-300. 
pebble-mill product, shapes, photomicro- 
graphs, 266. 
pebble-mill wear test without pebbles, 264. 
rod-mill product: particle breakage, manner, 
273. 
photomicrographs, 269. 
screen analyses, logarithmic plots, 270, 
271, 273. 
size curves, 268. 
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Homogeneous rocks: rod-mill tests: description, 
268-274. 
number of rods used, effect, 272. 
roll-crushed, breakage of particles, manner, 
263. 
feed sizes, relation to set of rolls, curves, 
260. 
photomicrographs, 261. 
sereen analyses: logarithmic plots: 256—- 
259. 
discussion, 255-263. 
shape of particle, 263. 
size curves: 256. 
method of plotting, 255. 
wear tests: see Quartz. 
Honpa, Koraro: on hardening of steel, 864, 
866, 868, 869, 896: 
Hopkins, E. B. and Wasson, H. J.: Venezuela 
and the West Indies (Petroleum Pro- 
duction), xxiv. 
Hoppers, Magna plant, view, 218, 219. 
Hornine, H. L. and Cuaypnrn, A. L.: Economic 


Effect of Anti-knock Motor Fuels, 
xxiii. 

Howsn, H. M.: influence in physical metallurgy, 
1174. 


Memorial Lecture, Last Twenty-five Years 
of Metallography, xxvii, 1135-1178. 
steel hardening theory, 1145. 
Hoyt, 8. L.: Discussions on: Effect on Air Gap 
in Explosion System on Production 
of Neumann Bands, 964. 
Hardness of Copper and Meyer’s Analysis, 
671, 674-678. 
on hardening of steel, 866, 868, 869, 871, 895. 

Hoyt, 8. L. and ScoprMeRHORN, T. R.: Hardness 
of Copper and Meyer’s Analysis, 
xxvi, 657-671. 

L. W.: Operating Characteristics of 
Centrifugal Fans and Use of Fan 
Performance Curve, xxiv. 

Huessener combustion regulator, section, 1066. 

Hupssenrr, K.: Combustion in the Open Hearth 

Furnace with Special Reference to 

Automatic Control, xxvi, 1047-1078. 

Huff concentrating machines: limitations, 350. 
use, 349. 

Humrrey, M.: steel hardening theory, 1145. 

Hunt and Douglas process, reference, 98, 103. 

Huntuey, L. G.: Columbia and Peru (Petroleum 

Production), xxtv. 
Hydraulic mining: molding sands: 384, 387. 
view, 386. 
Hydrogen: blowholes in 
1032. 
views, 1032. 
deoxidation tests, data, 764. 
reduction apparatus, view, 785. 
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rimmed steel: effect, 


Illinois: glass sand, occurrence, 419. 
industrial sands, occurrence, 434. 
see also Ottawa, Ill. 
Illuminating gas, as deoxidizer, analysis, 755. 
Impact tests: Al-Cu-Si alloy, 467. 
data, 476-478. 
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Impact values, effect of quenching temperatures, 
937. 

Improvements in the Series System of Electrolytic 
Copper Refining Recently Developed 
by the Nichols Copper Co. (Merriss), 
xxv, 123; Discussion, 142-145. 

Increasing the Extraction of Oil by Water Flooding 
(Umpiesy), xxiii. 

Increasing Production by Shooting (Hi), xxiii. 

Indiana: see Hasi Chicago. 

Industrial relations, papers, xxvii. ; 

Industrial sands: preparation and use, research 
needed, 447. 

special: by-products, 446. 
definition, 434. 
mining and preparation, methods, 435. 
photomicrographs, 438-444. 
supply, sources, 343. 
uses and properties, 437. 
washed, analyses, 446. 
transportation, 437. 
see Abrasive; Chemical; Engine; Filter; 
Flooring; Metallurgical; Moulding; 
Oxychloride cement-plasters; Potter's; 
Pulverizing; Roofing; Sand-blast; Stand- 
ard; Stone-sawing sands. 

Influence of Temperature, Time and Rate of 
Cooling on Physical Properties of 
Carbon Steel-II (Fotey, CLayTon and 
REMMERS), xxvi, 929-947. 

Inspiration Cons. Copper Co.: ferric sulfate 
leaching-tests: acid, amounts and 
costs, 80. 

anodes, choice, 60. 
anodes and cathode efficiencies, variation, 
control, 61. 
cathode, solubility in electrolyte, preven- 
tion, 72. 
cement copper in discard solution, dissolv- 
ing, 72, 79. 
copper balance, 72. 
description, 63-71. 
electrolyte: alumina in, effect, 61. 
constituents, effect on voltage, 61. 
extraction, data, 64-70. 
heads, copper content, 64-69. 
laboratory conclusions, 62. 
lack of discard, problem, 80. 
ore sizes, 61-63. 
precipitation, method, 59. 
problems, discussion, 59-62. 
purpose, 58. 
results: data, 64-70. 
discussion, 63-71. 
solvent agent, 60. 
tails, copper content, 64-69. 
tank-house data, 70. 
washing method, 68. 
leaching: experiments, history, 82-83. 
methods, comparison, 74-80. 
solutions, acidity, 100. 
ore, accessibility to solutions, 62. 
ores tested, copper content, 59. 
pilot plant: description, 71. 
flow sheet, 74. 


© ee eats, 


INDEX 1195 


Institute of Metals: annual lecture, 628-656. 
committee, xiii, 
papers, list, xx, xxv. 
Intercrystalline brittleness: see Metals. 
Intererystalline cement, amorphous, criticism of 
theory, 855. ; 
International Smelting Co. plant, Salt Lake City, 
equipment, 174. 
Interstrain theory, steel hardening, 1145. 
Introduction to Ultra-violet Metallography (Lucas), 
xxvi, 909; Discussion, 924—925. 
Investigation into the Cause of Breakage in Crude 


Pipe-line Transportation Systems (DE-~ 


LAVAN), xxiii, 
Investigation of Crushing Phenomena (Gaup1y), 
xxv, 253; Discussion, 310-316. 
Inwood limestone: breakage, 310. 
logarithmic size-curves, 308, 309. 
Tron: cold-worked ingot: hardness: effect of 
annealing: curves, 927. 
data, 926, 928. 
discussion, 926. 
test specimens, view, 927. 
consumption, leaching copper solutions, 56. 
effect in: aluminum brass, data, 824. 
aluminum silicon alloys, 582, 583, 587. 
brass, 810. 
photomicrographs, 813-815. 
on modified aluminum-silicon alloys, 598, 
602. 
on recovery of copper in leaching, 57. 
flotation oils and reagents, 353. 
in aluminum-silicon alloys, limit, 619. 
introduction into brass, method, 811. 
in troostite, condition, 878. 
precipitation with, 59. 
leached copper, consumption, 50. 
pure: critical temperatures, 985. 
hardness, increase, cause, 1006. 
millivolt readings, 985. 
scrap, for precipitation, cost, 104, 105. 
solubility: see Newmann bands, effect. 
structures, ultra-violet selective character- 
istics, 924. 
see also Alpha iron; Gamma iron; Ferric 
oxides; Ferrous oxides; Martensite; 
Wrought iron. 
Tron alloys, aluminum base: see Piston alloys. 
carbon-free, hardness, 1006. 
see also Aluminwm-iron-silicon alloys. 
Tron and carbon, in martensite, bond, 865. 
Tron and nickel: see Aluminum brass. 
Iron and steel: committees, xiii. 
mechanical treatment, committee, xiii. 
papers, list, xviii, xxvi. 
Tron blast-furnace slags, impurities, removal, 30. 
Iron-carbon diagram: development, 1141. 
sketch, 1142. 
Tron Fields of the Iron Springs and Pinto Districts, 
Iron County, Utah (MacVicurs), 
xviii. 
Iron-nickel diagram, sketch, 1144. 
Tron-nitrogen diagram sketch, 1151. 
Iron ore: moisture, variability, 1018. 
silica in, variation, 1021. 
Iron-ore committee, xiii. 


Tron oxide, content: ferrous-slags, 19-27. 
reliability, 28. 
glass sands, occurrence and effect, 403. 
open-hearth slag, formation, 1109. 
replacement by zine oxide, slag-formation 
temperatures, 13-17. 
“Iron” problem, copper leaching, possible solu- 
; tion, 44, ' 
Ironton, Utah, A. I. M. E, trip, xvii. 
Iron-tungsten alloys: carbon in; effect; 1004. 
photomicrographs, 1004, 1005. 
cooling curves, 984. 
critical temperatures, 985. 
discussion, 1002. 
grain size, effect of tungsten content: 989, 
1003. 
photomicrographs, 986. 
hardness: effect of aging: curves, 991-994. 
data, 994, 995. 
discussion, 991, 1003. 
effect of tungsten content, 986, 989, 1003. 
measurements, 990. 
millivolt readings, 985. 
photomicrographs, 972-983. 
physical properties: effect of aging: curves, 
999-1001. 
data, 1001. 
discussion, 999. 
tungsten content, effect, 986, 989, 1003. 
Tron-tungsten-carbon steel, hardness, diagram, 
1005. 
Tron-tungsten system: description, 1003. 
equilibrium: diagram, 970-971. 
discussion, 970. 
Tron-tungsten System (Sykes), 968; Discussion, 
1004-1008. 
Isuchores, Van’t Hoff’s formula, 1108. 


J 


Jacospson, Simon, Sackett, B. L., BARDWELL, 
Carios, Jensen, N. H. and: Lead 
Smelting in Utah, xviii, 171-197. 
Jackson, P, W.: Blast Furnace Plant of the 
Columbia Steel Corporation, xviii. 
James Douglas medal, presentation, 1926, xxii. 
Jaw crushers: particle breakage, manner, 264. 
—200-mesh material, computed, and ob- 
served, data, 288. 
see also Homogenous rocks. 
Jerrriges, Zay: on hardening of steel, 863, 868, 
870, 871, 897. 
Jenkins Procnss (WELLING), xxiii. 
Jensen, N. H., Sackett, B. L.: Barpwertt, 
CarLos, Jacopson, Simon. and: 
Lead Smelting in Utah, xviii, 
171-197. 
Jessup, D. W.: Evolution in the Preparation of 
Ores for Lead Blast Furnaces, xviii. 
Discussion on Lead Smelting in Utah, 197. 
JouNSON, FREDERICK, on oxygen-free versus 
“tough-pitch’”’ copper, 724. 
Jounson, J. E, Jr.: prize, award, 1926, xxii. 
work of, reference, 30. 
Jonzs, E. L.: Discussion on Mining and Prepara- 
tion of Eastern Molding Sands, 389. 
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Jonns, E. O. and Wurrnuwad, E.: The Annealing 
Cracking of the Nickel Silvers, xx, 834— 
849. 

Jonus, J. L.: Discussion on Modification and 
Properties of Sand-cast Aluminum- 
silicon Alloys, 619. 

Jorarnsmn, E. L.: Discussions on: Conductivity of 
Electrolytes Used in the Electrolytic 
Separation of Gold and Silver, 122. 

Improvements in the Series System of 

Electrolytic Copper Refining as Re- 
cently Developed by the Nichols Copper 
Co., 1438. 

Josmrn, T. L.: Discussion on Probable Error in 
Blast-furnace Record and Calculations 
Therefrom, 1023. 


K 


Kansas-Oklahoma, (Petroleum Production) (Mc- 
WHIRT), xxiv. 
Keats, J. L. and Hurry, C. H. Jr.; Elimination of 
Metalloids in the Basic Open-hearth 
Process, xxvii, 1079-1106. 
Keieutry, C. T.: New By-product Coke Plant of 
the Columbia Steel Corporation, xviii. 
Kemp, L. W. and Arcumr, R. 8.: Modification 
and Properties of Sand cast Aluminum 
silicon Alloys, xxv, 581-619, 
Kentucky, bentonite, source, 390. 
Kern, E. F.: Discussion on Conductivity of 
Electrolytes Used in the Electrolytic 
Separation of Gold and Silver, 118, 120— 
122. 
Kern, E. F., Cotcorp, F. F., Muturean, J. J. 
and: Conductivity of Electrolytes in the 
Electrolytic Separation of Gold and 
Silver, xxv, 108-117. 
Kuyss, H. E., Otpricut, G, L., Wartman, F. S., 
and: Production of Ferric Sulfate and 
Sulfuric Acid from Roaster Gas, xix, 
84-98. 
Keystone mine, A. I. M. E. trip, xvii. 
Kick’s law, mechanical efficiency, versus Rit- 
tinger’s, 298. 
Kinnpy, C. L., Jn.: Robert W. Hunt medalist, 
1926, xxii. 
Discussion on Making Rimmed Steel, 1044. 
Kinney, 8S. P.: J. E. Johnson, Jr. prize, 1926, 
xxii. 
Kish, definition, 1090. 
Kurneer, Pavt, on the nature of gases in live and 
killed steel, 1041. 
Knapp, ArtHur: Petroleum Statistics and the 
Economic Situation, xxiv. 
Knapp, A., Brooxs, .B. T., Day, R. B., and: 
Economic Incidence of Cracking, xxiii. 
Knox, W. J.: Cleaning Oil Wells by Heated 
Oil, xix. 
Kramer, Calif.: borate deposits: beds, description, 
454-548. 
history, 453-459. 
map, 455, 
unaltered, significance, 451. 
colemanite: deposits, origin, 450, 452. 
specimens, description, 450. 
Krampert, BE. W.: Lost Soldier Oil Field, xix. 
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Lasse, A, L.: Application of the Cottrell Process 
in Lead and Copper Smelting, xviii. 
Labor, Nichols Copper Co. refinery, 142. 
Ladle: see Open-hearth, basic; slag. 
Lanes, F,H.: Texas Outside Gulf Coast (Petroleum 
Production), xxiv. 
Lark, Utah: copper concentrate tailings, leaching 
tests, 55. 
copper precipitation plant at, 48. 
Last Twenty-five Years of Metallography—Howe 
Memorial Lecture—(CAMPBELL), 
xxvii, 1133-1178. 
Lattice energies: see Crystals named. 
Lattice structures, alpha and gamma iron, 852. 
Laurel Hill, N. Y. C.: see Nichols Copper Co. 
Laws, E. H.; Discussion on Lead Smelting in 
Utah, 198. 
Lawton, V. O.: Discussion on the Chief Con- 
solidated Volatilization Process and 
Mill, 210. 
Leaching: acid, costs, 78, 80. 
film water versus mass percolation, 38-42. 
percolation, description, 319. 
segregated unleached areas, causes, 78. 
soluble in absorbing medium, equation, 
37. 
solubles, difficulty, 37. 
water and time needed, determination, 
37. 
see also Copper; Inspiration Cons. Copper Co., 
ferric sulfate leaching; New Cornelia 
Ohio Copper Co., Copper Co.; Sand 
filtration; Silver, leaching; Standard 
Reduction Co. mill; Water. 
Leaching Mixed Copper Ores with Ferric Sulfate; 
Inspiration Copper Co, (VAN ARS- 
DALE), xxv, 58; Discussion, 74-83. 
Leaching solutions, acidity, discussion, 100. 
Leaching tanks, Standard Reduction Co. mill, 334. 
Lead: antimony in, solubility, 507. 
concentrating, recoveries, 351. 
drossing and casting, Utah practice, 187. 
flotation oils and reagents, 353. 
in copper, effect, 684, 693. 
precipitation: see Standard Reduction Co. 
mill, 
recovery, volatilization process, 209. 
reduction and refining, committee, xii. 
removal from blast furnace, method, 187. 
smelting: arsenic recovery, methods, 195. 
baghouses, description, 192, 194, 195, 196. 
blast-furnace matte, preroasting, 176. 
blast-furnace practice: difficulties, 189. 
Utah, 182-189. 
cadmium recovery, method, 197. 
calcination, Utah practice, 175, 177. 
copper matte, blowing in converters, 195, 
190-197. 
drossing, practices, 198. 
flue dust, and fume, recovery, Utah 
197-199, 
practice at Salida, Colo., 198. 
preroasting, Utah, 174. 
sinter fines, treatment, methods, 180. 
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Lead: smelting: sintering: pallet speed, 181. 
sulfur problems, 180, 181. 
Utah practice, 177-182. 
Utah: early practice, 171-173. 
mechanicalization, 173. 
present plants, location and equipment, 
173. 
see also Anodes; Lead blast-furnaces, 
volatilization, 211. 
white, electrolytic: see Sperry process, 
Lead and tin, in copper, effect, 680, 687. 
Lead-antimony alloys: annealed: effect, photo- 
micrograph, 515, 
tensile strength, data, 519. 
cast, tensile strength, 513. 
conductivities: effect of aging time, 512. 
measurement: 508. 
curves, 509-512. 
density curve, 510. 
hardening: annealing temperature: effect: 
519. 
curves, 518. 
antimony content, effect, 523-525. 
heating time, effect, 518. 
mechanism, 535. 
quench rate: effect, 525. 
curves, 525, 526. 
rate and amount, factors, 519-526. 
speed: factors, 536. 
curves, 520-526. 
summary, 529. 
tests, conclusions, 528. 
particles, agglomeration, 512. 
photomicrographs, 511-515, 530-534. 
physical properties, investigations, 505. 
softening: high temperatures: data, 527. 
curves, 527, 528. 
solidification, reaction, 511. 
Lead-antimony system: equilibrium diagram: 
516. 
determination, method, 506—516. 
investigations, 505-516. 
peculiarities, 510. 
Lead-Antimony System and the Hardening of Lead 
Alloys (DEAN, ZicKRick and Nrx), 
xxv, 505; Discussion, 529-540. 
Lead-antimony-tin alloys: hardening 
curves, 537-538. 
conclusions, 537. 
data, 536-537. 
Lead-blast-furnace, matte: handling, 185. 
preroasting, 176. 
Lead blast-furnaces: charging, 183. 
description, 182. 
dust catchers, description, 194. 
operation, 185. 
slag: analysis and handling, 185-187. 
impurities, removal, 28-30. 
permissible zinc-oxide content, 3-5. 
see also Ferrous slags. 
tapping floor, ventilation, 188. 
Lead-copper matte, blowing in converters, 195, 
197-198. 
Lead Smelting in Utah (Sacxurt, BARDWELL, 
Jacopson and JEnsEeNn), xviii, 171; 
Discussion, 197—199. 


tests: 
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Lead sulfate, solubility by sodium sulfate, 326. 
Leadville, Colorado, district, low-grade zinc 
deposits, 6. 

Ln Cuareinr, H., on hardening of steel, 863, 
866, 868, 871, 897, 1145. 

Susan B.: Annealing of Commercial 
Copper to Prevent Embrittlement by 
Reducing Gases, xxvi, 776-782. 

Lemxp}C, A.: Flotation Development and Simpli- 

fication at the Ophir Hill Consolidated 
Mill, xviii. 
Milling Practice at Midvale, xix, 342-353. 

‘Lester, H. H., on hardening of steel, 863, 866, 

868, 870, 872, 898. 
Lewis, J. H.: Discussion on Investigation of 
Crushing Phenomena, 312-14. 
Lignite, removal from sand and gravel, 430. 
Lime: in ferrous slags tested, content, 19-27. 
in glass sands, occurrence and effect, 404. 
replacement by zinc oxide in slag, 13-16. 
solution from limestone, open-hearth charge, 
rate, 1095, 
Lime and sodium carbonate, flotation of sulfides, 
effect, 356, 357, 359. 
Lime boil: see Open-hearth process. 
Limestone, solution of lime from, open-hearth 
charge, rate, 1095. 
Linpsay, J. C.: Graphic Method of Work Done by 
Producing Wells, xix. 
“Line loss,’’ electrolytic copper refining, preven- 
tion, 132. 
Lining: see Open-hearth furnace. 
Liquid Oxygen as an Explosive (O’NuruL and 
VAN FLEET), xxvii. 
Liquid Sulfur Dioxide Process 
xxiii. 
Lithium bromide crystal, lattice energy, com- 
pressibility and pressure coefficient, 
646. 
Lithium chloride crystal, lattice energy, com- 
pressibility, and pressure coefficient, 
646. 
Lithium fluoride crystal, lattice energy, compressi- 
bility, and pressure coefficient, 646. 
Lixiviant: see Solvent agent; New Cornelia Copper 
Co. 
Locxn, C. E.: Discussions on: Classification in 
Witwatersrand Mills, 250. 
Crushing Phenomena, 315. 
Mechanism of Filtration, 238. 

Locomotives: see Electric locomotives. 

Logan, W. N. and others: Mississippi Valley 

Field, (Petrolewm Production), xxiv. 

Logarithmic size-curves, 301-309. 

interpretation, 310. 
method of plotting, 255. 
Log-log plot, hardness test, load-diameter rela- 
tionship, 662. 
Loneynar, R. D. and Donovan, P. W.: Core 
Drilling Technology: Diamond Drills, 
xxiii. 

Lost Soldier Oil Field (KRAMPERT), xix. 

Lost Soldier, oil and gas field, A. I. M. E. trip, xvii. 

Lucas, F. F.: on hardening of steel, 863, 866, 

868, 872, 899. 
on nature of martensite in carbon steel, 877. 


L5ITER, 


(EDELEAND), 
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Lucas, F. F.: Introduction fo Ultra-violet Metal- 
lography, xxvi, 909, 924; Discussion, 
924-925. 
Lumberton sands: stripping: problems, 382. 
view, 383. 


M 


McApam, D. J., Jn.: Endurance Properties of 
Non-ferrous Metals-I, xx. 

McApam, D. J., JRn.: Endurance Properties of 
Non-ferrous Metals-II, xxv. 

McCancn, A., on hardening of steel, 864, 866, 
869, 870, 872, 900, 1145. 

Maclean Institute of Metals brasses, analyses, 
800. 

McCunnanan, J. 8.: Discussion on Lead Anti- 
mony System of Hardening of Lead 
Alloys, 539. 

McCormack, C. P.: Discussions on: Classifica- 
tion in Witwatersrand Mills, 249, 250. 

Investigation of Crushing Phenomena, 311, 
314. 

McDougall roasters: lead ore: description, 174. 
operation, 174-177. 

McEtroy, G. E.: Some Important Factors in 

Metal-mine Ventilation, xxiv. 

McGill University, crushing tetsts, 310. 

McGrew, F. R.: Corrosion of Pipe Lines and 
Protective Covering, xxiii. 

MacVicuiz, Duncan: Iron Fields of the Iron 

Springs and Pinto Districts, Iron 
County, Utah, xviii. 

McWuirt, Burr; Kansas-Oklahoma (Petroleum 
Production), xxiv. 

Mapas, W. C.: Discussion on Method of Un- 
loading and Coarse-crushing Practice 
at Magna Plant, Utah Copper Co., 
224, 

Manan, W. C. and Auten H. P.: Chloridizing 
Mill of the Standard Reduction Co., 
xix, 317-338. 

Tintic Standard Co’s. mill, xviii. 

Magna plant: coarse crushing: flow sheet, 216. 
methods and machinery, 215, 218, 220. 
section, 214. 

construction, 219. 
conveyors: description, 217, 220, 223. 
speed, 217, 224. 
view, 221. 
cost data, 223, 
dumping methods, description, 213-215. 
equipment, views, 217-222. 
ore, transportation, storage and handling, 
methods, 212, 213, 215-218, 220. 
primary crushing, method, 213. 
primary rolling, description, 222. 
secondary crushing, method, 220. 
screening towers, view, 222. 

Magnesia, in glass sands, occurrence and effect, 
405. 

Magnesium, open-hearth slag, variation, 1083, 
1089. 

Magnesium-aluminum alloys, aging rate, effect, 
539. 

Magnesium oxide, crystal, atomic structure, data, 
644, 


. 


INDEX 


Magnesium spark, metallography, use, 916, 919- 


922. 
Magneton numbers, rare earths, 639, 640. 
Making Rimmed Steel (Perrce), xxvi, 1026; 
Discussion, 1036-1046. 
Manganese: open-hearth charge: decrease during 
run, curves, 1080, 1084. 
effect, 1035, 1044-1045. 
open-hearth process: elimination, 
formula, 1113. 
equilibrium: data, 1121. 
reactions, 1114. 
slag basicity, effect, 1120. 
temperature effect® 1118. 
curves, 1116, 1120. 
open-hearth slag, variation, curves, 1083, 
1086. 
residual, calculation, 1122. 
Manganese alloys, aluminum base: see Piston 
alloys. 
Manganese bronze: heat treatment, effect, curves, 
1170. 
structure, photomicrograph, 1169. 
Manganese-nickel bronze, analysis, 800. 
Manganese ores, clay in, grinding troubles, 250. 
Manhattan schist, logarithmic size-curves, 301— 
303, 308, 309. 
Mann, H. T.: Effect of Zine Oxide on the Formu- 
tion Temperatures of Some Ferroas 
Slags, xxv, 3. 
Mannina, VAN. H.: Research and the Oil Industry, 
xxiii. 
Map, Kramer, Calif., 455. 
Mapleton Depot, Pa., glass, sand, shape of grains, 
view, 410. 
Marketing: see Cement copper. 
Martensite: carbide molecules, position, 869. 
carbon atoms, position, 869, 896. 
carbon in, condition, 862. 
constitution, 1147. 
development along cleavage planes, sketch, 
878. 
examples, photomicrographs, 1149, 1150. 
formation, conditions, 867. 
fresh, hardness, cause, 1146. 
hardening of steel, effect, 860. 
hardness, cause, 867, 874, 907, 1007, 1145. 
heating, effect, 1146. 
iron and carbon in, bond, 865. 
iron in, condition, 861. 
non-ferrous alloys, 1155. 
structure, discussion, 877. 
troostite in, photomicrograph, 946. 
ultra-violet light: selective characteristics, 
924, 
photomicrographs, 919-921, 
Marvin, TxEo.: Some Drilling and Blasting 
Methods for Mining Coal in the United 
States, xxvii. 
Mascotte tunnel: see Ohio*Copper Co. mine. 
Mass action, distribution, law, 1108. 
Matuews, J, A. on hardening of steel, 864, 866, 
872, 900. 
MatuEwson, C. H.: Discussion on Action of 
Reducing Gases on Heated Copper, 
773-774. 
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Maruewson, E. P.: Discussion on Effect of Zinc 
Oxide on the Formation Temperature 
of Some Ferrous Slags, 28. 

Maruez, F.: Ore Occurrences of the Park City 
District, xviii. 

Matte: see Lead blast-furnace matte, 

Mechanical efficiency: see Kick’s law vs. 
Rittenger’s. 

Mechanical Properties of the Aluminum-copper- 
silicon Alloy as Sand Cast and as 
Heat-treated (DANIELS and WARNER), 
xx, 464478, 

Mechanism of Filtration (Hixson, Worx and 
ODELL), xxv, 225; Discussion, 234-238. 

Mecurin, R. J.: Top Slicing in Old Fills at El 
Bordo Mine, Mezico, xxvii. 

Merssn=r, K. L.: The Microstructure of Alumi- 
num, xxv, 622-626. 

Melting tests, Seger cones, 12. 

Memphis, Tenn., lignite, removal from sand and 
gravel, 430. 

Menrrts, M. H.: Improvements in the Series System 
of Electrolytic Copper Refining Recently 
Developed by the Nichols Copper Co., 
xxv, 123. 

Discussion on Improvements in the Series 
System of Electrolytic Copper Refining 
Recently Developed by the Nichols 
Copper Co., 142-144. 

Metallography: bibliography, 1175. 

blue light, photomicrograph, 922. 

committee, xiii. 

identification of structures, 924. 

non-metallics, 1173. 

research, review, 1135. 

shortcomings, 904. 

spark used, discussion, 916. 

ultra-violet: apochromatic system, compari- 
son, 919. 

bas-relief, causes, 925. 
equipment: description, 910. 
diagram, 913. 
views, 911, 912. 
exact focusing, importance, 915. 
illuminating beam, restriction: 916. 
effect, 921. 
optical combinations, 917. 
optical system, diagram, 910. 
plates, 918. 
photomicrographs, 917-923. 
resolution obtainable, 919. 
selective absorption, 924. 

see also, Monochromat objectives; 
eye-pieces; Photomicrographs. 

Metalloids: basic open-hearth: elimination tests, 
charge, variation during run, curves: 
1080. 

coal rate, 1097. 

conclusions, 1096. 

curves, 1084, 1085. 

description, 1079. 

ferromanganese used, analysis, 1105. 

ferrosilicon used, analysis, 1105. 

furnace temperatures, curves, 1092. 

metal during run, analyses, 1098. 
‘raw materials, analyses, 1105. 
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Metalloids: basic open-hearth: elimination tests, 
charge, variation during run, curves: 
results, 1088. 
sampling methods, 1081. 
scrap used, analyses, 1105. 
slag: analyses during run, 1101. 
variation curves, 1082, 1083, 1086- 
1090. 
¥ weights, 1091. 
sulfur in furnace, 1093, 
Metallurgical cyanide, flotation in British Colum- 
bia, 371. 


> Metallurgical sand, properties and uses, 445. 


Metallurgy: relation of atomic structure, 628. 
see also Institute of Metals; Iron and Steel; 
Non-ferrous metallurgy; Open hearth. 
Metals: atomic structure, need for more data, 
628, 653. 
grain-growth loss: 1138. 
photomicrographs, 1140. 
intercrystalline brittleness: discussion, 750. 
photomicrographs, 751-753. 
lattice structure, 647. 
structures, description, 1135. 
see also Precious metals; Uncommon metals; 
and metals named. 
Method of Unloading Ores and Coarse-crushing 
Practice at Magna Plant of Utah Cop- 
per Co. (Mrx and BARKER), xvili, 212; 
Discussion, 224. 
Mexican Oil Fields (Garrias and WHETSEL), xxiv. 
Meyer’s analysis: ball indentation test: annealed 
copper: chemical analyses, 665. 
hardness measurements, 666. 
photomicrographs, 660, 661. 
results, data, 667, 669. 
spectrographic analyses, 665. 
cold-rolled copper, results, 669. 
feature, 657. 
load-diameter relationship: 
568-664, 671-675. 
equation, 659. 
log-log plot, 662. 
load, relation to bearing strength, curves, 
672. 
loading time, effect, curve, 659. 
limitations, 677-678. 
Michigan: see Sylvania sand. 
Microscopic Structure of Copper (PULSIFER), 
xxvi, 707; Discussion, 739-741. 
Microscopical sizing, difference with screen sizing, 
correlation, 316. 
Microstructure of Aluminum (MBISSNER), xxv, 
662; Discusssion, 626-627. 
Midvale, Utah: A. I. M. E. trip, xvii. 
electrostatic mill: description and use, 248. 
dust-collecting system, 350. 
heads and products, analyses, 350. 
recoveries, 351. 
flotation mill, description and use, 351. 
milling problem, 342. 
ores treated, description, 342. 
plant, equipment, 173. 
tube mill feed and product, analyses, 346. 
wet mill: practice and equipment, 342-348, 
recoveries, 351, 
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Miter, A. E.: Treating (Oil-Refining Processes), 
xxiii. 

Miuumr, M. B.: Wax Separation, xxiii. 

Mitter, R. 8. and Barpwnt, E. §8.: Use of 
Pulverized Coal in Copper Refining 
Furnaces, xviii. 

Mitipr, Waurer: Basic Changes in Refining Proc- 
esses, xxiii. 

Economic Effect of Basic Changes in Refinery 
Operation, xxiii. 

Mruuikan, C. V.: Use of Gas Meters for Deter- 
mination of Pay Strata in Oil Sands, 
xix, 

Milling methods, committee, xii. 

Milling papers, lists, xviii, xxv. > 

Milling Practice at Midvale (LmMKn), xix, 342— 
353. 

Mills: see Ball mill; Hardinge conical; Midvale; 
Rod mill; Standard Reduction Co. mill. 

Millville, N. J., sands: hydraulic mining; 384. 

view, 386, 

mining and preparation: 384, 387. 
views, 385, 

mining costs, 384. 
stripping problems, 382. 

Milwaukee, Wis., bentonite use, 389. 

Mine ventilation papers, xxiv. 

Mining: see Sands. 

Mining and Preparation of Eastern Molding 
Sands (Brrp), xxv, 381; Discussion, 
388-393. 

Mining geology papers, lists, xviii, xxvi. 

Mining laws, borate deposits, inaccuracies, 461. 
Mining Methods in Grass Valley District, Calif. 
(Futon and Foors), xxvii. 

Mining methods papers, lists, xviii, xxiv, xxvii. 

Mining Petroleum in France and Germany (Ricr 
and Davis), xxiv. 

Minnesota, industrial sands, occurrence, 434. 

Mispr, H. D. and others: Mississippi Valley 
Field (Petroleum Production), xxiv. 

Mississippi Valley Field (Petroleum Production) 
(Movuuron, Mismr and Logan), xxiv. 

Missouri: glass sand, occurrence and mining, 420. 

industrial sands, occurrence, 434, 

Mix, B. E.: Discussion on: Method of Unloading 
and Coarse-crushing Practice at Magna 
Plant, Utah Copper Co., 224. 

Mix, B. E. and Barxnmr, L. M.: Method of 
Unloading and Coarse-crushing Prac- 
tice at Magna Plant, Utah Copper Co., 
xviii, 212-223. 

Mryaxkn, M. and SrovuauTron, Brapupy: Pre- 
liminary Study of Magnesium-base 
Alloys, xxv. 

Modification and Properties of Sand-cast Alumi- 
num-Silicon Alloys (ARCHER and 
Kemper), xxv, 581; Discussion, 619- 
621. 

Moisture: see Coke; Iron Ore. 

Molding materials, brass, discussion, 832. 

Molding sands, eastern, mining and preparation, 
381-388. 

Molds: see Rimmed steel. 

Molybdenite, sodium-cyanide flotation tests, 370. 

Molybdenum, effect on hardness of iron, 1006. 
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Monochromat objectives; description, 914. 
magnifications, 914. 
optical camera-lengths, 914. 
Montana; see Butte. 
Moore filter: description, 163. 
view, 159. 

Moorg, H. F.: Notes on the Fatigue of Non- 
ferrous Metals, xx. 

Moutron, G. F. and others: Mississippi Valley 
Field (Petroleum Production), xxiv. 

Mt. Holly: see Lumberton sands. 

Mt. Union Sand Flotation Plant for the Prepara- 
tion of Bituminous Coal (T. M. 
CHANCE), xxvii. 

Mus.inr, W. A. and others: Treatment of the 
Telluride-bearing Gold Ores of the 
Wright-Hargreaves Mines, Ltd., xxv. 

Muffle furnace: see Ferrous slags, formation 
temperature tests. 

Mottiean, J. J., Cotcorp, F. F., Kern, E. F. 
and: The Conductivity of Electrolytes 
in the Electrolytic Separation of Gold 
and Silver, xxv, 108-117. 

Multiple system: see Electrolysis, copper. 

Murray, Utah: A. I. M. E. trip, xvii. 

Germania plant, practice, 172. 
lead-smelter at, practice, 172. 
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Natural gas, open-hearth fuel, controlled com- 
bustion, data, 1068-1071, 1074, 1075. 
Naval brass: heat treatment, effect, curves, 1171. 
structure, photomicrographs, 1169. 
Naval Oil Reserves (M. W. Batu), xix. 4 
Near East (Petrolewm Production) (PorcH), xxiv. 
Necrology, 1926, xxviii. 
Nextson, W. A.: Discussion on Mining and 
Preparation of Eastern Molding Sands, 
388-389. 
Nernst’s law of distribution, 1109. 
Neumann bands: alpha iron, characteristic, 966. 
appearance, 964. 
armor, photomicrographs, 1153. 
discussion, 1139. 
effect, determination, standard, 964. 
effect on solubility of iron: curves, 963. 


data, 956. 
discussion, 955. 
formation: effect of explosion air-gap: 


discussion, 948, 966. 
photomicrographs, 950-954, 957-962. 
further studies needed, 955. 
photomicrographs, 957-962, 1140, 1153. 
production by compression, 965. 
twinning theory, discussion, 964. 
New By-product Coke Plant of the Columbia Steel 
Corporation (KBIGLEY), xviii. 
New Cornelia Copper Co.: cathode, solubility in 
electrolyte, prevention, 79. 
extraction data, different size ores, 76. 
leaching: comparison 74-80. 
depth of solution penetration, 77. 
discard, 77. 
unleached areas, causes, 78. 
leaching plant, data, 106. 
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New Cornelia Copper Co.: lixiviant, content, 77. 
ore, copper distribution in different sizes, 75. 
solubility tests, chalcocite and chalcopyrite, 

“ihe 
tailings, copper distribution, 76. 
New Jersey: glass sand, occurrence and mining, 
420. 
industrial sands: occurrence, 434. 
photomicrographs, 440-444, 
see also Millville: Lumberton. 

New York: see Albany sands; Laurel Hill. 

New York meeting, 1926: xxi. 
technical sessions, xxii. 

New York Section, A. I. M. E., joint session, xxii. 

Nichols Copper Co.: charging cathodes, method, 

138, 139. 
electrolytic method; see Electrolysis, copper. 
proposed plant improvements, 140. 
wire-bar furnace: practice, 138-140. 
equipment, views, 138-140. 
Nickel: effect in: aluminum brass, data, 823. 
nickel brasses: 802. 
photomicrographs, 804, 805. 
intercrystalline brittleness, photomicrograph, 
752. 
introduction in aluminum brass, method, 816. 

Nickel alloys, aluminum base: see Piston alloys. 

Nickel and iron: see Aluminum brass, 

Nickel and tin: see Aluminum brass. 

Nickel brasses: high-zine, physical properties, 

799. 
physical tests, description, 801. 
see also Aluminum brass; Brass. 

Nickel-iron: see Iron-nickel. 

Nickel-manganese bronze, analysis, 800. 

Nickel silver: annealing: internal stress: qual- 

ity, effect, curves, 836. 
temperature effect: curves, 845, 846. 
data, 843, 844. 
annealing cracking, causes and prevention, 
847. 
changes during heating and cooling, 834. 
cracking temperature, determination, 835. 
cracks, types, photomicrographs, 839-841. 
grain size: effect of annealing time: curves, 


837. 
data, 838. 
tensional stress from change of curvature, 
formula, 843. 


test specimens, analyses, 836, 842. 
Nip angle, crushed rock, relation to size of particle 
and ball, diagram, 277. 
Nip theory: see Rod mills. 
Nitric acid: as etching reagent, 731, 735. 
in electrolytes, effect, 120. 
Nitrogen blowholes in rimmed steel, discussion, 
1032, 1042, 1045. 
Nitrogen-iron: see Iron-nitrogen. 
Nix, F. C.: Discussion on the Lead Antimony 
System of Hardening of Lead Alloys, 
xxv, 529-535. 
Nix, F. C., Zicxricx, Lyauu, and Dnavy, R. S.: 
The Lead Antimony System and 
Hardening of Lead Alloys, xxv, 
505-529. 
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Nogales, Ariz., mill, sodium-cyanide flotation 
tests, 370. 
Non-ferrous alloys: martensitic structure, 1155. 
structure, photomicrographs, 1158, 
see also alloys named. 
Non-ferrous metallurgy: committee, xii. 
papers, lists, xviii, xxv. 
Non-metallic metallography, 1173. 
N on-metallic minerals: A. I. M. E. committee, 
xiii. 
papers, list, xxv. 
North Carolina, filter sand, photomicrograph, 439, 


’ Northport (Wash.) plant, lead smelting practice, 


198. 
Notes on the Fatigue of Non-ferrous Metals 
(Moors), xx. 
Notes on Geology of Tintic District (CRANE), 
xviii. 
oO 


Obituaries, deceased members, xxxi. 
Opxtt I. H., Hrxon, A. W., Work, L. T. and: 
Mechanism of Filtration, xxv, 225-234. 
Officers, A. I. M. E., 1926-1927, xi. 
Ogden Portland Cement Co., oxidized tailings 
test, results, 203. 
Ohio Copper Co: copper-contentrates: briquets: 
copper content, 51. 
moisture content, 51. 
physical properties, 51-53. 
shapes tested, 52. 
tests, description, 51—53. 
briquetting: advantages, 51, 53. 
pressures used, 51-53. 
water in, 50. 
leaching old workings: 
copper content, 48. 
conclusions, 42. 
copper: production, 31, 33. 
recoverable, 55. 
film-water percolation, advantages, 39-42. 
financing, means, 31, 32. 
General Manager’s report, 32. 
iron: harmful effect: 36. 
overcoming, 44. 
mass percolation, advantages and dis- 
advantages, 38-42. 
methods and principles, 31-57. 
operating costs, 53, 57. 
pregnant solutions: analyses, 47. 
copper content: 41-42, 48 
solubility in water, 42. 
recovery: 1924, 48. 
statistics, 32. 
scrap iron used, 33. 
smelting charges, 53. 
water: analyses, 43. 
supply, 42-43. 
volume, 47, 
water and air, factors in applying, 34. 
mine: caved zone: survey of, 54. 
. tonnage in, 54-55. 
chalcocite, presence, 34. 
Dederich tunnel: purpose, 38. 
use, 54. 
work in, 41. 


barren solutions, 
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Ohio Copper Co.: leaching old workings: Mine: 
Mascotte tunnel: leaching equipment, 
47, 
use, 33, 
orebody: caving for leaching, 
54, 55. 
leached, description, 33-34, 
permeability to water, 35, 
precipitation: iron consumption, 50, 56. 
method, description, 46—50, 
plant, description, 46. 
Ohio, industrial sands, occurrence, 434, 
Oils: as power fuel, 98. 
flotation, 353. 
see also Crude oil; Petroleum. 
Oxuprieut, G. L.: Discussion on Production of 
Ferric Sulfate and Sulfuric Acid from 
Roaster Gas, xix, 103. 
Olivite pump, description and use, 337. 
OxumsrnaD, 8S. G.: Discussion on Chief Consol- 
idated Volatilization Process and Mill, 
210. , 
O’Nertz, F. W. and Van Finer, H. V.: Liquid 
Oxygen as an Ezplosive, xxvii. 
Ontario mine, A. I. M. E. trip, xvii. 
Open-hearth committee, xiii. 
Open-hearth furnace, basic: available heat in 
bath, 1071-1073. 
charge, furnace and ladle additions, efficiency, 
1096. 
combustion: automatic control: conclusions, 
1063. 
data: 1068-1078. 
discussion, 1050, 
operating results, 1058. 
calculations: 1047. 
discussion, 1050. 
control: equipment: description, 1055, 
figures, 1064-1067. 
combustion air, weight, 1068. 
combustion products, weight and heat con- 
tent, 1068, 1069. 
combustion regulators, sections, 1066, 1067. 
equilibrium, false, 1113. 
fuel: flow, rate, 1075. 
latent heat, 1074. 
supply, continuous, importance, 1062. 
gas-fired, layout, 1065. 
lining erosion: data, 1094. 
factors, 1093. 
preheating air and fuel, heat available, 1070. 
production and consumption: producer-gas 
fired, 1060, 1061, 1076. 
coke-oven gas and tar fired, 1060, 1061, 
1077. 
rebuilding costs, 1062. 
see also Rimmed steel; Slag. 
Open-hearth papers, list, xxvi. 
Open-hearth process, basic: dead heat and good 
bath, comparison, 1110. 
elimination reactions, 1109. 
equilibrium tests: data, 1098 1132. 
laboratory, 1114. 
metal and slag, analyses, 1098, 1132. 
results: carbon, 1122, 
manganese, 1115. 
phosphorus 1125. 


possibility, 


ipa 
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Open-hearth process, basic: lime boil, equilibrium, 
11%, 
see also Metalloids; Slag. 
Optical combinations, ultra-violet metallography, 
917. . 
Ore Deposits and Their Relation to Structural 
Geology (BEESON), xviii. 
Ore Occurrences of the Park City Dsitrict (MaTHEw), 
transportation, storage and handling, 
methods, 212-223. 
unloading, see also Magna plant. 
Ore sizes, leaching tests, 61-63. 
Organic matter, in glass sands, occurrence and 
‘ effect, 406. 
Organization of Industry (ROBERTS), xxvii. 
Oriskany sands, grades, 419. 
Operating Characteristics of Centrifugal Fans and 
Use of Fan Performance Curve 
(HuBER), xxiv. 
Ossorn, C. C. and Snaps, J. M.: Forecasting 
Petroleum Production, xxiv. 
OsmonpD, F., steel hardening theory, 1145. 
OsTRANDER, F, T.: Argentine (Petroleum Produc- 
tion), xxiv. 
Ottawa, Ill: filter sand, photomicrograph, 438. 


Ores: 


sand-blast sand, photomicrograph, 441. 
sandstone, glass sand from, photomicro- 
graph, 411. 
Oxide volatilization, conditions for, discussion, 
210. 
Oxychloride cement-plaster sand, properties and 
uses, 445. 


Oxygen: in air, weight, 1011. 
in copper, effect, 682. 
in film water, 39. 
in refined copper: direct determination: 
apparatus: description, 785, 792. 
sketches, 792, 793. 
views, 785, 786. 
method, description, 788, 793. 
sample, preparation, 787, 790. 
indirect determination, description, 795. 
relation to heating temperature: curves, 
788. 
data, 789. 
Oxygen consumption: see Blast furnace. 
Oxygen content, air, 1011. 
Oxygen eutectic: see Copper, microscopic structure. 
Oxygen-free copper versus ‘‘tough-pitch’’ copper, 
use, 742. 
P 
Pachuca tanks, comparison with Greenawalt 
apparatus, 103. 
Pacific Coast Borax Co., control of borax lands, 
453. 
Pacz flux, aluminum-silicon alloys, action, 581. 
Painting, cathodes, process, 128. 
Paraffin: as bond, Seger cones, 7. 
impregnation of cathode, 120. 
trip, xvii. 
Park City, Utah, A. I. M. E. trip, xvii. 
Park City Mining & Smelting mines, A. I. M. E. 
Park-Utah mines, A. I. M. E. trip, xvii. 


INDEX 


ParME.er, C. L,: Factors Affecting the Cracking of 
Petroleum, xxiii. 

Parr, 8. W.: Relation of Origin and State of Carbon- 
ization of Coal to Problems of Low- 
temperature Carbonization, xxvii. 

Parsons, A. B.: Discussions on: Classification in 
Witwatersrand Mills, 251. 

Mechanism of Filtration, 237. 

Pearlite: hardness, causes, 1145. 
structure, sketch, 874. 
transformation of austenite to, diagrams, 880. 
ultra-violet selective characteristics, 924. 

Pebble mill: wear tests: 266. 

without pebbles, 264. 

Perce, Cart: Making Rimmed Steel, xxvi, 1026- 
1036. 

Pennsylvania: glass sands, occurrence, mining, 
and preparation, 414. 

industrial sands, occurrence, 434. 
see also Mapleton Depot; Pottsville. 

Percolation leaching, description, 319. 

Permissible Limits of Toxic and Noxious Gases in 
Mine and Tunnel Ventilation (SayERs), 
XXiv. 

Perrott, G. Str. J.: Discussion on Effect on Air 
Gap in Explosion System on Production 
of Neumann Bands, 966. 

Prerers, W. A., JR.: Fractionation, xxiii. 

Petroleum mining methods, papers, xix. 

Petroleum papers, lists, xix, xxii—xxiv. 

Petroleum Statistics and the Economic Situation 
(Kwapp), xxiv. 

Phosphor bronze, heat treatment, 1172. 

Phosphorus: effect on open-hearth equilibrium, 
1120. 

equilibrium tests, charge, analyses, 1129. 
open-hearth charge, decrease during run, 
curves, 1080, 1085. 
open-hearth process: elimination: laboratory 
data, 1126. 
plant data, 1127, 1129. 
reactions, 1125. 
residual, calculation, 1129. 
temperature effect, curve, 1128. 
open-hearth slag, variation, curves, 1083, 
1087. 

Photoelectric phenomenon, metal crystals, dis- 
cussion, 651. 

Photomicrographs: aluminum alloys, 1158. 
aluminum-base piston alloys, 499-503. 
aluminum-copper alloys, 565-566, 569-600, 

572-573, 575, 576. 
aluminum silicon alloys, 473-475, 582-584, 
603-613. 
annealed copper bars, 660, 661. 
armor, structure, 1153. 
ball-mill products, 279, 282. 
banded ferrite, 945. 
blue light, 922. 
brasses: effect of: aluminum, 808. 
aluminum-nickel-tin, 827, 828. 
iron, 813-815. 
nickel, 804, 805. 
bronzes, 1169. 
burst boiler tube, 1145, 1152. 
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Photomicrographs: carbon steel, furnace and air- 
cooled, 934-939, 941-944. 
copper: deoxidation, depth, 765. 
effect of reducing gases, 747. 
lead and tin-bearing, 684-687, 690, 691. 
copper-aluminum diffusion alloys, 1156. 
copper casting exudations, 701—705. 
copper-cuprous oxide, with and without 
* annealing, 777-781. 
crushed rock, number and size of grains, 304— 
306. . 
effect of cyanide solution: galena, 365, 367. 
> pyrite, 366, 369, 377-379. 
sphalerite, 366, 388. 
glass sands, 410-412. 
grain-growth loss, metals, 1140. 
gun metal, 1169. 
industrial sands, 438-444, 
intercrystalline brittleness in metals, 751- 
753. 
iron-tungsten alloys: 972-983. 
grain size, tungsten-content, effect, 986. 
iron-tungsten-carbon alloys, 1004, 1005. 
martensite, examples, 1149, 1150. 
Naval brass, 1169. 
Neumann bands: explosion air-gap tests, 
950-954, 957-962. 
armor, 1153. 
nickel silver, cracks, types, 839-841. 
non-ferrous alloys, 1158. 
preparation of specimens, 731-739, 741. 
quartz: rod-mill products, 269. 
roll-crushed, 261. 
wear-test products, 266. 
silver crystals formed in electrolysis, 115-116. 
steel, hardened, 875, 876, 877, 879. 
troostite: examples, 1149, 1150. 
in martensite, 946. 
ultra-violet metallography, 917-923. 
Photomicrography: see Metallography. 
Physical-chemical laws: see Mass action; Nernst’s 
law; Van't Hoff isochore. 
Physics, iron and steel, committee, xiii. 
Pig iron: see Rimmed steel, charge. 
Pintuina, N. B.: on action of reducing gases on 
copper, 745. 
Discussions on: Action of Reducing Gases on 
Heated Copper, 772-773. 
Effect of Lead and Tin with Oxygen on the 
Conductivity and Ductility of Copper, 
695, 697-699. 
Piuuina, No. B. and Hatswe.t, G. P.: Effect of 
Lead and Tin with Oxygen on the 
_ Conductivity and Ductility of Copper, 
xxvi, 679-692. 
Pilot plant: definition, 99. 
see also Inspiration Cons. Copper Co. 
Piston alloys: aluminum base: before and after 
tests; photomicrographs, 499-503. 
physical properties, 482, 488. 
etching, method and reagents, 485. 
heat-treatment, description, 483. 
ingots, chemical composition, 481. 
raw materials, chemical composition, 481. 
reheating tests: conclusions, 497. 
procedure, 483. 
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Piston alloys: aluminum base: reheating tests: 
purpose, 481. 
results: data, 486-487. 
curves, 490, 492-495, 497. 
discussion, 489-497. 
test bars: mechanical tests, description, 
484, 
mold: view, 482. 
preparation, 483. 
unetched, colors and characteristics, 485. 
Plastic fire, physical properties, 392. 
Poeun, J. E.: Relation between Price and Stocks of 
Gasoline, xxiv. 
Trend of Prices in the Petroleum Industry, 


Xxiv. 
Porcn, E. L., Jn.: Near East (Petroleum Produc- 
tion), xxiv. 


Porter, J. B.: Discussions on: Investigation of 

Crushing Phenomena, 310. 
Mechanism of Filtration, 235. 

Porrtrvin, A.: on hardening of steel, 865, 868, 
887. 

Portland filters, view of, 204. 

Possibilities of Future Production from the Pre- 
Chattanooga Series of Northeastern 
Oklahoma (Waits), xxiv. 

Potassium bromide crystal, lattice energy, com- 
pressibility, and pressure coefficient, 
646, 

Potassium chloride crystal: lattice energy, com- 
pressibility and pressure coefficient, 
646. 

lattice structure, data, 644. 

Potassium fluoride crystal, lattice energy, com- 
pressibility and pressure coefficient, 
646. 

Potassium iodide crystal, lattice energy, com- 
pressibility and pressure coefficient, 


646, 
Potassium nitrate, electrolytes, effect on conduc- 
tivity, 120. 


Potomac River sand, photomicrograph, 440. 

Potter’s sand, properties and uses, 443. 

Pottsville, Penn., sandstone, glass sands from, 
419. 

Pouring, brass molding, discussion, 833. 

Pouring dishes, melted brass, discussion, 833. 

Power consumption, electrolytic copper refining, 
131. 

Power supply: see Standard Reduction Co. mill. 

Precious metals, extraction and refining, com- 
mittee, xii. 

Precipitation: copper, cost, 104, 105. 

see also Jlectrolytic precipitation; 
Ohio Copper Co.; Sulfur dioxide, 

Precipitation plant: see Ohio Copper Co. 

Precipitation rate: see Copper, leaching. 

Precipitation theory, aluminum-copper alloys, 
577. 

Precipitators, description, 334, 336. 

Preliminary Study of Magnesium-Base Alloys 
(StouGHTON and Mryaxn), xxv, 541; 
Discussion, 557-559. 

Premier mine, B. C., flotation by metallurgical 
cyanide, 371. 


Iron; 
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Preparation and Uses of Special Industrial Sands 
(WniaeEz), xxv, 434; Discussion, 448. 
Preroasting, lead ore, Utah practice, 174. 
Pressure versus vacuum filter, discussion, 235. 
Pressures, high, filtration, effect, 235. 
Pricn, W. B.: Discussions on Annealing Cracking 
of the Nickel Silvers, 849. 
Lead Antimony System of Hardening of 
Lead Alloys, 535. 
Primrose, J. A.: Distillation by Pipe Stills, xxiii. 
Probable Error in Blast-furnace Records and 
Calculations Therefrom (Rap), 1009; 
Discussion, 1023-1025. 

Problems of Pumping Deep Wells (UREN), xix. 
Producer gas, open-hearth fuel, controlled com- 
bustion, data, 1068-1077. 

Production: see Bingham mines, Utah; Zinc. 
Production of Ferric Sulfate and Sulfuric Acid 
from Roaster Gas (OLpDRIGHT, KEYES 
and WARTMAN), xix, 84; Discussion, 
98-107. : 
Pulp: see Filtration. * 
Puusirer, H. B.: Microscopical 
Copper, xxvi, 707-739. 
Discussion on Microscopic 
Copper, 740, 741. 
Pulverizing, white lead for shipment, 166. 
Pulverizing sand, properties and uses, 445. 
Pump: see Olivite pump. 
Pyne, F. R.: Discussion on: The Conductivity of 
Electrolytes Used in the Electrolytic 
Separation of Gold and Silver, 120. 
Effect of Lead and Tin with Oxygen on the 
Conductivity and Ductility of Copper, 
695, 
Exudations on Copper Castings, 706. 
Improvements in the Series System of 
Electrolytic Copper Refining as Re- 
cently Developed by the Nichols Copper 
Co., 144. 
Lead Antimony System of Hardening of 
Lead Alloys, 538. 
Pyrite: gold-bearing, recovery, 342. 
see also Cyanide solutions, flotation tests. 


Structure of 


Structure of 


Pyro- and Hydro-treatment of Magnesite and 
Dolomite (HENTON), xxv. 
Pyrometer; radiation-protected; arrangement, 


diagram, 1064. 
use, 1047, 


Q 


Quantum theory, atomic structure, explanation, 
630. 
Quarrying, glass sands, practice, 415. 
Quartz: ball-mill product: photomicrographs, 
279, 
screen analyses, logarithmic plots, 274— 
277, 280, 281, 283-286. 
rod-mill products: photomicrographs, 269. 
screen analyses, logarithmic plots, 270, 
271, 273. 
roll-crushed: photomicrographs, 261. 
screen analyses, logarithmic plots, 256, 
257, 259. 
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Quartz: wear tests: conclusions, 266, 
curves, 267. 
data, 266. 
sand, wear tests, description and results, 
264-268. ‘ 
Quartz eye-pieces: description, 914. 
magnifications, 914. 
optical camera-lengths, 914. 
Quartzite: for glass sand, disadvantages, 422. 
occurrence and use, 422. 
Quenching temperature, effect on impact values, 
937. 
Questionnaire: see Steel, hardening, theories. 


R 


Raver, C. M. and Armstrone, R. O.: Water 
Shut-off Methods in Salt Creek Field, 
xix. 

Raver, C. M. and Esrasroox, E. L.: History of 
Production of Salt Creek Field, xix. 

Radiation: see Pyrometer, radiation-protected. 

Rail bonds, embrittlement, causes, 746. 

Rauston, O. C.: Discussion on The Chief Con- 
solidated Volatilization Process and 
Mill, 210. 

Ramsey, J. P., lead-antimony-tin alloys, harden- 
ing tests, 536. 

Ranney, Leo: Ranney Process of Mining Oil, xxiv. 

Ranney Process of Mining Oil (RANNEY), xxiv. 

Rare earths, magneton numbers, 639, 640. 

Raritan Copper Works: oxygen and sulfur deter- 
mination, apparatus, view, 786. 

use of Walker method, 124. 

Rawpon, H. §8.: Discussion on Embrittlement of 
Copper by Hot Reducing Gases, 750— 
754, 

Rawlins, Wyo., A.' M. E. trip, xvii. 

Reap, T. T.: Probable Error in Blast-furnace 
Records and Calculations Therefrom, 
1009-1023. 

Discussion on Probable Error in Blast- 
furnace Records and _ Calculations 
Therefrom, 1023, 1025. 

Reagents: cyanide flotation: patent, 354 

sulfides, 362. 

flotation, 353. 

piston alloys, aluminum base, etching, 485. 

see also Htching. 

Recovery: see Copper. 

Recovery of Copper by Leaching, Ohio Copper Co. of 
Utah (ANDERSON and CAMERON), 
xviii, 31; Discussion, 55-57. 

Reducing gases: see Copper, embrittlement; Cop- 
per deoxidation, Illuminating gas. 

Redwood, for aerator tank construction, 95- 

Rerartz, L. F.: Discussion on Making Rimmed 
Steel, 1036-1042, 1043, 1044, 1046. 

Relation between Metallurgy and Atomic Structure 
(Foote), xxv, 628-656. 

Relation between Price and Stocks of Gasoline 
(Poaur), xxiv. 

Relation of Ash Composition to the Uses of Coal 
(FirtpneR and Srtvie), XXxvii. 

Relation of Origin and State of Carbonization of 
Coal to Problems of Low-temperature 
Carbonization (PARR), xxvii. 


1205 


Remmeurs, W. E., Crayton, C, Y. and Foupy, 
F. B.: Influence of Temperature, Time 
and Rate of Cooling on Physical 
Properties of Carbon Steel-II, xxvi, 
927-947, 

Report of Coal and Coke Committee (EAvENSON), 
XXxvii. 

Report of Sub-committee on Coal-mine Ventilation 
(Haas), xxiv. ; 

Report of Sub-committee on Coal Mining to Com- 
mittee on Ground Movement and Sub- 

° .sidence (EAVENSON), xxvii. 

Research and Oil Industry (MANNING), xxiii. 

Resinous paint, for cathodes, 128. 

Reverse-nozzle dust-collector, description and 
use, 91, 

Review of American (Petroleum) Production (Fous), 
xxiii. 

Reynpers, J. V. W.: Discussion on Making 
Rimmed Steel, 1043, 1046. 

Ricz, G. 8. and Davis, J. A.: Mining Petroleum in 
France and Germany, xxiv. 

Ricwarps, R. H.: Discussion on Investigation of 
Crushing Phenomena, 316. 
Ricwarpson, A. 8.: Hconomic Design of Mine 

Airways, xxiv. 

Theoretical Rating Compared with Operating 
Performance of Centrifugal Mine- 
Ventilating Fans, xxiv. 

Ricuarpson, H. H. and Dr, E. H.: Equilibrium 
Relations in Aluminum-copper Alloys 
of High Purity, xxv. 

Ricxerts, L. D.: Discussions on: Leaching Mixed 
Copper Ores with Ferric Sulfate, 
Inspiration Copper Co., 82. 

Mining and Preparation of Eastern Molding 
Sands, 389-390. 

Preparation and Use of Industrial Special 
Sands, 448. 

Standard Tests of Molding Sands, 397. 

H.: Use of Standard Tests of Molding 
Sands, xxv, 394-397. 

Rina, D. T.: Arkansas and Louisiana (Petroleum 

Production), xxiv. 

Rimmed steel: ammonia in, discussion, 
1036, 1042, 1045. 

blowholes: formation: permissible, 1035, 1045, 

types and causes, 1032, 1039, 1042, 1045. 
1046. 

views, 1032-1034, 1040. 

welding up, 1041. 

carbon in bath, amount, 1035, 1044-1045, 

casting temperature, discussion, 1030. 

charge: content, 1026, 1037. 

pig iron, amount advisable, 1027, 1038. 

definition, 1026. 

deoxidizer, use, 1035, 1041. 

manganese in bath, amount, 1035, 1044— 
1045. 

manufacture: shaping the slag, discussion, 
1030. 

methods, 1026, 1036. 
summary, 1036. 

melting practice, discussion, 1028, 1037. 

molds, condition, importance, 1038. 

pouring practice, discussion, 1031. 


Rigs, 


1032, 
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Rimmed steel: silicon in bath, effect, 1035. 
theory, 1035. __ 
Rittinger’s law of mechanical efficiency, versus 
Kick’s, 298. 
Rivet: see Boiler rivet; Deck rivet. 
Roaster, making SOz, description, 90. 
see Roasting furnaces. 
Roaster gas: oxygen and SO: content, 87. 
dust-collecting, 88. 
see also Ferric sulfate and sulfuric acid, from 
roaster gas. 
Roasting: see Lead smelting; Standard Reduction 
Co. mill. 
Roasting costs, discussion, 341. 
Roasting furnaces: description, 174, 
flue dust and fume, retreatment, methods, 
190. 
Robert W. Hunt medal, presentation, 1926, xxii. 
Roserts, G. E.: Organization of Industry, xxvii. 
Roserts-AvstTEN, steel hardening theory, 1145. 
Rock drill, broken, structure, photomicrographs, 
1150. 
Rocks: see Homogenous rocks; Heterogenous rocks. 
Rockwell test, possible error, 657, 676-677. 
Rockwood, Mich.: see Sylvania sand. 
Rocky Mountain District (Petroleum Production) 
(Woop), xxiv. 
Rod mills: angle of nip theory, discussion, 315. 
—200-mesh material, computed and ob- 
served, data, 288. 
number of rods used, effect, tests, 272. 
particle breakage, manner, 273. 
rotation of rolls, diagram, 273. 
see also Homogenous rocks. 
sizing action, 255. 
Rolling plant: see Magna plant. 
Rolls: —200-mesh material, computed 
observed, comparison, data, 288. 
see also, Braun pulverizer, rod and ball mill 
jaw crushers; Homogenous rocks, roll 
products. 
Roofing sand, properties and uses, 445. 
Ross, H. J.: Selection of Coals for the Manufacture 
of Coke, xxvii. 
RospnuHain and McMneguan, work on Neumann 
bands, 964. 
Rubidium bromide crystal, lattice energy, com- 
pressibility and pressure coefficient, 
646, 
Rubidium iodide crystal, lattice energy, compres- 
sibility and pressure coefficient, 646. 
Ruggles-Coles dryer, view of, 204. 
Russia, South, manganese ores, clay in, 250. 
Russia (Petroleum Production) (Zavorco), xxiv. 


and 
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Sackert, B. L.: Discussion on Lead Smelting in 
Utah, xviii, 197, 199. 

Sackett, B. L., BaRDwELL, CarLos, Jacosson, 
Simon, and Jmunsmn, N. H.: Lead 

v Smelting in Utah, xviii, 171-197. 
St. Peter sandstone, glass sand, photomicrograph, 
411. 

Salida,Colo. lead-smelting practice, 198. 

Salt: in volatilization charge: easily sintered ores, 
211. 
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Salt: in volatilization charge: elimination, 201 
209. 
see also Calcium chloride; Sodium chloride. 
Salt creek oil field A. I. M. E. trip, xvii. 
symposium papers, xix. 
Salt Lake City: see Standard Reduction Co. mill. 
Salt Lake City meeting, 1925: xvii. 
technical sessions, xviii. 
Salt Lake Iron & Steel Co., briquetting tests, 
copper concentrates, 51—53. 
Sand-blast sand: photomicrographs, 441-443, 
properties and uses, 439. 
Sand casting, effect: see Aluminum-copper-silicon 
alloy. 
Sand-clay cores, physical properties, 392. 
Sand filtration, removal of iron from copper- 
leaching waters, 44. 
Sand: classification methods, 432. 
foundry, see Albany sands; 
sands; Millville sands. 
impurities, removal, 424, 430-431. 
mining costs, 384. 
natural, grain shapes, 265. 
river-bottom, mining, 384. 
sharp and strong, definitions, 388. 
shipments, quarantine restrictions, 382. 
sizing, methods, 431—433. 
synthetic mixtures, discussion, 390-391. 
washing: methods, 426-431. 
uniform feed, importance, 429. 
water, amount, 428. 
see also Furnace-bottom sand; Industrial 
sands; Molding sands. 
Sanps, J. M. and Ossorn, C. C.: Forecasting 
Petroleum Production, xxiv. 
Sauvpur, A.: Current Theories of Hardening of 
Steel Thirty Years Later, 859; Discus- 
sion, 902-908. 
Savaag, H. J.: Use of Pulverized Fuel, xviii. 
Sayers, R. R.: Permissible Limits of Toxic and 
Noxious Gases in Mine and Tunnel 
Ventilation, xxiv. 
ScHAuuHR, W. T.: on formation of colemanite in 
place, 449. 
ScHERMHRHORN, T. R.: Discussion on: Hardness 
of Copper and Meyer's Analysis, 674— 
675. 
ScHERMERHORN, T. R. and Hoyt, Samuet L.: 
Hardness of Copper and Meyer's 
Analysis, xxvi, 657-671. 
Scrap: open-hearth, melting data, 1090. 
see also Brass melting. 
Screen analyses: see Heterogenous rocks; Homog- 
enous rocks. 
Screen sizing, microscopical, difference, correla- 
tion, 316. 
Screening: glass sands, methods, 416. 
industrial sands, 437. 
Screening towers, Magna plant, view, 222. 
Screens, sand and gravel, 431. 
Searles Lake, Calif., borate deposits, 454. 
Seger cones: formation-temperatures, 
bondsZisn in 
materials, 7. 
mounting for firing, 9. 
removal from mold, protection, 8. 
melting tests, 12. 
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Selection of Coals for the Manufacture of Coke 
(Rosk), xxvii. 
Selenium, doré, removal, 122. 
Sertvie, W. A. and Fretpner, A. C.: Relation of 
Ash Composition to the Uses of Coal, 
Semilogarithmic curves, crushing tests, method 
of plotting, 255. 
Shale, removal from sand and gravel, 431. 
Sharpening and Handling Drill Steels at Franklin 
; (Haren), xxvii. 
Suaw, EpmMunp: Washing and Sizing Sand and 
Gravel, xxv, 424-433. 
SHaw, H. A.: Discussion on Exudations on Copper 
Castings, 706. 
Suaw, J. M.: Employe Ownership in Industry, 
xxvii. 
Shear tests: see Aluminum-copper-silicon alloys. 
Shovel Operations at Bingham Utah Copper Co. 
(GoopRIcH#), xviii. 
Shunts: see Contactors. 
Shutting in Rangely Gas Well (Hoxtmgs), xix. 
Sieving: efficiency, discussion, 310-311. 
tests, results, 310. 
Silica: content in ferrous slags tested, 19-27. 
iron ore, variation, 1021. 
replacement by zinc oxide, slag-formation 
temperatures, 13-14, 17. 
Silica cores, physical properties, 392. 
Silicon: function as alloy, 464. 
modified alloys, effect, 601. 
open-hearth: bath, effect, 1035. 
charge, decrease during run, curve, 1080. 
slag, variation, 1082, 1087. 
Silicon alloys: see Aluminum-copper-silicon alloy; 
Aluminum-iron-silicon alloys. 
Silicon-aluminum alloys: see Aluminum-silicon 
alloys. 
Silver: concentrating recoveries, 351. 
leaching: effect of copper sulfate, curves, 324. 
free acid, need for, 324. 
sulfate content, control, 327. 
sulfates in solution: effect, curves, 325. 
data, 326. 
loss, Nichols series process, 133, 142, 144. 
precipitation: see Standard Reduction Co. 
mill. 
precipitators, Standard Reduction Co. mill, 
336. 
volatilization, 210. 
recovery, 209. 
Silver alloys: see Nickel silver. 
Silver and gold separation: see Electrolytes. 
Silver content: see Electrolytes. 
Silver crystals: electrolytic separation: effect 
of ammonium nitrate on: 113-117. 
photomicrographs, 115-116. 
jon-electron lattice, 649, 650. 
Silver King Coalition mines, A. I. M. E. trip, xvii. 
Silver minerals, flotation in water, tests, 370. 
Silver nitrate solutions: conductivity: 108. 
curves showing, 109, 110. 
reactions, equations, 110. 
Silver precipitates, impurities, removal, 321. 
Silver-bearing galena, recovery, 342. 
Sincuarr, E. G.: Drilling Wildcat 
Wyoming, xix. 


Wells in 
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Sryesrap, Orn: Holland Tunnel, xxiv. 
Sinter gases, SO: in, neutralization, 181. 
Sintering: fines, treatment, methods, 180, 181, 
lead ore: sulfur problems, 180, 181. 
Utah practice, 177-182. 
pallet speed, 181. 
Sintering machine: see Dwight-Lloyd. 
Siphon lead well, invention, 172. 
Size curves: see Homogenous rock; Logarithmis 
size-curves, 


Sizing: microscopical and screen, difference, cor- 


relation, 316 
rock crushing, importance, 311. 
see also Gravel; Sand. 
Sizing actions, crushing, description, 255. 

Sketch of Geology and Formations of Central 
Wyoming (BARTRAM), xix. 
Skowronskxl, §.: Discussions on: Action of Reduc- 

ing Gases on Heated Copper, 772, 773, 
774. 
Conductivity of Electrolytes Used in the 
Electrolytic Separation of Gold and 
Silver, 120, 122. 
Effect of Lead and Tin with Oxygen on the 
Conductivity and Ductility of Copper, 
692-694. 
Improvements in the Series System of Elec- 
trolytic Copper Refining as Recently 
Developed by the Nichols Copper Co., 
144, 
Slag: basicity, effect on manganese equilibrium, 
1120. 
Burmo high-zine, content and behavior, 28 
equilibrium tests, composition, 1115, 1126. 
ferrit as zinc-carrying ingredient, 29. 
open-hearth: basicity: data, 1112. 
discussion, 1111. 
effect, 1119. 
index, 1111. 
composition during run, 
1083, 1086-1090. 
furnace tests: analyses during run, 1101. 
weights, 1091. 
iron-oxide formation, 1109. 
phosphorus content, effect, 1120. 
tapping and ladle: comparison: 1095. 
weights, 1090. 
see also Ferrous slags; Lead blast-furnace, slag. 
Slimes, fine, effect in mass of feed, 313. 
Slip interference theory: 1138. 
aluminum-copper alloys, 578. 
basis, 903. 
SmaLuey, Oxtver: Special Nickel Brasses, xx, 


curves, 1082, 


799-833. 

Smelting: see Lead. 

Smiru, A. W., lead-antimony alloys, conductivity 
curve, 512. 


Soiru, C. S.: Discussion on Action of Reducing 
Gases on Heated Copper, 770-771. 
Smrru, P. S.: Alaska, (Petroleum Production), xxiv. 
Smiru, W. C.: Discussions on: Action of Reducing 
Gases on Heated Copper, 773. 
Effect of Lead and Tin with Oxygen on the 
Conductivity and Ductility of Copper, 
696. 
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Soap bubbles, formation, analogy to crystal for- 
mation, 858. 
Soda ash: see Sodiwm carbonate. 
Sodium: modification of alloys: addition, method, 
589. 
amount needed, 588, 615. 
loss on standing: curve, 594. 
data, 596. 
discussion, 590. 
Sodium bromide crystal: atomic structure, 
sketch, 643. 
electron orbits, sketch, 644. 
lattice energy, compressibility and pressure 
coefficient, 646. 
Sodium carbonate and lime, flotation of sulfides, 
effect, 356, 357, 359. 
Sodium chloride, for roasting, source, 322. 
Sodium chloride crystal, lattice energy, compressi- 
bility and pressure coefficient, 646. 
Sodium cyanide: chalcopyrite and molybdenite, 
flotation, 370. 
sulfides flotation, effect, 357. 
Sodium fluoride, crystal, lattice structure, data, 
644, 
Sodium sulfate, as solvent for lead, 326. 
Soldering irons, embrittlement, causes, 746. 
Solidus curve, aluminum-copper alloys, discus- 
sion, 568. 
Solubility, sulfur dioxide in water, 88. 
Solutions, law of distribution in two solvents, 
1109, 
Solvent agent: copper ores, content, 77. 
see also Ferric sulfate. 
Solventicide: definition, 80. 
importance, 81. 
leaching, discard, 77. 
use of term, 80-81. 
see also Antiacid. 
Some Drilling and Blasting Methods for Mining 
Coal in the United States (Marvin), 
XXxVii. 
Some Economic Aspects of the Community Oil Lease 
(WRIGHT), xxiv. 
Some Important Factors in Metal-mine Ventilation 
(McEtroy), xxiv. 
Sorbite: hardness, cause, 1145. 
ultra-violet light: photomicrograph, 923. 
selective characteristics, 924. 
South Dakota: see Belle Forché. 
Spacing of Oil Wells (BRHWSTER), xxiii. 
Sparrow, 8S. W.: Anti-knock Gasolines and 
Special Engine Development, xxiii. 
Special Nickel Brasses (SMALLEY), xx, 799-833. 
Specific gravity: see Aluminum-copper-silicon 
alloy; LHlectrolytes, gold and_ silver 
separation. 
Specifications: see Aluminum-silicon alloys; Glass 
sands, 
Spurry, E. A., process for making white lead, 146. 
Sperry process: anode: molding and pressing, 150. 
view, 153. 
washing method, 167. 
carbonating system, 162. 
cathode: construction: 156-160. 
plan, 158. 
view, 156. 


Sperry process: cell construction, 152-156. 
views, 152-156. 
circulation of solutions, 160, 
dryer, 164. 
electrolytes for, 147. 
electrolytic white lead, description, 146-148. 
Moore filter: description, 163. 
view, 159, 
plant: construction, 148. 
equipment: 149, 168. 
electrical, 167. 
flow sheet, 164. 
operating data, 168. 
views, 150-156, 159. 
product: barreling, 166. 
characteristics, 168-170. 
production and recovery, 166-167. 
pulverizing, 16. 
Sphalerite: impurities, milling difficulties, 350. 
see also Cyanide solution. 
Sponge copper, precipitation of silver, 320. 
Sponge iron, as precipitant, advantages, 339. 
Spring tensions, discussion, 312, 
Springs Mines, Ltd.: classifier speed, tests, 247. 
mill tests, bowl versus cone classification, 
results, 248, 
Stamp mills: crushing action, 312. 
sizing actions, 255. 
Standard Reduction Co.: mill: air lifts, descrip- 
tion, 336. 
crushers used, 331. 
crushing, degree, 331. 
fan, description, 334. 
leaching: cycle, 319. 
description, 323-327. 
interfering elements, 325. 
sulfate content, control, 327. 
leaching solutions, heating system, 337. 
leaching tanks, description, 334, 
lead precipitated, part analysis, 320. 
location, 317. 
power supply, 338. 
precipitation, description, 320, 321, 327. 
precipitators, description, 336. 
recoveries, 321. 
roaster, description, plan and views, 332- 
335. 
roasting: methods, 322. 
preparation of ore, 318. 
treatment costs, 321. 
water supply, 338, 
ore, assay, 317. 
plant: description, 329. 
plans and sections, 328-331. 
treatment costs, discussion, 340. 
Standard sand, properties and uses, 445. 
Steel: carbon: see Carbon steel. 
constituents, nature, 1146. 
constitution, phase rule, discussion, 876, 903, 
907. 
hardened, photomicrographs, 875, 876, 877, 
879. 
hardening: cause, 837, 1138. 
colloid factor, 905. 
essential points, 1145, 
strains, influence, 870. 
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Steel: hardening: theories: 902, 1145, 
questionnaire, 860. 
answers, 884. 
conclusions, 872. 
summary, 872, 881. 
see also Austenite; Martensite; Pearlite; 
Slip interference. 
high-speed: effect of carbon in: 1004. 
photomicrographs, 1004, 1005. 
hardness, diagram, 1005. 
rimmed: definition, 1026. 
see also Rimmed steel. 
photomicrograph, 946. 
transformations, discussion, 1008. 
ultra-violet ray: photomicrographs, 917-923. 
selective characteristics, 924. 
Steel and iron: committees, xiii. 
papers, list, xviii, xxvi. 
Steel bath, during run, analyses, 1098. 
Steel ingots, basic open-hearth, concentration 
changes, curves, 1092. 
Steel manufacture committee, xiii. 
Srrevens, B.: Discussion on Effect of Cyanogen 
Compounds on Floatability of Pure 
Sulfide Minerals, 370-371. 
Stevens, C. R.: Discussion on The Effect of Lead 
and Tin with Oxygen on the Conduc- 
tivity and Ductility of Copper, 696- 
697. 
Stone-sawing sand: photomicrograph, 444. 
properties and uses, 442. 
Stony Point granite: see Granite. 
Storage tracks, Magna plant, description, 212. 
Stoughton, Bradley: Discussion on Effect of Air 
Gap in Explosion System on Production 
of Neumann Bands, 964. 
on hardening of steel, 864, 866, 869, 872, 901. 
SroueHtTon, BrapLtEy and Mryaxn, M.: Pre- 
liminary Study of Magnesium-base 
Alloys, xxv. 
Strains: see Steel, hardness. 
Stress theories, steel hardening, 1145, 
Stripping, electrodes, Nichols series process, 137. 
Strontium, crystal, ion-electron lattice, 649, 650. 
Styri, H.: Discussion on Chemical Equilibrium 
of Manganese, Carbon and Phosphorus 
in the Basic Open-hearth Process, 
1133-1134. 
Sub-carbide theory, steel hardening, 1145. 
Subsidence Around a Salt Well (Youna), xxvii. 
Subsidence papers, list, xxvii. 
Suckow, discovery well, borate deposits, log, 456. 
Sucxow, J. K., borate discoveries by, 453. 
Suckow shaft No. 2, borate deposits, log, 458. 
Suggested Nomenclature and Correlation of the 
Geological Formations in Venezuela 
(GARNER), XXiv. 
Sulfates: silver leaching: content, control, 327. 
effect: curves, 324, 325. 
data, 326. 
Sulfides, pure: see Cyanide solutions, flotation tests; 
Zinc cyanide; Zinc sulfates. 
Sulfur: effect in high-zinc slags, 28. 
lead ore, preroasting, elimination, 175. 
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Sulfur: open-hearth: charge, decrease during run, 
curves, 1080, 1085. 
furnace, during heat, 1093. 
slag, variation, 1082, 1087. 
in refined copper: determination, descrip- 
tion, 789, 796. 
relation to heating temperature, 790. 
Sulfur dioxide: in baghouse gas, neutralization, 
resi 
partial pressure, 88. 
solubility, discussion, 88. 
Sulfur dioxide and air, ferric sulfate from, experi- 
; ' ments, 85-86, 98, 103. 
Sulfur dioxide roaster gas: see Ferric sulfate and 
sulfuric acid, from roaster gas. ‘ 
Sulfuric acid: electrolytes, effect on conductivity, 
120. 
use in silver leaching, amount, 324. 
see also Ferric sulfate and sulfuric acid, from 
roaster gas. 
Swezerser, R. H.: Evaluation of Coal, xxvii. 
Sykes, W. P.: Iron-tungsten System, xxvi, 968, 
1008. 
Discussion on Iron Tungsten System, 1004. 
Sylvania standstone, glass sand from, photo- 
micrograph, 412. 
Symons disk crusher, use, 332. 
Symposium: coal and coke, xxvii. 
gas in copper, 742. 
petroleum, xxii, xxiii. 
Salt Creek Field, xix. 
Syracuse, N. Y., meeting, xx. 
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Taaeart, A. F.: Discussions on: Classification in 
Witwatersrand Mills, 251. 
Investigation of Crushing Phenomena, 313- 
315. 
Tailings, Midvale, Utah: content, 248. 
disposal, 248. 
see also Copper tailings. 
Tanks: electrolytic: copper refining, 130. 
flat-bulb light, 136. 
see also Electrolyte tanks; 
Tapping slag: see Slag. 
Taxation and the Oil Industry (BROKAW), xxii. 
Technologic Progress in the Oil Industry (Fous), 
Xxiii. 
Temperature: effect on open-hearth equilibrium, 
volatilization of lead and silver, 210-211. 
1116, 1124, 1128. 
see also Austenite, transformation; Carbide, in 
steel, precipitation; Ferrous slags, 
formation; Fusion temperatures; Iron; 
TIron-tungsten alloys; Metalloids; 
Quenching. 
Tension modulus: Al-Cu-Si alloy, 469. 
data, 476-478. 
Tension tests: Al-Cu-Si alloy, 467. 
data, 476-478. 
Tensional stress, calculation, formula, 843. 
Texas, Outside Gulf Coast (Petroleum Production) 
(LAHEB), xxiv. 
Rating Compared with Operating 
Performance of Centrifugal Mine- 
ventilating Fans (RICHARDSON), xxiv, 


Leaching tanks. 


Theoretical 
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Thermodynamics, alkali-hatlide crystals, formulae, 
645-646. 
Thickener: see Genter thickener; Gravity thickener. 
Thigh plate, structure, photomicrograph, 1153. 
Tompson, F. C., on hardening of steel, 863, 866, 
869, 872, 901. 
Tuum, E. E.: Discussion on Amorphous Cement 
and the Formation of Ferrite in the 
Light of X-ray Evidence, 857-858, 
Tin: effect in: brasses, 807. 
copper, 685. 
Tin alloys: see Copper tin; Copper-zinc-tin. 
tin alloys. 
Tin and lead, in copper, effect, 680, 687. 
Tin and nickel: see Aluminum brass. 
Tin-antimony-lead alloys: see Lead-antimony- 
Tin cuttings, precipitating lead, 320. 
Tinguaite, sizing tests with, 310. 
Tintic mining district, ore problems, 200. 
Tintic Standard Co,’s Mill (ALLEN and Manag), 
xviii. : 
Tintic Standard Mine (WADB), xviii. 
Tintic Standard mines, A. I. M. E. trip, xvii. 
ToBELMANN, H. A.: Discussion on Leaching Mixed 
Copper Ores with Ferric Sulfate, Inspi- 
ration Copper Co., 74. 
Tolerances: see Glass sands. 
Tompkins, Dr. H. Kneebone, work of, 907. 
Tooele, Utah, blowing lead-copper matte, 197. 
Top Slicing in Old Fills at El Bordo Mine, Mexico, 
(Mecuin), xxvii. 
Torsion tests: Al-Cu-Si alloy: 468. 
data, 476-478. 
““Tough-pitch”’ copper versus oxygen-free copper, 
use, 742, 
Tower acid, leaching, comparative cheapness, 79. 
Transmitting tube, leads, embrittlement, causes, 
748. 
Transportation, industrial sands, 437. 
Transportation of Petrolewm (F1TzGERALD), xxiii. 
Transvaal: see Geduld Proprietary Mines; Springs 
Mines; Witwatersrand. 
Treating (Oil Refining Processes) (MILLER), xxiii. 
Treatment of the Telluride-bearing Gold Ores of 
the Wright-Hargreaves Mines, Lid. 
(Mugr.upr, GRANT and Hmars), xxv. 
Trend of Prices in the Petroleum Industry (Poaup), 
Xxiv. 
Troostite: constitution, 1147. 
examples, photomicrographs, 1149, 1150. 
hardness, cause, 1145. 
in iron, condition, 878. 
in martensite, photomicrograph, 946. 
ultra-violet light: selective characteristics, 
924, 
photomicrographs, 917, 918. 
Tubes: see Admiralty tubes; Boiler tubes. 
Tucker, E. L. and Hmap, R. E.: Effect of Cyano- 
gen Compounds on Floatability of 
Pure Sulfide Minerals, xix, 354-370. 
Tucxyr, E. L., Gares, J. F., and Heap, R. E.: 
Effect of Cyanogen Compounds on 
the Floatability of Pure Sulfide 
Minerals—IT; xix, 372-380. 
Tungsten: see Iron-tungsten alloys; Iron-tungsten 
carbon alloys; Iron-tungsten system. 


Turbadium bronze, analysis, 800. 

Turbiston bronze, analysis, 800. 

TurNnBULL, GrorGe: Appalachian Field (Petro- 
leum Production), xxiv. 

Twenty-fire Years of Metallography (CAMPBELL), 
xxvii, 1135-1178. 

Twinning theory, steel hardening, 1145. 

Tube mills: description and use, 346. 

feed and products, analyses, 346. 


U 


Ulexite: deposits, placer formation, 462. 
formation of colemanite from, 450-452. 

Ultra-violet light, selective characteristics, 924. 

Ultra-violet metallography: see Metallography. 

Ump.esy, J. B.: Increasing the Extraction of Oil 
by Water Flooding, xxiii. 

Uncommon metals, reduction and refining, xii. 

United States, zine production, fluctuation, 6. 

United States Air Service, specifications, heat- 
treating, Al-Cu-Si alloy, 466. 

United States Borax Co., control of borax lands, 
453. 

United States Navy specifications, aluminum- 
silicon alloys, 619. 

see also Naval brass. 

United States Smelting Lead Refinery, Inc., 
electrolyte tests, see Electrolytes, 
gold and silver separation. 

United States Smelting, Refining & Mining Co.: 
A. I. M. E. trip, xvii. 

see also Midvale, Utah, mill. 

University of Utah: leaching of copper concen- 

trate tailings, tests, 55. 
water-solubility tests, copper ore, 42. 

Uren, L. C.: Problems of Pumping Deep Wells, 
XIX, 

Use of Gas Meters for Determination of Pay 
Strata in Oil Sands (Min.iKan), xix. 

Use of Pulverized Coal in Copper Refining Furnaces 
(Minter and BarpweELt), xviii. 

Use of Pulverized Fuel (SAVAGE), xviii. 

Use of Standard Tests of Molding Sands (Riss), 
xxv, 394; Discussion, 397-398. 

Utah: A. I. M. E. field trips, xvii. 

lead smelting in, practice, 171-199. 

salt for roasting, source, 322. 

see also Bingham; Eureka; Ironton; Lark; 
Midvale; Murray; Ohio Copper Co. 
mine; Park City; Salt Lake City; Tooele. 

Utah Copper Co.: A. I. M. E. trip, xvii. 

crushing costs, 340. 
see also Magna plant. 
Utah parks, A. I. M. E. trips, xviii. 
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Vacuum, in filtration, discussion, 227, 234-235. 
Van ArspaLtn, G. D.: Leaching Mixed Copper 
Ores with Ferric Sulfate, Inspiration 
Copper Co., xxv, 58-74. 
Discussions on: Leaching Mixed Copper Ores 
with Ferric Sulfate, Inspiration Copper 
Co., 79, 81, 83. 
Production of Ferric Sulfate and Sulfuric 
Acid from Roaster Gas, 98. 
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Van Freer, H. V. and O’Nemu, F. W.: Liquid 
Oxygen as an Explosive, xxvii. 
Vanick, J. 8.: Discussions on: Effect on Atr Gap 
in Explosion System on Production 
of Newmann Bands, 966. 
Making Rimmed Steel, 1036. 
Microscopic Structure of Copper, 739-740, 
Van’t Hoff isochore, formula, 1108. 
VaruEy, T.: Discussions on: Chief Consolidated 
Volatilization Process and Mill, 209. 
Chloridizing Mill of the Standard Reduction 
Co., 338. 


Ventilation, lead blast-furnace tapping-floor, 188. 


Venezuela and the West Indies (Petroleum Pro- 
duction) (Hopxins and Wasson), 
Xxiv. 
Virginia: bentonite, source, 390. 
quartzite, occurrence, 422. 
Viscosity, ferrous slags, 16. 
Volatilization: see Chief Consolidated process; Chlo- 
ride Volatilization; Lead; Oxide Volatilization. 
Volatilization loss, furnaces, prevention, 340. 
Voltage: see Electrolysis; Electrolyte. 
Voltage drop, electrolytes, effect of ammonia, 112. 
Von Juptner,—, on oxide slags in iron alloys, 1110. 
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WADE, J. W.: Tintic Standard Mine, xviii. 

Waker, A. L.: Development of Multiple-series 
Tank, 124. 

Discussions on: Effect of Zine Oxide on the 
Formation Temperature of Some Fer- 
rous Slags, 30. 

Improvements in the Series System of Elec- 
trolytic Copper Refining Recently De- 
veloped by the Nichols Copper Co., 
143-144. 

Warm Spring Ridge, glass-sand quarry, 415. 

Warner, D. M. and Daniets, SaAMuEL: Me- 
chanical Properties of the Aluminum- 
copper-silicon Alloy as Sand Cast 
and as Hand Treated, xx, 464—478. 

WaRrTMAN, F. S., Otprieut, G. L., Keyes, H. E. 
and: Production of Ferric Sulfate 
and Sulfuric Acid from Roaster Gas, 
xix, 84-98. 

Washers, glass sands, view, 414. 

Washing: anodes, Sperry process, 167. 

industrial sands, 436. 
see also Gravel; Sand. 

Washing method, leaching tests, 68. 

Washing and Sizing Sand and Gravel (SHAw), 
xxv, 424-433. 

Washington: see Northport. 

Wasson, H. J. and Hopkins, E. B.: Venezuela 
and the West Indies (Petrolewm 
Production), xxiv. 

Water: copper concentrate, removal, 50. 

leaching: amount, determination, 37. 
see also Ohio Copper Co. mine. 
percolation, methods, 38-42. 
washing sand and gravel, amount needed, 
428. 
see also’ Bingham mines; Film water. 
Water jackets, lead smelting, first use, 171. 
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Water Shut-off Methods in Salt Creek Field (ArM- 
STRONG and RapmrR), xix. 

Water supply: see Standard Reduction Co. mill. 

Waters of Salt Creek Field (Youne and Esra- 
BROOK), xix. 

Warts, A. C.: Electric Shot-firing in Coal Mines,- 
Xviii. 

Wax Separation (MILLER), xxiii. 

Wear tests: see Pebble mills; Quartz. 

Wedge roaster: lead ore: description, 174. 

operation, 174-177. 
WEIGEL, WeM:,: Preparation and Use of Industrial 
' Special Sands, xxv, 434-447. 
Discussions on: Mining and Preparation of 
Eastern Molding Sands, 388, 391. 
Preparation and Use of Industrial Special 
Sands, xxv, 448. 
Standard Tests of Molding Sands, 397. 

Weight: see substances named. 

We tine, L. H.: Jenkins Process, xxiii. 

We tts, A. E.: Comparative Value as Motor Fuel of 
Cracked Gasoline vs. Straight Run 
Gasoline, xxiii. 

Wertz oil and gas field, A. I. M. E. trip, xvii. 
West Virginia: glass sands, occurrence, mining 
and preparation, 415-420. 

industrial sands, occurrence, 434. 

Wet crushing: see Crushing, wet. 

WuHetseEL, R. V. and Garrtas, V. R.: Mexican Oil 
Fields, xxiv. 

Wuitet, L. H.: Possibilities of Future Production 
from the Pre-Chattanooga Series of 
Northeastern Oklahoma, xxiv. 

WHITEHEAD, E. and Jonus, E. O.: Annealing 
Cracking of the Nickel Silvers, xx, 834— 
849. 

Whitley’s basicity index, formula, 1111. 

Wiaains, J. H.: Evaporation Loss in Transporta- 
tion of Petroleum, xxiii. 

Wiarton, G. H.: Chief Consolidated Volatilization 
Process and Mill, xix, 200-209. 

Wiper, F. A.: Discussion on American Glass 
Sands, Their Properties and Prepara- 
tions, 422. 

Wixson, J. H. and Bartram, J. G.: Core Drilling 
in Geologic Exploration as Applied in 
Wyoming and Montana, xix. 

Winnamuck mine, Utah, water jacket used in 
lead smelting, 171. 

Wire-bar furnace, for copper cathodes, practice, 
138-140. 

WiTHERELL, C. S.: Discussions on: Effect of Lead 
and Tin with Oxygen on the Conductiv- 
ity and Ductility of Copper, 695. 

Effect of Zine Oxide on the Formation Tem- 
perature of Some Ferrous Slags, 28-30. 
Exudations on Copper Castings, 706. 
Hardness of Copper and Meyer’s Analysis, 
671-674, 675, 677. 
Leaching Mixed Copper Ores with Ferric 
Sulfate, Inspiration Copper Co., 80. 
Witwatersrand: gold ore, grinding, size, 250. 
mills: classification in: description, 239, 247. 
discussion, 247. 

Woop, F. E.: Rocky Mountain District (Petrolewm 

Production), xxiv. 


Woopwarp, A. H.: Discussion on Making Rimmed 
Steel, 1044. : 
Work, L. T.: Discussions on: Investigation of 
Crushing Phenomena, 316. 
Mechanism of Filtration, 234, 235, 
-Work, L. T., Hrxon, A. W., Opn, I. H. and: 
Mechanism of Filtration, xxv, 225-234. 


World Production of Petroleum in 1925 (Dr 


GouyER), xxii, 

Wricut, Fay: Some Economic Aspects of the 
Community Oil Lease, xxiv. 
Wrist-piece, ancient structure, photomicrograph, 

1152. 
Wrought iron: intercrystalline brittleness, photo- 
micrographs, 751. 
Neumann bands in, 1140. 
Wyoming, bentonite, use, 389. c, 
see also Casperr; Rawlins. 
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X-ray: anode, water-cooled, leaks in, causes, 746. 
microstructures of crystals, 850. 
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Yancy, H. F. and Fraser, Tomas: Air Sand 
Process of Cleaning Coal, xxvii. 

Yap, C. P.: Discussion on Effect on Air Gap in 
Explosion System on Production of 
Neumann Bands, 965. 
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Yellowstone Park, A. I. M. E. ip, 

Youna, C. M.: Subsidence Around a 
xxvii. 

Youne, H. W. and Estrasroor, E, L. 
Salt Creek Field, xix. 
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Zavorico, B. B.: Russia (Petroleum Production), 
xxiv. 
ZickricK, Lyauu: Discussion on Lead Antimony 
System and Hardening of Lead Alloys, 
xxv, 529-535. 
ZickrRicK, Lyauu, Dzan, R. S., Nrx, F. C., and: 
Lead Antimony System and Hardening 
of Lead Alloys, xxv, 505-529. 
Zine: concentrating recoveries, 351. 
flotation, oils and reagents, 353. 
production, U. §., fluctuations, reasons, 5, 6. 
reduction and refining, committee, xii. 
Zine alloys: see Copper-zinc; Copper-zinc-tin; and 
brasses named. 
Zinc cyanide: effect on pure sulfides: discussion, © 
365, 375. 
photomicrographs, 365-369, 377-379. 
flotation of sulfides, effect, 357. 
Zine oxide: ferrous slags: content, 19-27, 
effect on formation temperature, 3-30. 
replacing lime, iron oxide and silica, slag- 
formation temperatures, 13-17. 
Zinc sulfate, flotation of sulfides, effect, 358-361. 
Zincate, slag, zine-carrying ingredient, 29. 


